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BASIC ABBREVIATIONS

PC — ProfiLab software

ETC — electron transport chain

DM - decision makers

ICAO - International Civil Aviation
Organization

CAAF — Conference on the Use of
Alternative Fuels

MEA — more electric planes

ODS - Oil dispersed systems

ARPD - asphalt-resin-paraffin deposits
PPVO - product of processing of vegetable
oils

PA —polycyclic arenes

MAC — maximum allowable concentrations
TWUO - tar from West-Ukrainian oil

EPC — European Pellet Council

EIPS — European Industry of Pellet Suppliers
IBTC — International Biomass Torrefaction
Council

CIR - coumarone-indene resin

AER — air excess ratio

DTA — differential-thermal analysis

IBP — initial boiling point

EBP — end boiling point

WPhHF — wide phenolic fraction

EMF — electromagnetic field

MF — magnetic field

L — lubricants

IATA - International Air Transport
Association

CamO — camellina oils

JF — jet fuel

FAEE — fatty acids ethyl esters

FIP — flash point

ASTM — American Society for Testing

and Materials

DERD - Directorate of Engine Research and
Development

KMKO - Complex of Methods for
Qualitative Assessment

GDP — gross domestic product

EGR — exhaust gas recirculation

ECH - engine cylinder head

EG — exhaust gas

PM — particles mater

ER — emission reduction

ID — indicator diagram

CPG — cylinder-piston group

OBD - On-Board Diagnostic

GPS — Global Positioning System

EASA — European Aviation Safety Agency
CAA - Civil Aviation Authority

FAME — fatty acid methyl esters

MIC — Microbial Induced Corrosion

TCA — tricarboxylic acid

IPCC — Intergovernmental panel on Climate
Change

BFFM2 — Boeing Fuel Flow Method 2

EE — engine emission

EAPA — European Asphalt Pavement
Association

PMB — polymer modified bitumen

SBS — styrene-butadiene-styrene

SIS — styrene-isoprene-styrene

SEBS — styrene-cthylene / butylene-styrene
TE — Thermoplastic elastomers

EPL - Environmental Protection Law

OOU - obszar ograniczonego uzytkowania
(in Polish), noise zone (in English)



«Not the mind from the books,
but the books from the mind were createdy»
Grigorii Skovoroda

Introduction

Transport sector is an important component of the economy that have an impact on the
development and prosperity of the population.

Rational use of fuels and lubricants, energy efficiency, environmental safety are included
into the list of the most important problems of the modern world. Solving these problems
determines in a great manner the sustainable development of the world economy and keeping
comfort conditions for human being.

Efficiency, reliability of operation of vehicles, rational use of operational materials depend on
their correct selection. According to its quality operational materials must conform to both the model
and operating conditions of vehicles. The use of poor quality materials leads to a decrease in the
durability and reliability of machinery and machine parts; the use of materials of higher quality than
required causes unreasonable increase in costs.

The knowledge of machinery suggest not only the knowledge of construction, kinematic,
dynamic, and temperature characteristics but also physico-chemical properties of constituent
materials that are necessary for analyzing and forecasting of physico-chemical processes during use
of a Fuels or a Lubricants. Thus, the efficiency and reliability of vehicles operation depends not only
on their structural characteristics, but also on the optimal selection of Fuels and Lubricants, Technical
Liquids and other Operational Materials.

Work professional activity of specialists dedicated to petroleum refinery, organizing
of storage, transportation and distribution of products, assurance of correspondence between the
properties of Fuels, Lubricants, Technical liquids and the conditions of operation of technology
and engines aimed at obtaining maximum technical, economical, ecological and social effects is
called usage of Fuels, Lubricants and Technical liquids.

To know Fuels, Lubricants and Technical liquids is to clearly understand the
interconnection of quality parameters with physico-chemical and energy processes, occurring in the
process of their use under specific conditions, and also the connection with their chemical and
group composition.

The knowledge of technology suggest not only the knowledge of construction, kinematic,
dynamic, and temperature characteristics but also physico-chemical properties of constituent
materials that are necessary for analyzing and forecasting of physico-chemical processes during use
of a Fuel or a Lubricant.

The study of the essence, regularity (tendens) and connections of phenomena and the
processes of use of Fuels, Lubricants, Technical liquids in Aviation Technology with the help
of special methodological tools is the base of Aviation Chemmotology.

Aviation Chemmotology is a part of Chemmotology that studies and solves the problems
of ensuring the necessary quality and application requirements of Fuels and Lubricants used in
Aviation Technology.

Chemmotological reliability is a reliability of technology depending on the Quality
of Fuels and Lubricants (the ability of technology to maintain good reliability when operated with
Fuels and Lubricants grades that are of a economically reasonable quality level).

This monograph as an intergative scientific work of many scholars is a striking example
of the representation of these aspects and really illustrates the modern consolidated work of
scientists and practitioners, trends in the development of scientific schools of different universities,
different countries and science in general. Because, as is know, science does not have borders.
Scientific achievements are global civilizational heritage.
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Chapter 1

THEORETICAL ASPECTS OF CHEMMOTOLOGY,
CHEMICAL TECHNOLOGY AND ENGINEERING

DOI: doi.org/10.18372/38235

UDC: 547.912.66+665.7.038.64+665.65

1.1 THE PROBLEMS OF FORMATION OF ASPHALT-RESIN-PARAFFIN
DEPOSITS. PREVENTION AND UTILIZATION

Olena Tertyshna, Kostiantyn Zamikula, Oleh Tertyshnyi

Oil dispersed systems (ODS) contain asphaltenes, resins and paraffins which can promote
the formation of asphalt-resin-paraffin deposits (ARPD) on the surfaces of process equipment.

The rate of deposits formation is influenced by the oil composition, namely, the ratio
of paraffins, resins and asphaltenes, and by the hydrodynamic and temperature conditions of its
transportation, storage and processing [1]. Asphaltenes, peptized and stabilized by resins, are
characterized by high melting points (~300 °C) and are partly in the solid state in oil. They do not
form a joint crystals or solid solutions with hydrocarbons, and serve only as centers of aggregation
and crystallization. Resins in oil form true solutions and are located in the dispersion medium. Part
of the resin, the pour point of which is close to the pour point of hydrocarbons, crystallizes forming
mixed crystals or solid solutions. The other part forms the solvate shell around the solid particles.

Asphaltenes behave as coagulants, resins — like peptizers, preventing the merging of crystals
and the formation of spatial grid [1].

ARPD formation and growth are promoted by the temperature gradient which occurs in the
near-wall layer of pipeline and heat exchangers as a result of raw material cooling.

Typically, deposits are removed without prior analysis of the reasons of their formation and
accumulation in various units of industrial equipment [2]. The creation of a well-founded kinetic
model of ARPD formation and growth will allow to develop ways of deposition minimization, and
in the future it will allow to prevent their formation.

The kinetics of deposits formation from oil sample, which was taken from the storage tank
at the refinery, was investigated. Oil characteristics of the content of potentially solid components
are presented in Table 1.

ARPD formation was studied using a method of «coldfinger test».

A glass of oil (200 ml) was placed in a thermostatic bath, where with stirring at a speed
of 120 Rev/min it was heated to the temperature of 30, 40 and 50 °C. The copper tube
(«coldfinger») with the surface of 744.45 mm® was cooled with running water to a temperature
of 10 °C. Preliminarily weighed and degreased tube was placed in the center of the glass with oil so
that it was at the height of 3 cm from the bottom. The tube was removed from the oil after 5 min
and weighed. To remove stuck deposit hot water was ran through the tube, and then ARPD was
collected. Small intervals of exposure (5 min) were adopted to minimize the influence of thermal
resistance of the deposit layer.

Table 1
Oil characteristics
Characteristic Value
1 2
Asphaltenes (A) 0,1
Paraffins (P) 1,0
Resins (R) 15,9




Table 1 continue

1 2
Ratio P/(A+R) 0,06
Ratio R/(P+A) 14,45
Density, -107~, kg/m’ 843,4
Viscosity, Pa-sec 1,096+
Pour point, °C -18

Processing of experimental data was performed using logarithmic (1) and exponential (2)
kinetic models, which were chosen to describe the kinetics of ARPD formation from the
condensate [3].

dm —m
Z = llog : k210g ’ (1)
dm 2
E:klcxp_ 20xp.m’ ()
where m — deposit mass; log - klexp .k, log- k, oxp Fate constants; 7 — deposition time.
The constants k,  k, _correspond to the deposit formation on the tube at the initial

llog> "lexp

k

approximation of experimental data using the built-in genfit function for nonlinear regression of the
general form in Mathcad.

The average particle size of the sample solution was determined by the
photoelectrocolorimetric method on the KFK-3 colorimeter at two wavelengths of light 530 and
680 nm.

We assumed that the particles of the dispersed phase were spherical and calculated their
average diameter d, (nm) by the formula:

moment of time. The values of the constants £k were selected on the principle of best

2log> " 2exp

d, =6000/(p-S), (3)

where p is the density of the dispersed phase particles, p = 1,2 g/em® [4]; S is the specific interphase surface,
m?%/g, which was calculated by the equation:

5-808-10° - 8Pu1g Dy )
7"1 _7“2

where D, and D,, are the optical densities at wavelengths A, and A,.

Formation and sedimentation of AS were accelerated by centrifugation of the petroleum
solution in toluene (solvent) with n-hexane (precipitant) for 12 minutes. The rotational velocity of
the centrifuge was 4000 rpm. The stability factor was determined, which is the ratio of the
concentrations of components (or characteristics) of the petroleum dispersion system after
centrifugation in two layers, separated from each other at a certain distance in the direction of the
deposition forces [4].

The stability factor was calculated by the formula:

b )

where D, D, are the optical densities of the upper and lower layers, respectively, at a wavelength of 680 nm.



The mechanism of the PPVO action was estimated from the results of the IR spectral
analysis of samples of the pure petroleum and the petroleum with additives on the spectrometer
Spectrum BX II in the range of 400-4000 cm™. The spectral coefficients were determined by the
ratio of the characteristic absorption bands [4].

Dynamics of the deposit formation from the oil sample depending on the temperature
difference between the oil and the tube surface is presented in Table 2.

Table 2
Mass of the deposit on the tube surface
Duration of test, min
Temperature gradient, °C 5 [ 10 [ 15 [ 20 [ 25 30
Mass of the deposit, m
20 1,45 2,8 4,1 5,15 5,86 6,1
30 1,87 3,53 4,93 6,13 7,1 7.4
40 2,73 5,27 7,53 9,53 10,15 10,25

The results of the experiment showed that at the initial stage (15—20 min) the main mass
of the deposit forms on the tube and it is about 83-93 % of all deposit mass. After twenty minutes
of experiment, the rate of deposit accumulation reduced markedly. One of the reasons of slow
deposit accumulation is exhaustion of the oil bulk relatively potentially solid components.

The results of the calculation of the rate constants for both equations at three values
of temperature gradient are presented in Table 3.

Table 3
The constants of kinetic models of ARPD deposition from oil
dm m dm
N _:kllog.kﬂog 7: lcxp_k2cxp'm o
AT,°C dt T T*,°C
kl log k2 log kl exp k2 exp
20 0,379 1,181 0,356 0,039 -0,93
30 0,477 1,159 0,440 0,045 -0,70
40 0,806 1,138 0,720 0,053 -0,56

Here T'is the dimensionless temperature parameter corresponding to the driving force of the

sedimentation process:
_L-T, (©6)
T,

oil

where T, T, T,; are the pour points of oil, of the tube surface and of the oil in the glass, respectively (°C).

If taking into account that in the selected experimental conditions T, 7, are constant, the
parameter 7* only depends on the temperature of oil heating.

From Table 3 it is seen that the values of the constants k; are close for both models, while
the constants k, differ considerably. Such comparison allows to make clear the mechanism of
deposition directly on the surface at initial time points and in the process of their accumulation.
At small values of the constant k; the rate of instantaneous deposition from oil is rather low, for
which the value of R/(4+P), i.e. the ratio of peptizator (resin) to the amount of potentially solid
crystallizable components (P+4), is sufficiently large.



Using the found values of constants the direct problem of modeling the kinetics of ARPD
formation in accordance with equations (1) and (2) was solved. The comparison of calculated and
experimental values of the deposit mass is presented in Fig.1.

12 4
%ﬂ 10 A i ”"-4—-’1 1
- '—'
g 8 "‘-’ 8- 2
= 97 -z ..—"::::-""'" 3
Z 4 - P ot L
- -
A R
(= T T \
0 10 20 30
Time, min

Fig. 1. Dynamics of ARPD accumulation from oil at the temperature difference
between the oil and the surface of the tube, AT, °C:
1—40; 2—-30; 3 —20. Points correspond to experimental data,
dashed lines are the calculated curves according to the equations (1), (2)

The analysis of Fig. 1 shows that both the logarithmic and the exponential models give
almost full coincidence with experimental data. Model verification was performed by the least-
squares method (Table 4).

The results of the calculation of deviations of experimental and calculated values fabled
of the deposits accumulation rate
Logarithmic model Exponential model
AT, °C 20 30 40 20 30 40
Sum of squared deviations 0,238 0,204 1,622 0,163 0,122 1,066

Comparison of deviations shows that when using the exponential model the discrepancy
between the experimental and calculated data is minimal. Therefore, to describe the kinetics of the
process of the deposits formation the exponential equation is more accurate.

The dependence of the rate constants k; = f (7*) and k, = f(1/T*) for both models are linear
and described by the equations given in Table 5.

Table 5
The relation of the rate constants with temperature parameter 7*
Logarithmic model Exponential model
kijog=0,8937* + 0,130 kiexp=1,027%* + 0,388

Jatog = 1,294/T% - 0,261

Substitution of the values of the constants from Table 5 in the equation (2) for the
exponential model as more accurate, allows to obtain the kinetic equation relating the rate of the
deposits growth with temperature factor 7*:

Z—m =1,027 *+0,388—1,294/T *—0,261-m (7
T



To assess the influence of the layer thickness of the deposit formation on the deposition rate,
the dynamics of single (20 min) formation of the deposit were compared with cumulative (with
intermediate unloading every 5 minutes) formation (Fig. 2).
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Fig. 2. The mass of the deposit formed at single (1, 2, 3) and cumulative (1, 2', 3') formation of the deposit

(20 min) from oil depending on the temperature gradient of oil and the tube AT

It is seen that the mass of the deposit obtained during continuous deposition is 2.5-3 times
less than during its regular removal. This is due to the changes in temperature of the process.
It is natural that the growth of ARPD layer on the surface of the tube prevents heat transfer between
the cooled surface and the tube, distorting the true temperature gradient set in the experiment.
The results of the model thermal calculations performed in accordance with the methods [2] are

given in table

6.

Tabl,
The temperature regime of ARPD deposition, depending on the hydrodynamics awles
and the layer thickness of the deposit at the temperature of the tube 10 °C
Hea}t-transfer2 ' Heat Actual
Oil coefficient, W/m™ K Deposit resistance _Of Heat-transfer difference
temperature, | from  the ) layer the deposit coefficient between oil
°c wall side, afrom oil, | thickness, M %’ K, Wm*K and tlole tube,
O g m>K/W C
1 2 3 4 5 6 7
Turbulent regime
- - 187 12
30 500 300 0,001 0,005 97 6,1
0,002 0,01 65 4,1
- - 187 18
40 500 300 0,001 0,005 97 9
0,002 0,01 65 6,3
- - 187 25
50 500 300 0,001 0,005 97 12,6
0,002 0,01 65 8,5




Table 6 continue

Laminar regime + natural convection

] 2 3 4 5 6 7
- - 8,6 2,7

30 10 60 0,001 0,005 8,2 2,6
0,002 0,01 7,9 2,5

- - 8,6 4,2

40 10 60 0,001 0,005 8,2 4,0
0,002 0,01 7,9 3,8

- - 8,6 5,6

50 10 60 0,001 0,005 8,2 5,3
0,002 0,01 7,9 5,1

Data shown in Table 6 indicate that in the turbulent regime the increase in the thickness
of the deposit on the surface of the tube to 1 mm cuts the actual temperature difference by half, and
when the layer thickness is 2 mm — by three. Under conditions of laminar flow and natural
convection the temperature difference is only 2.5-5.6 degrees. It is obvious that the temperature
rise in the surface layer of the deposit slows down the process of formation of ARPD solid particles
and their accumulation. The conditions corresponding to the turbulent regime under actual
conditions can be observed when operating heat transfer equipment. Natural convection occurs
when transporting oil products through pipelines and during storage in tanks and containers.

The next stage of the study was the search for effective and inexpensive ways to combat the
formation of ARPD and the directions for their processing.

The product of processing of vegetable oils (PPVO) have been used as asphaltene
precipitation inhibitorfrom ODS [5, 6].

PPVO is a by-product of the production of biodiesel fuelcomponents [5,6]. The additive was
synthesized in the laboratory according to the chemical modification technique by glycerolysis
of rapeseed and castor oil with composition (% by weight): rapeseed — 75-80 % and castor — the
rest: CH;—(CH,)s—"*CH(OH)-CH,~CH=CH—(CH,),—O—-CH,~CH(OH)-CH,-O-C(O)R',R", where
R, R, R" are C\;H33; Cy;H3;; Ci7Hyy radicals of any combination. Industrial additives were
commercial inhibitors Pachem P-501; Pachem-P-505; Pachem PS-603/X [7].

PPVO was added to the petroleum at the concentrations of 0.07, 0.09 and 0.1 % v/v.
Industrial additives were dosed in quantities according to the manufacturer's recommendations for
their use: Pachem P-501- 0,07 % v/v, Pachem-P-505-0,07 % v/v, Pachem PS-603 / X — 0,1 % v/v.

The results of the additives influence on the petroleum stability were estimated by changing
the average diameter of particles of the dispersed phase with the use of KFK-3 photocolorimeter at
the wavelengths of 680 nm by measuring the optical density of the petroleum-toluene mixture
(in the ratio of 1:1) with PPVO.

The effectiveness of the additive action on the aggregative stability of the petroleum
is presented in Fig. 3,4.

Sediment formation was observed only in the case of the pure petroleum. Determination
of the average diameter of the disperse particles in the upper and lower layers of the petroleum
samples after centrifugation (Fig. 3) showed that the additives prevent or significantly decrease
coagulation. In the pure petroleum under the action of centrifugal force the average particle size
of the disperse phase is more than 225 nm. When using the additives, the difference in diameters in
the upper and lower layers is insignificant and the lowest value is achieved when using 0.09 % v/v
PPVO (sample 3). The average size of the disperse particles in the lower layer correlates with the
stability factor — from 0.344 for the pure petroleum to 0.692 with PPVO (sample 3).
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The effectiveness of the PPVO additive corresponds to the effectiveness of known proven
industrial additives.

Blank column — lower layer of the centrifugate;shaded column — upper layer of the
centrifugate.

230 -
220 -
210 A
200 -
190 -
180 -
170 -
160 -
150 -

Particles diameter, nm

1 2 3 4 5 6 7

Sample number

Fig. 3. The value of the disperse particles diameter in the upper and lower layers of the centrifugate
of the petroleum solution samples, nm:
1 — pure petroleum; petroleum with the additive:2 — 0.07 % PPVO; 3 —0.09 % PPVO; 4 - 0.12 % PPVO;
5-0.07 % Pachem P-505; 6 — 0,07 % Pachem P-501; 7 — 0,1 % Pachem PS-603/X

I 2 3 4 5 6 7

Sample number

2L L8
- - N

Stability factor, F
b

<

Fig. 4. The value of the stability factor of the petroleum samples:
1 — pure petroleum; petroleum with the additive: 2 — 0.07 % PPVO; 3 — 0.09 % PPVO; 4 - 0.12 % PPVO;
5—-0.07 % Pachem P-505; 6 — 0,07 % Pachem P-501; 7 — 0,1 % Pachem PS-603/X

IR spectral analysis of the petroleum sample (Fig. 5) showed the presence of paraffin
structures of normal and iso-structure, the presence of long paraffin chains (absorption bands are
1462, 1377, 727 cm'l). The presence of aromatic structures (absorption bands are 1605, 1032, 810,
873 cm'l) is noted. The absorption bands of 742, 810, 873, 1032 em’! indicate the presence of
condensed bi-, tri-, and polycyclic aromatic structures in the petroleum. Carbonyl group C-O is
absent, petroleum is not oxidized. Sulfoxide group (SO) is present in the absorption band of 1030
cm’. A strong peak is observed in the region of 2850-2950 cm’', which indicates the presence of
aliphatic CH bonds.
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Fig. 5. IR spectra of the pure petroleum

In the IR spectrum of the PPVO (Fig. 6) the peak at about 1750 cm™ are related to valence

vibrations of carbonyl groups of aliphatic carboxylic acid esters. The vibrations of the C-O-O at
the region of 1300—-1000 cm™ confirm the presence of esters. The peak at 3474 cm™ is related to
glyceride OH groups.
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Fig. 6. IR spectra of PPVO

In the petroleum sample with PPVO additive the presence of any new chemical compounds

was not found. It is clear from infrared spectrum (Fig 7) that this sample is just the mixture of the
above mentioned substances.
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Fig. 7. IR spectra ofthe petroleum with 0.09 % PPVO.

With IR spectral analysis it was established that industrial additives Pachem-P -505 and
Pachem-P-501 contain aromatic and alkyl groups, carboxylic acid esters, and also free carboxylic
acids. Pachem-PS-603X differs in the increased content of aromatic and alkyl groups, and absence
of carboxylic acids. As in the case of PPVO when adding these industrial agents any chemical
interaction was not registered.

Apparently the active substances of the additives are surface-active agent. And they are
glycerides of fatty acids.

In attempt to estimate quantitatively the influence of additives components on the stabilizing
action we used the method of quantitative analyses of hydrocarbonic fragment in petroleum based
on IR spectroscopy [8]. The method is considered as most informative for petroleum systems and
uses the following absorption bands as characteristic: 727 cm™ (alkane structures with (CH,),,
X > 4), 1377 cm™ (branched alkane structures), 1605 cm™ (aromatic structures). It should be noted
that fragments concentration in different samples found as the surface under the peaks in the IR
spectra cannot be compared owing to the different layer thickness of the samples. Petroleum
samples can be compared for the following coefficients: branching coefficient C, is the ratio of
optical density 1377 cm’! (D1377) to optical density 727 cm’! (D727); aliphatic coefficient C, is the
ratio of D377 and D7,7 sum to D4s; aromaticity coefficient C,, is the ratio of D405 to D77

The results for the studied samples with the additives are presented in Table 7.

Table 7
Results of the quantitative analysis of IR spectra of the samples

Petroleum sample G, Cu Ca F

Pure petroleum 2,06 0,59 5,20 0,35
Petroleum + 0.07 % Pachem P-505 2,49 0,56 6,17 0,59
Petroleum + 0.07 % Pachem P-501 1,86 0,57 5,00 0,59
Petroleum + 0.1 % Pachem PS-603X 2,22 0,65 4,96 0,6
Petroleum + 0.07 % PPVO 1,94 0,57 6,17 0,52
Petroleum + 0.09 % PPVO 2,61 0,53 6,44 0,7

13



Taking into account nanometer size of the dispersed phase it is clear that IR spectra show
only the composition of the dispersion medium because of the infrared radiation diffraction on the
nanoparticles.

There are not clear correlation between stability factor and one of the coefficients, but the
best value of stability factor F corresponds to the increase of aliphaticy and branching and the
decrease of aromaticity coefficients for the Petroleum + PPVO systems. As C, changes
insignificantly, C, and C, increase by a different value, we inferred that amount of soluble
aromatic compound and aliphatic (CH,), groups in the dispersion medium grows in an almost equal
degree, whereas amount of branched alkane structures rises in a greater degree.

We can assume that PPVO additive acts as a surfactant displacing natural petroleum
surfactants from the particles surface into the dispersion medium and the mechanism of action of
Pachem additives differs.

One of the directions of utilization of oil deposits is proposed to add them to the raw
materials of the process of visbreaking — tar, the physico-chemical characteristics of which are
given in Table 8 [9].

ARPD organic part addition to the tar on light products output and residue quality in the
visbreaking process.

The visbreaking process was carried out at the temperature of 713 K and the volume rate
of material feed of 3,0 h”'. The product was distillated at atmospheric pressure to obtain petrol
(overpoint — 453 K) and gas-oil fraction (453-623 K) and the residue with the beginning
of boiling point above 623 K.

Physical and chemical characteristics of the visbreaking raw materials ovle®

Parameter Tar sample ARPD
Density at 293 K, kg/m’ 997 940
Molecular weight 790 670
Sulfur content, % wt. 2.4 1,3
Cokeability, % wt. 17,3 -
Pour point, K 304 301
Kinematic viscosity, mm?*/sec

at 353 K 518 960

at373 K 245 316
Organic part, % Mac. 100 95,8
Hydrocarbon type content, % wt:

paraffins 10,2 27,1

aromatics 53,3 33,18

resins 28,4 11,1

asphaltenes 6,1 16,5

The laboratory-scale plant (Fig. 8) was used for the investigation of the effect of ARPD
samples were diluted at a ratio of 1:3 with oil solvent C155/200 (GOST 3134-78), heated to the
temperature of 323-328 K and filtered. The organic part of ARPD containing in the filtrate was
separated from petroleum solvent by simple distillation. The tar with the temperature of 343-373 K
and organic part of ARPD in a certain proportion were mixed in the raw material block. The
temperature of the blended material in the reactor block was kept in the range of 423—453 K with
the use of electric heating.

14
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Fig. 8. Block diagram of the laboratory-scale plant of visbreaking process with the use of ARPD organic part

The mixture of the tar with ARPD organic part was sent to the heating block by means of a
dosing pump. ARPD-tar mixture was heated in the furnace to the process temperature (430450 °C)
and sent to the reactor block where visbreaking process proceeded. The temperature in the reactor
was maintained within 430-450 °C with the use of an additional electric heating, pressure was no
more than 0,3 MPa. Sampling of light vapor fractions which was produced in the process was
carried out through a straight condenser. The resulting condensate was collected in series-
connected separators and the gas fraction was directed through the gas outlet to the gas meter.

In all experiments the amount of gasoline and gasoil, gas and distillation residue was
measured, and the material balance was calculated. The physical and chemical properties of oil
products were estimated: determination of kinematic viscosity, hydrocarbon composition of heavy
oil residues (determination was performed in an oil refinery laboratory), cocking, sulfur,
density,pour point, fractional composition, molecular weight, refractive index.

Generalized results of the study of the influence of ARPD content on the qualitative
characteristics of the raw material mixture are shown in Fig. 9.

The study was conducted by adding 10, 20, 30 and 40 % (wt.) ARPD to the tar.
The fractions yield was measured and kinematic viscosity of the raw material and visbreaking
residue was determined. After each experiment the amount of coke in the reactor was controlled.

ARPD influence on the quality indicators of visbreaking raw material was estimated by the
change of the disperse characteristics of the mixture, kinematic viscosity, pour point, density
depending on the content, the yield of light distillates, coking degree and qualitative indicators
of residue.

The change in the dispersion characteristics of the raw material mixture was estimated on
the average diameter of the particles of the dispersed phase, the method of determination of which
is described above.

In the whole range of ARPD content in tar from 0 to 40 % the decrease of density and pour
point is observed which corresponds to the properties of the original components. The influence of
ARPD content on the dynamic of change of the dispersed particles size, viscosity and pour point
becomes apparent at the 20 % threshold crossing. When the part of ARPD is more than 20 %,
intensive aggregation of particles, lowering of the pour point and viscosity increase are observed.
This is due to the growing influence of asphaltenes on the aggregative stability of colloid-disperse
system.
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Fig. 9. Dependence of the characteristics of raw material mixture on ARPD content:
1 — particles diameter, nm; 2 — density, kg/m3; 3 — pour point, K; 4 — viscosity, mm?/sec at 353 K.

The influence of ARPD on viscosity and the amount of visbreaking products are
summarized in Table 9 and Fig. 10.

Table 9
The results of laboratory investigation of visbreaking process
Mixture number
Material/parameter 1 | 2 | 3 | 4 | 5
Mixture composition, % wt.
Tar 100 90 80 70 60
ARPD 0 10 20 30 40
Products yield
Hydrocarbon gas 23 2.9 3,7 4,1 473
Gasoline fraction
(over point — 453 K) 3,0 3.8 47 5,0 3.2
Gasoil fraction
(453-623 K) 6,7 8,4 10,7 11,6 15,1
Visbreaking residual > 623 K 86,8 84,2 80,9 79,0 74,4
Coking (visually) negligible | negligible negligible considerable | substantial

When adding 10 % wt. of ARPD there was observed slightly increased yield of distillate
fractions, insignificant cocking, and insignificant change of viscosity of the cracking residue
compared to the residue after tar visbreaking. The increase of the deposits amount in raw material
to 20 % is accompanied by increased output of gasoline and gas-oil fractions, low change of
viscosity of visbreaking residue which meets normative requirements.

There was observed the significant increase of cocking, viscosity growth of the feedstock
and a significant increase in viscosity of visbreaking residue when adding 30 and 40 % of ARPD.

These results are explained by the changes in the composition of the initial mixture of
hydrocarbon raw materials. Addition of ARPD increases the relative content of asphaltenes and
paraffins, decreases the amount of resins and aromatic compounds (Table 7). Asphaltenes can be
conversed relatively poorly during visbreaking, while resins are converted into lighter
hydrocarbons which have characteristics of distillates. The higher asphaltenes content in raw
material and the less resin content in it, the less reduction in viscosity of the visbreaking residue is.
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The increase in viscosity of the visbreaking residue is due to the formation of consolidation
products. At the same time, the feature of aromatic hydrocarbons is their tendency to reactions
of consolidation with the formation of condensed aromatic hydrocarbons. Products of
consolidationare the source material for the formation of resin-asphalt and coke-like substances.
Raw material with high content of aromatic hydrocarbons is the least desirable for the processing
with the aim to obtain light products — it requires a strict regime of the process and has a significant
tendency to cocking.
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Fig. 10. Dependence of the characteristics of cracking residue on ARPD content:
1 — particles diameter, nm; 2 — viscosity of visbreaking residue at 353 K, mm*/sec

It was experimentally establish that ARPD addition to raw materials of visbreaking up to
20 % by weight does not significantly increase the relative content of asphaltenes and aromatic
compounds, does not influence aggregative stability of raw material and does not significantly
affect the qualitative and quantitative characteristics of the final products of the process.

As a result of laboratory simulation of the visbreaking process with a remote reactor when
ARPD is added to raw material the industrial visbreaking process scheme was proposed. For that
the block of pretreatment of heavy oil deposits was included in the existing technological scheme.
Solvent is heated in the heat exchanger T-1, it moves to the mixer M-1 where ARPD is added after
heating in the heat exchanger T-2 by gasoil. After the mixer the homogenized mixture is filtered
and goes to the column K-1, where solvent is distilled off the top outlet, and ARPDgoes from the
bottom. Modernized scheme of thermal destruction of blended raw material is shown in Fig. 11.

Hot tar (363 K) from the preliminary oil distillation plant is mixed with water vapor and
pretreated ARPD, then it passes the tube space of the heat exchanger T-3 and is fed to the coil pipe
of the furnace P where is heated to the temperature of 703—723 K. The use of water vapor as a
turbolator prevents coagulation and consolidation of the main cocking components — asphaltenes.
After the furnace the raw material is subjected to visbreaking in the cocking-chamber under the
pressure of 4,2 MPa. The product mixture is sent to the fractionating column K-2. Before the
column inlet the mixture is cooled by means of cold gas-oil, supplied to the line. Gas-gasoline
mixture gets out of the column top and it is cooled in the heat exchanger T-4 to the temperature of
318 K with cold water. In the separator C-2 the gas-product mixture is separated into fat gas and
gasoline fraction. A part of gasoline returns into the column for irrigation. The outlet for gas-oil
fraction is in the middle part of the column. Then gas-oil is cooled in the water heat exchanger T-2,
the part of it returns as recirculat to the inlet of raw material into the column. The visbreaking
residue is taken from the bottom of the column.
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The rate of the deposits formation on metal surfaces when the values of the temperature
gradient are 20-45 °C with the greatest certainty is described by the exponential kinetic equation,
the numerical parameters of which depend on the ratio of the temperatures of oil, the tube and oil
pour point.

It is shown that when the deposit layer thickness is 1 mm the temperature gradient
decreases, causing reduction of the rate of deposit accumulation by 2,5-3 times compared with the
clean tube.

The ability of an additive PPVO made from oils of vegetable origin to the increase of the
petroleum stability factor from 0.34 to 0.692 has been demonstrated.

The optimal concentration of PPVO was 0.09 % v/v.

The stabilizing action mechanism of the additive, which consists in the adsorption
of theadditive’s polar parts on the paraffin surface with the simultaneous formation of nonpolar
alkyl chains, which are guided in the dispersion medium and thus create repulsion forces between
the aggregates, is established.

Analysis of IR spectra of experimental samples showed that the use of plant additives and
industrial additives and their effects are not accompanied by chemical interaction with the oil
dispersed medium.

It was developed the basis of the process of tar visbreaking with asphalt-resin-paraffin
deposits, which are partly waste product, into the fuel fractions.

A laboratory-scale plant for the study of the processes of thermal decomposition of heavy
oil residues was made.

Optimal conditions of visbreaking of blended raw materials, with fuel fractions and boiler
fuel as the product, were determined.

A basic technological scheme of industrial plant of tar visbreaking with addition of 20 % wt.
asphalt-resin-paraffin deposits was proposed.
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MNPOBJIEMHA ®OPMYBAHHS ACPAJIBTO-CMOJIO-ITAPA®IHOBUX BIAKJIAJEHD.
3AINIOBITAHHS TA YTUIIBAIIA

YTBOpeHHA 1 HakomuueHHsA acdanbTo-cMono-napadinoBux BinxiaageHs (ACIIB) mpusBoauTs 10
3MEHIIEHHsS TPOIYCKHOI 3IaTHOCTI TPyOONPOBOAIB, CKOPOUye KOPHUCHY €EMHICTH pe3epByapiB, 3HHIXKYE
e(eKTHBHICTh POOOTH TEINIOOOMIHHOT anapaTypH.

AXTyanbHHUM 3aBAaHHSAM € BHBUYCHHA Ipoliecy yrBopeHHsS ACIIB mis moganbiioi po3poOku MeTomiB
3HIDKCHHS iX KUIBKOCTI Ta IUIAXiB epepoOku opranigHoi yactuau ACIIB.

O0'ext pocnimkeHHs: — HadTa, NpUCATKU PI3HUX TUIIB, T'YAPOH Ta BiIKJIAaJX JOHHOTO HAKOIHYESHHS
pe3epByapy 30epiranHs HadTH.

Merta poGOTH — BCTaHOBJICHHS KIHCTHYHHX NapamMerpiB mpouecy ¢opmysans ACIIB 3anexHo Bix
TEeMIIepaTypH CepeIoBHINa i i XIMiTHOTO CKJIaxy, BUBYEHHS BIUIMBY IPHCAJOK Ha AUCHEPCHI XapaKTePHCTUKH
HadTH, po3poOKa eheKTUBHOI TEXHOJIOTI] BicOpEeKiHTY i3 3amydeHHsIM 1o cuposuHn ACIIB.

KnrouoBi cioBa: acdanpro-cmono-napadiHoBi BigKIagW, KiHETUKa, IPUCAAKA, BICOPEKIHT,
yTUTI3aLis.
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IPOBJIEMbI ®OPMUPOBAHUS ACPAJIBTO-CMOJIO-IIAPA®UHOBBIX OTJOKEHUIMA.
NPEAOTBPALIEHUE U YTUJIU3ALUA

O6pa3oBaHue W HakomUieHHe achanbTo-cMoio-napaduHoBeIX oTnoxkeHuid (ACIIO) npuBomuT K
YMEHBIIICHUIO TIPOIYCKHOI CIIOCOOHOCTH TPYOOIIPOBOJOB, COKpAIaeT IIOJE3HYI0 €MKOCTb PpEe3epBYyapoB,
CHIKaeT 9 PEKTHBHOCTH PabOTHI TEIIIOOOMEHHOI anmapaTyphl.

AkTyanpHOM 3amaueil sBisercss u3ydeHue mporecca oOpazoBanusi ACIIO s jpanpHewiei
Pa3pabOTKK METOJOB CHIDKEHHUS UX KOJIMYECTBA U IIyTel nepepaboTku opranudeckoit vactu ACIIO.

OOBeKTHl HCCIeNOBaHUsT — HE(Th, MPHUCAIKH PA3THYHBIX THIOB, TYAPOH M OTJIOXKEHHS IOHHOTO
HaKOIUICHHS pe3epByapa XpaHeHUs! HeTH.

Henp paboThl — YCTAaHOBJCHHE KHHETHYECKHX MapaMeTpoB mpouecca (opmuposanus ACIIO B
3aBHCHMOCTH OT TEMIIEPATYphl CpeIbl M €¢ XHMHYECKOTO COCTaBa, H3YYCHHE BIMSHUS IPUCATOK Ha
JTICTICPCHBIC XapaKTepUCTHKH HedTH, pa3paboTka F3PEeKTUBHON TEXHOJIOTHH BUCOPEKHHIA C MPUBJICUCHUEM
k coipbio ACIIO.

Knrouesbie cioBa: acdanbTo-cMono-napauHOBbIE OTIOXKEHHSA, KHHETUKA, NIPUCAKA, BHCOPEKHUHT,
YTUITH3ALHS.

ABSTRACT
Olena Tertyshna, Kostiantyn Zamikula, Oleh Tertyshnyi
Ukrainian State University of Chemical Technology, t_elena2000@bigmir.net
THE PROBLEMS OF FORMATION OF ASPHALT-RESIN-PARAFFIN DEPOSITS.
PREVENTION AND UTILIZATION

The formation and accumulation of asphalt-resin-paraffin deposits (ARPD) leads to pipelines
capacity’s reduction, reduces the useful capacity of tanks, reduces the heat exchange equipment efficiency.

The actual task is to study the process of ARPD formation for further development of methods for
reducing their quantity and ways of processing the organic part of ARPD.

The objects of the study are oil, additives of various types, tar and bottom accumulation deposits of the
oil storage tank.

The purpose of this work is to determine the kinetic parameters of the ARPD formation process
depending on the medium temperature and its chemical composition, to study the additives effect on oil’s
disperse characteristics, to develop effective visbreaking technology using ARPD as a part of raw material.

Key words: asphalt-resin-paraffin deposits, kinetics, additive, visbreaking, utilization.
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1.2 THE BIOMASS USE TO OBTAIN HIGH-PURITY CARBONACEOUS
MATERIALS

Lina Kieush', Serhii Fedorov', Andrii Koveria®, Artem Sybyr’

Among the renewable sources, biomass is a promising resource since it is abundant and is
the neutral nature of carbon. The term of “biomass” embraces the biodegradable component
of products, wastes and residues from agricultural sources (including vegetable substances and
animal substances), forestry and the products of related industries, including fish and aquaculture,
as well as biodegrading fractions of wastes, including industrial and municipal wastes of biological
origin [1].

The biomass resource can be considered as an organic substance, in which the energy
of sunlight is stored in chemical bonds. When the bonds between the elements adjacent to carbon,
namely, hydrogen and oxygen molecules are broken, for instance, via combustion, these substances
release their stored chemical energy. With regard to the European Biomass Association, AEBIOM
(currently Europe Bioenergy'), bioenergy will show stable growth rates by 2020 (Fig. 1).
According to the forecasts, the consumption of biomass for heating will increase to 90 ktoe. It is
expected that receiving heat for heating will remain the leading issue on bioenergy market.
Moreover, the usage of biomass will grow to about 20 ktoe in the industry of electricity generation
and 29 ktoe for biofuels for transport.

The main goal of Bioenergy Europe is to develop a sustainable bioenergy market based on fair business
conditions. Bioenergy Europe is a non-profit international organisation founded in Brussels in 1990, which
brings together about 40 associations and 90 companies, as well as academic and research institutes from all
over Europe. Bioenergy Europe is the main organisation, which also includes the European Pellet Council
(EPC), the European Industry of Pellet Suppliers (EIPS) and the International Biomass Torrefaction Council
(IBTC).
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Fig. 1. Biomass Consumption for Bioenergy [5]

It is worth noting that from all European countries only the United Kingdom has adopted the
most stringent requirements for the reduction of greenhouse gas emissions within governmental
projects which employ solid and gaseous biofuels [4].

Solid biomass and biogas [6] requirements have been expanded and are mainly based on
sustainability criteria for biofuels and biofuels liquids.

Thus, the biofuels shall not be made from the raw materials obtained from land with high
carbon stock:

—  wetlands, namely the lands that are permanently or during a significant part of the year
covered or saturated with water;

— lands covering more than one hectare with trees above five meter high and a forest
cover of more than 30 % or trees capable of reaching these thresholds in situ;

— lands covering more than one hectare with trees above five meters and a forest cover
from 10 % to 30 % or trees capable of reaching these threshold areas in situ.

Further, there are several restrictions, for instance, no biofuels allowed to be made from the
biomass which raw materials have been harvested from the lands as follows:

—  peat lands used to be in January 2008, unless it is proven that the cultivation and
collection of the dedicated raw material do not involve drainage of previously undiluted soils;

—  the lands of the countries with national and/or subnational laws applicable in the
harvesting area as well as the areas under monitoring and surveillance systems that ensure the
observance of certain conditions: 1) harvesting should be carried out in accordance with the terms
of the harvest permit within the limits of the officially certain boundaries; 2) there is a reforestation
of areas where biomass collection takes place; 3) areas of high conservation value, including
wetlands and peatlands; 4) the impact of the forest operation on the quality of the soil and
biodiversity is minimized, and the harvest does not exceed the long-term production capacity of the
forest.

The agricultural raw material has to be obtained in accordance with the requirements and
standards with regard to the provisions of (EC) 73/2009 on the establishment of common rules for
direct support of the farmers under the common agricultural policy and the establishment of certain
support schemes for farmers and in accordance with the minimum requirements for good
agricultural and environmental conditions [1].

Additionally, biofuels and biofuels liquids should not have been obtained from the raw
materials derived from lands that are characterised by biodiversity, namely lands that have at least
one of the following statuses:
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—  primary forests and others covered with forest vegetation of the earth, namely forests
and other wooded local breeds where there are no clearly visible signs of human activity,
and ecological processes are not significantly violated,;

—  designated areas (by law or by the competent authorities for the protection of nature,
or for the protection of rare, extinct, endangered ecosystems, or species recognised by international
agreements or included in the lists drawn up by intergovernmental organisations or by the
International Union for Conservation of Nature);

—  Dbiodiversity grassing, that is natural, namely pasture, which would remain grassing in
the absence of human intervention and maintain a natural species composition, ecological
characteristics and processes; or unnatural, namely pasture that ceases to be pastures in the absence
of human intervention and which are rich in species and are not degraded.

Cheaper and more environmentally friendly or even harmless as compared with non-
renewable carbon, biomass is a real alternative to fossil fuels in the production of high-carbon
materials. Thus, biomass is readily available raw materials with a low content of mineral
components and sulphur. The significant advantage of biomass is its multivariability, both in terms
of transformation technologies and end-use methods.

Biomass can be applied in various processes without complex preliminary technological
operations. The application of biomass does not cause an increase in the CO, balance in the
atmosphere during combustion; moreover, when biomass and its products are used in production
instead of fossil fuels, there is a negative CO, balance for the life cycle of the final product.
As a good instance can serve metallurgical final products contained biomass derived carbon,
provide negative CO, impact.

By nowadays, the technologies to utilize biomass with the objective to obtain motor fuels,
fuels for chemical industry and reducing agents for metallurgy have already been developed and
they are currently being improved.

Biomass has been and remains to be of a great scientific interest as it is a raw material for
the production of high-purity carbonaceous materials, which are widely used for manufacturing
modern power sources, carbon-carbon products, products with special thermal, physical, physical
and chemical, and sorption properties, etc. In their turn, high-purity carbonaceous materials can be
obtained, mainly, by artificial ways as a result of thermal action on carbon-containing raw
materials.

The purpose of the current publication is to consider the particularities of the processes that
allow obtaining high-purity carbonaceous materials from the biomass, as well as the properties
of the obtained materials.

Previous studies [7] of different types of biomass (brushwood, coniferous wood, sunflower
husks, walnut shell, straw, corn stalks) allow the conclusion that the most promising raw material
for obtaining high-purity carbonaceous materials is the walnut shell.

The main criteria acting in favour of this raw material is that after pyrolysis it shows
relatively low residual ash content (3.7 %), almost complete absence of sulphur, the relatively high
content of carbon and good mechanical properties that ensure the material's resistance to abrasion
during fluidization.

Further, the original properties of the walnut shell are characterized by the following range
of particle sizes: lengths of 1.9-29.4 mm, widths of 1.2-27.5 mm, and thicknesses of 0.5-2.8 mm;
the surface area varies in the range of 3.4—1000 mm?” while bulk density is 392.2-430.4 kg/m”.

After conventional pyrolysis conducted at the different temperatures, the properties of the
walnut shell have been studied again with the focus on the features of the oxidative pyrolysis
process as the first stage of the two-stage technology for obtaining high-purity carbonaceous
materials.

Biomass Pyrolysis. In order to assess whether the walnut shells are acceptable as
carbonaceous raw materials, have been conducted the ultimate analyses for the original walnut
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shells and their residues after pyrolysis at the temperatures ranged 300 °C—1000 °C. These studies
have shown that the unaffected raw walnut shells were characterized by the carbon content of
56.4 % and a relatively high hydrogen content of 6.5 % (refer to the Tablel). The content of total
sulphur was 0.2 %. After pyrolysis, the carbon content increased significantly and reached 93.20 %
at the temperature of 1000 °C (Fig. 2). In its turn, the hydrogen content decreased to 0.63 %.
Moreover, the pyrolysis effected the walnut shells and changed the content of nitrogen: for
untreated residues it was 0.4 % and after pyrolysis at the temperature of 1000 °C it became 0.29 %
while any sulphur compounds were not detected.

Ultimate Analysis of the Walnut Shells (Original State and after Pyrolysis) fobiel
Pyrolysis Final
Temperature, HY, % Y % HE o % o S¢ % N¢ %
°C

Original State 6.5 56.4 6.52 56.57 0.2 0.4
300 4.46 75.38 4.55 76.81 not available 0.33
400 3.92 79.48 4.00 81.12 not available 0.39
500 2.93 81.57 3.01 83.91 not available 0.52
600 2.87 88.74 2.97 92.09 not available 0.35
700 1.86 89.74 1.90 91.93 not available 0.31
800 1.08 91.86 1.11 94.49 not available 0.28
900 0.98 92.96 1.01 94.81 not available 0.28
1000 0.63 93.20 0.65 96.12 not available 0.29
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Fig. 2. Dependence of the Walnut Shell Composition in the Dry State (Carbon Content, Hydrogen Content
and Nitrogen Content) on the Pyrolysis Final Temperature
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With the purpose of the effective usage of pyrolysis products, it is also necessary to
determine their technical properties, viz. moisture, ash content, volatile matter release, fixed
carbon, and the chemical composition of the mineral part. The mineral components can play an
important role in the processing of pyrolysed biomass.

The parameters of the proximate analysis of the solid residue walnut shell after pyrolysis are
presented in the Table 2. It is worth noting that the ash content of the residues showed the
dependence not only on the original amount of mineral components in the walnut shells, but also on
the conditions of the obtained residue pushing and quenching. Due to the high reactivity of the hot-
red residue, when it was pushed, there were cases of a slight ignition of the organic part and, as a
result, an increase in the concentration of mineral components in the residue.

The results of the proximate analysis allow us to reveal the dependence of the changes in the
volatile matter release and in the fixed carbon on the pyrolysis temperature (Fig. 3).

Table 2
Proximate Analysis of the Walnut Shells (Original State and after Pyrolysis)
Tpey;l‘l’)grjfufgilc W | AV% | AY% | VR% | V4% | Vo, | FCl %
Original State 7.2 0.28 0.3 70.4 75.86 76.1 20.53
300 221 1.82 1.86 36.66 37.49 382 58.0
400 3.25 1.95 2.02 26.27 27.15 27.71 66.3
500 2.64 2.72 2.79 17.51 17.98 18.5 75.09
600 1.62 3.58 3.64 11.07 11.25 11.68 82.37
700 1.4 2.35 2.38 7.83 7.94 8.14 87.18
800 1.55 2.74 2.78 6.74 6.15 7.04 87.59
900 1.59 1.92 1.95 6.33 6.43 6.56 88.73
1000 1.76 2.98 3.03 5.98 6.09 6.28 87.71
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Fig. 3. Dependence of the Change in the Volatile Matter Release and in the Fixed Carbon
on the Pyrolysis Temperature
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Apparently, when the temperature reaches 700 °C, the value of the fixed carbon stabilises.
This is explained primarily by to the stabilisation in volatile matter release when this temperature is
reached. At the temperatures of 800—1000 °C, the volatile matter remains almost at the same level.
Therefore, it brings the conclusion that when one applies the pyrolysis of the biomass as a
preliminary stage of raw materials preparation for the further production of high-purity
carbonaceous materials, the optimum final temperature of pyrolysis should be determined in order
to reduce processing costs.

Further, the chemical composition of the walnut shells in the original state and their residues
after pyrolysis at the temperature of 1000 °C have been carried out to supplement the dedicated
characteristics. Thus, in Fig. 4 and in Fig. 5, there have been showed the spectra while Table 1
shows the quantitative composition of its certain elements.

The chemical composition of the studied samples was detected by X-ray fluorescence
analysis using the EXPERT 3L precision analyser with the following features: the detection limit of
the elements for 100s (from 12Mg to 92U) is <0.05 %; the detector (SDD) is with a nominal
statistical loading of the spectroscopic tract 52000 1/s; the resolution of the detector (for KaMn) at
a nominal loading does not exceed 149 eV.

Table 3 evidences that the highest content in a walnut shell is the following chemical
elements of K, Ca, Si and Fe.

Table 3
. The Chemical Composition of the Walnut Shells Inorganic Part in the Original State
and after Pyrolysis at 1000 °C.

Chemical Composition
o Mg Al Si P S Cl K Ca Ti Mn Fe Zn

Sample

Original 32.74| 1.74 | 1.99 | 499 | 434 | 1.83 | 3.42 |21.18|18.55| 0.70 | 0.30 | 7.62 | 0.33

After

. 2795|1.66 | 2.11 | 2.14 | 0.75 | 0.43 - 126.54|35.58| 032 | 0.17 | 2.14 -
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Fig. 4. XRF Spectra of the Walnut Shells in the Original State
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Fig. 5. XRF Spectra of the Walnut Shells after Pyrolysis at the Temperature of 1000 °C

As a result of pyrolysis influence, the increase in the contents of K, Ca, Al can be observed
while the contents of Fe, P, Si and S are significantly reduced. Within walnut shell residues
subjected to pyrolysis, Cl and Zn have not been detected though these elements were present in the
original material.

Nanomaterials Obtaining from Biomass. One of the possible ways for biomass utilization is
to prepare carbon nanomaterials from it. For this purposes, have been experimented with the
original hazelnut shells to determine the presence of carbon nanoparticles in them. With TEM
125K, equipped with a digital output system for images SEO-SCAN, the images presented in Fig. 6
have been received. The presence of carbon nanoparticles has been determined, their sizes range
from 15 nm to 70 nm.

100KV X50000 1000m TEM 100KV A50000 100nm

Fig. 6. Carbon Nanomaterials from Hazelnut Shells

The Oxidative Pyrolysis and the Graphitization of the Biomass. The earlier researching
results allowed the development and improvement of the multi-stage technology?, it enables not

’The technology has been developed at the Department of Industrial Thermal Engineering (National
Metallurgical Academy of Ukraine, NMAU) together with the engineers from Thermal & Material
Engineering Center (Dnipro, Ukraine).
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only obtaining a pure product with the carbon content of C > 99.95 %, but also its partial
graphitizing [8, 9]. The technology is applicable with walnut shells.

The first stage of this technology involves oxidative pyrolysis of the biomass with the
energy consumed from gaseous products. As a result, a semi-finished product has been formed like
a coke residue. The second stage is its high-temperature treatment in an electro-thermal fluidized
bed at the temperatures up to 3000 °C.

According to this technology, the process of oxidative pyrolysis has been carried out in the
closed layer of the filtration combustion condition. The process scheme is shown in Fig. 7, the
source of the heat is the partial oxidation reaction of the pyrolysis gases [10]. The released heat is
used for drying, heating and the pyrolysis occurring below the underlying biomass layers. Air acts
as the oxidant.

The biomass layer is ignited from the side opposite to the air supply. The resulting pyrolysis
gases contain CO, CO,, H,, CHy, N, and a significant amount of tar, these substances react with the
oxygen of the air to form a combustion zone that is shifted towards the airflow. This effect is
termed as “counter flow heat wave”.

The displacement of the temperature and concentration profiles occurs isomorphically. The
reverse motion of the combustion zone is possible due to a sufficiently high thermal conductivity of
the layer. The red-hot coke residue is formed behind the combustion zone. the layer due to the
action of high temperatures in non-condensable gases (CO, CO,, H,, etc.).

.I Pyrolysis Gas

Coke Residue

Reaction Zone
]

Walnut Shell

Fig. 7. The Scheme of the Oxidative Pyrolysis Process

Pyrolysis gases and products of their partial oxidation, moving in the same direction as the
airflow, pass through the layer of the red-hot coke residue. The tar contained in pyrolysis gases
decomposes as the gas moves through

This above introduced scheme allows the process to be conducted without any external
source of heat, and also decreasing in the tar content within the pyrolysis gases. Additionally, by
regulating the airflow it is possible to change the amount of heat released from the partial oxidation
of pyrolysis gases and it is necessary for drying the biomass. This allows application of the biomass
with considerable humidity.
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The pilot reactor developed for oxidation pyrolysis possesses the capacity of about 100 kW
per the original biomass and consists as follows: the reactor, the burner, the TG-0.25 blower, air
supply piping system, and the dedicated instruments. The reactor is a vertical shaft-type apparatus
with 0.6 m of a diameter and the height of 1 m. The fuel layer was placed on an air supply steel
grid with a cell diameter of 10 mm. The sheets of fiber glass shielded with heat-resistant aluminum
foil are applied as the thermal insulating means.

The experiments conducted with the purpose to study the process of oxidative pyrolysis
have allow defining the optimal range of air flow as 6.5—-13.1 m’/h, which corresponds to a specific
load on the firebed surface of 27.4-55.2 m’/m*h. The further studies carried out with the
observance of the above-mentioned range of the airflow are capable of determining the parameters
of different technological conditions of oxidative pyrolysis (Table 4). The qualitative data of the
process are the shape of the combustion zone and the uniformity of its movement along the reactor
volume. The released gaseous substances contain CO,, H,, H,O, CH,4, CO, O,, N, and tar, which by
reacting with the oxygen of the air provide the temperature in the combustion zone of 500-750 °C.
This temperature is determined by the processes of combustion and heat exchange between the
biomass and the gases, which, in turn, depend on the intensity of the cold air intake and the removal
of combustion products from the combustion zone.

Table 4
The Results of the Biomass Oxidative Pyrolysis in the Closed Layer

Varieties of Technological Conditions
Parameters No 1 No 2 No 3
Specific Airflow Rate in the Pyrolysis, m*/h 6.5 9.5 13.1
Specific Gas Flow Rate per Square Meter, m*/m’h 27.4 40.0 55.2
Process Time, min 230 180 150
The Average Temperature in the Zone, °C 585 670 741
The Filtration Velocity, m/s 0.105 0.164 0.241
ZrlrljhAverage Velocity of the Counter Flow Heat Wave, 11.4 152 18.2
The Sedimentation Velocity of the Fuel Layer, cm/h 6.52 9.67 12.40
The Average Temperature of the Pyrolysis Gases, °C 350 390 425
Content of the Pyrolysis Gases
6[0) 53 5.6 6.5
H, 8.7 9.5 10.1
CH, 7.2 6.3 6.2
CO, 13.8 12.7 11
N, 56.5 57.3 57.6
0, 8.5 8.6 8.6
LCV, kJ/m’ 4185.0 3987.0 41294
Carbon Content in the Solid Residue, % 79.3 82.2 86.9

During the pyrolysis of the walnut shell, the deposition of the biomass layer has been
registered under all technological conditions. At the same time, as the airflow rate increased, the
average process temperature for the walnut shells increased as well from 585 °C to 740 °C, and the
velocity of the thermal wave was changing within the range of 11.4 cm/h to 18.2 cm/h.

The repeatability of the process character allows the assumption that the process can be
implemented on the industrial scale. The gas forming during the pyrolysis can be used for heat
generation or for internal combustion engines to generate electricity.
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The second stage of the technology is to produce a high-purity carbonaceous material.
Preliminary, a number of technologies have been studied for making conclusions concerning the
new technology, the materials analyzed embraced the chemical refining, heat treatment in layered
electric furnaces of continuous action (calcination unite) and those of periodic action (Acheson
furnace).

It has been established that the most reasonable is the treatment of the solid residue of the
walnut shell in a high-temperature electro-thermal fluidized bed. The working space of the furnace
has an expansion and is divided into two cylindrical parts: the lower one is the zone of the fluidized
bed and the upper one is a super layer (separation) zone of the larger diameter. The diameters of
these zones provide the ratio of the gas velocity in the lower part and the gas velocity in the upper
part as 2:3. The advantage of the technology is in the continuous condition of operation; the
material is loaded and unloaded with screw feeders.

The release of the finished product is provided from the bottom of the furnace to the cooling
chamber, which is a heat exchanger in the form of four vertical stainless steel pipes lined inside
with the graphite and allowing lowering the temperature of the material from 2500 °C to 1100 °C.
The further cooling down to 200 °C is carried out in a water-cooled screw feeder.

The summary data of analysis on the existing technologies of graphitisation and refining are
reported in Table 5. With regard to the characteristics of the raw materials and the requirements for
the ash content in the battery graphite, the electro-thermal fluidized bed furnaces are concluded to
be the main competitive method of processing carbon materials with respect to chemical cleaning.
In the course of the on-line process implementation, this type of furnaces has better energy indices
by 40—60 % than the Acheson furnaces, while at the same time they allow the recovery of thermal
waste energy. Moreover, it is worth noting that due to the limited results of practical
implementation, technologically these solutions leave issues to be studied, which retards the usage
this method in industries.

Table 5
Technological Parameters of the Principle Graphite Refining Techniques
Fractional .
E Intensit
Technology Content of C,, Composition of Raw Process nergy Intensity,
% - Temperature kW-h/kg
Materials, um
Chemical Refining >99.98 <1000 pm up to 900 °C 0.2-0.6
Electro-Calcinators t097.5 6-25 mm up to 2500 °C 1.5-2.0
Acheson Furnace >99.97 no limits up to 3000 °C 4.5-9.0
Chlorothermic - o
Methods >99.9995 no limits up to 2300 °C 3.5-7.0
Electro-Thermal
Fluidized Bed >99.95 150-1250 up to 3000 °C 2.0-3.0
Furnace

Taking into account the analysis carried out in the laboratory of the Thermal & Material
Engineering Centre, several laboratory facilities related to the electro-thermal fluidized bed
technology have been developed:

— high-temperature furnace (up to 3000 °C) for thermal cleaning of the carbonaceous
material under conditions simulating the emulsion phase of the fluidized bed (Fig. 8a);

— low-temperature electro-thermal fluidized bed furnace (up to 1000 °C) for hydrodynamic
and electrical regimes of the fluidized bed (Fig. 8b).
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(a) (b)

Fig. 8. Electro-Thermal Furnaces by T&MEC Design: (a) fixed bed thermal treatment furnace (¢ = 3000 °C);
(b) the fluidized bed furnace for studying hydrodynamic and electrical parameters

The carried out studies on the usage the above-mention technology allow determining that
the carbon residue of the walnut shell after oxidative pyrolysis is a conductive material, which can
be applied in electro-thermal heating.

Heat treatment of the residue at 3000 °C enabled us to obtain a high-purity carbonaceous
material with impurities content kept within 0.01-0.05 %.

In the context of the increasing cost of the conventional carbon reducing agents and with
regard to the impact of the combustible fossil fuels on the greenhouse gases emissions, the
utilization of renewable CO,-neutral substances, such as plant biomass has to be a solution for the
issues of obtaining carbon materials of the required quality. Biomass has several advantages when
applied for preparing high-purity carbonaceous materials, they are, for instance, availability,
relative cheapness, environmental friendliness, low content of mineral components and sulphur.
The significant advantage of biomass is its multivariability, both in terms of transformation
technologies and end-use techniques. Biomass can be used in various processes without complex
preliminary technological operations.

The elemental composition of the organic mass of the walnut shell after pyrolysis from
300 °C to 1000 °C has been analysed with an interval of 100 C. After pyrolysis conducted at the
temperature up to 1000 °C, the carbon content reached 93.20 %. In its turn, the hydrogen content
was 0.63 % and the nitrogen content was 0.29 %. The presence of sulphur compounds were not
detected at all. The change in the chemical composition of the mineral part of the shell after
pyrolysis has been shown in comparison with the original composition. After pyrolysis at 1000 °C,
the contents of K, Ca increased and slightly increased Al content in the mineral part of the residue.

Since nanoobjects are high-purity carbonaceous materials, the utilization of biomass for
their production seems to be a promising area. The presence of carbon nanoparticles obtained from
hazelnut shell has been registered, the size of the particles ranges from 15 nm to 70 nm.

The multi-stage technology for producing high-purity carbonaceous materials (C > 99.95 %)
based on biomass utilization has been developed and improved, including the stages of oxidative
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pyrolysis (700 °C) and heat treatment in an electro-thermal fluidized layer (3000 °C). The analysis
on the potential materials has shown that the most suitable for the process is the walnut shell.

The carried out researches at the different intensities of airflow allows determining the
parameters of technological conditions for oxidative pyrolysis, and the repeatability of the process
permits its implementation on an industrial scale. The resulting pyrolysis gas can be used for heat
generation or in internal combustion engines to generate electricity.

The laboratory facilities of the furnaces for oxidative pyrolysis and high-temperature
treatment in an electro-thermal fluidized bed have been developed. According to the results of the
conducted test runs on the technology, it has been defined that the ash content in the final product
does not exceed 0.01-0.05 %.
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BUKOPHUCTAHHS BIOMACH 3 METOIO OTPUMAHHSI KAPBOHOBMICHUX MATEPIAJIIB
BUCOKOI'O CTYIIEHS YUCTOTHU

Po3risHyT0 OCHOBHI KpHTepii BUKOpUCTaHHS OioMacH 3aMiCTh TOPIOYMX KONAIMH 3 METOIO
orpumanHs OiomanuB. [loka3zaHo mepeBaru OiomMacH y MOpPIBHSAHHI 3 TPaAUIIHHOI HEMOHOBIIOBATLHOIO
cHpoBHHOIO. IIpencTaBiieHO pe3yibTaTH JOCIHiIKEHb BIACTUBOCTEH MIKapallylld BOJOCBKOIO ropixa Micis
KJIACUYHOTIO0 IIiposi3y 3a Temmeparyp Bix 300 °C go 1000 °C Ta 3po06ieHO aKIEeHT Ha 0COBIMBOCTAX IPOLIECY
OKHCHOTO MIpoJi3y SIK MEepIIoi cTamil JBOCTAIIMHOI TEXHOJOTl OTPUMAaHHS BHCOKOYMCTHX BYIJICHEBHX
MarepianiB i3 OiomMacu. BcTaHOBIEHO MOXIIMBICTH OTPHMaHHS HaHOMartepialiB 3 OiomMacH Ha IpHUKIami
MIKApIIyIH JIIMHHOrO ropixa. OTpHMaHi pe3ynbTaTH JO3BOJAIOTH TOBOPUTU HPO MOXKIIMBICTH peamizarii
TEXHOJIOT1i BUPOOHUITBA BUCOKOUHCTUX BYIJIELIEBUX MaTepiaiiB y IPOMUCIOBUX MacIITabax.

KiwuoBi cjoBa: Oiomaca, mipoJi3, OKHCHHH Tipoji3, rpadiTH3allisi, BHCOKOYHCTI BYIJICIEBI
Marepianu, HaHOMaTepialn
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HUCIIOJb30BAHUE BUOMACCHI C HEJBIO IOJYYEHUSI KAPBOHOCOAEPKAIIINX
MATEPHAJIOB BbICOKOI CTENNEHU YUCTOTBI

PaccMOTpeHB!l OCHOBHBIE KPUTEPUH HCHOJIB30BAaHUS OHOMAacChl BMECTO TOPIOYMX HCKONAEMBIX
C IeNbI0 MOMy4eHHs OmoTommB. [loka3zaHbl mpeuMymiecTBa OHOMAcChl MO CPaBHEHHUIO C TPaJUIHOHHBIM
HEBO30OHOBIISIEMBIM ChIpbeM. IIpe/cTaBiIeHbl Pe3yIbTaThl HCCIIEOBAHUIT CBOICTB CKOPIIYIIBI TPELKOTO Opexa
HoCJIe KIACCHYECKOro MUposu3a pu temneparypax ot 300 °C go 1000 °C, nokasaHsl 0COOEHHOCTH MPOIIECCa
OKHCIIMTEIIBHOTO ITHPONU3a KaK IIePBOM CTaIUM ABYXCTAAMITHONW TEXHOJOTUMH IOJIyYE€HHS BBICOKOYHMCTHIX
YTIIEpOHBIX MaTepHANIOB M3 OMOMACCHI, a TAKXKE YCTAHOBIEHA BO3MOXKHOCTH TTOTyIeHNs] HAHOMATEPHAIIOB H3
Omomaccsl Ha IpHMEpPEe CKOPIYIbl JIECHOrO opexa. IlosydeHHBIE pe3yslbTaThl IO3BOJISIIOT T'OBOPHUTH
0 BO3MOXHOCTU pealu3alldd TEXHOJOTHM IIPOM3BOJACTBA BBICOKOYMCTBIX YIJIEPOAHBIX MaTepUAlOB
B IIPOMBIIIICHHBIX MacmTabax.

KioueBble ciioBa: OuoMacca, MHUPONU3, OKMCIUTENbHBIA MUPOIHU3, FPadUTH3ALMS, BHICOKOYUCTHIE
YTIIepOoJHbIE MaTepHAIIbI, HAHOMAaTEPHAIIBI
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ABSTRACT
Lina Kieush', Serhii Fedorov', Andrii Koveria’, Artem Sybyr1
!National Metallurgical Academy of Ukraine,
National Technical University “Dnipro Polytechnic”, linakeush@gmail.com
THE BIOMASS USE TO OBTAIN HIGH-PURITY CARBONACEOUS MATERIALS
The current publication considers the main criteria for biomass utilization instead of combustible
fossils for the purpose of obtaining biofuels. The advantages of the biomass in comparison with the traditional
non-renewable precursor materials have been shown. The results of the properties of walnut shell studies after
conventional pyrolysis at the temperatures from 300 °C to 1000 °C are presented. Additionally, have been
highlighted the peculiarities of the oxidative pyrolysis process as the first stage of a two stage technology for
the production of high-purity carbonaceous materials from biomass. The possibility of obtaining nanomaterials
from the biomass has been established, as instance can serve the hazelnut shell. The obtained results allow
implementing the production technology for high-purity carbonaceous materials on an industrial scale.
Key words: biomass, pyrolysis, oxidative pyrolysis, graphitisation, high-purity carbonaceous
materials, nanomaterials.
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1.3 METHODS VIRTUALIZATION IN CHEMMOTOLOGY RESEARCHES

Alexandr Moiseev, Alexandr Oreshencov, Nikolay Grishin

The usual purpose of mathematical modelling of technological processes is forecasting
course of these processes in various conditions, including not covered by natural experiment. Two
basic demands are usually made to similar model — universality and adequacy. Universality allows
to use model in a wide range of external conditions, including in structure of models of higher
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level. Adequacy provides conformity of model to concrete conditions of carrying out of
experiment. The specified requirements define typical structure of model. In a basis of last the base
model describing process in general is pawned as a skeleton. Adequacy thus is provided during
parametrization of model by results of comparison with calibration experiments. It causes the basic
requirements to the interface of model — along with the inputs defining conditions of carrying out
of numerical experiment, it includes preliminary adjusted calibration parameters. Completeness and
consistency of system of these parameters define adequacy of model and are provided during its
identification.

Being applied discipline, chemmotology assumes essential domination of experimental
methods of the research sold including in the form of qualifying tests of object. At the same time,
as it was specified above, construction of base model covering systems or process is carried out
within the limits of theoretical, mainly physical and chemical, researches. In turn adequate
adjustment of these models is carried out by results of qualifying tests. The main feature of the last
is that their basic method is laboratory research of object which basically nothing will differ from
maintained [1]. Laboratory installation in these conditions can be considered as physical model of
the system covering object. In this sense qualifying tests are a special case of wider concept semi-
scale experiment within the limits of which the covering model or its part can be realized as
mathematical. In these conditions adequate mathematical model of the system covering object, it is
possible to interpret as a certain virtual reality, and numerical experiment in structure
of semi-natural — as virtual qualification. Thus the natural experiments spent within the limits
of usual qualifying tests, can act as means of identification of created mathematical models [2, 3].

Statement of a question on mathematical modelling any object includes conditionally three
stages: model-algorithm-program (Fig. 1) [4].

Fig. 1. Scheme of mathematical modeling

Program

At the first stage the «equivalent» of object reflecting in the mathematical form, the major it
properties-laws to which it submits, the communications inherent in parts making it, etc.
Mathematical model (or its fragments) are researched by theoretical methods that allows to receive
the important preliminary knowledge of object is under construction.

The Second stage — development of algorithm for realization of model on a computer. The
model is represented in the form of, convenient for application of numerical methods, the sequence
of computing and logic operations is defined, which need to be made to find required sizes with the
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set accuracy. Computing algorithms should not deform the basic properties of model and, hence,
initial object to be economic and adapting to features of solved problems and used computers.

At the third stage the programs «translating» model and algorithm on language accessible to
a computer are created. Demands of profitability and adaptibility also are made to them. They can
be named a «electronic» equivalent of studied object, already suitable for direct test for
«experimental installation» — a computer.

Having created a triad «model-algorithm-programy, the researcher receives the universal,
flexible and inexpensive tool which in the beginning is debugged, tested in «trial» computing
experiments in hands. After adequacy of a triad to initial object is certified, with model the various
and detailed «experiences», demanded qualitative demanded qualitative and quantitative properties
and characteristics of object are spent. Process of modelling is accompanied by improvement and
specification, as required, all parts of a triad.

The mathematical model of object is under construction on the basis of its description and
can cooperate with the regular software in case of controllability of object. In turn, the
mathematical model of covering system is under construction on the basis of its description and can
realize the functions which are not sold by physical model. Virtual qualification is carried out
during numerical experiment with mathematical models of object and system.

Thus two primary goals are solved: comparative identification of mathematical models in
the conditions provided by physical model — laboratory installation; preliminary debugging of the
regular software in case of controllability of object.

Example of application of such common approach is modeling internal combustion engine
(ICE) displayed in works [5, 6].

First of them is devoted to creation of the simplified mathematical model ICE intended for
modelling of influence chemmotology of processes on dynamics of the engine, its efficiency and
lubricant ability of used oils. The model allows to spend the numerical experiments reproducing
separate stages of bench tests. In the long term, as it is supposed, it will allow to replace carrying
out of the same natural experiments by their numerical analogues that will provide economy
of time and means.

For identification of model results of qualifying tests on installation IM-1, spent according
to GOST 20303 were used. Therefore it is considered, that the virtual engine in structure
of model is loaded on the simulator of the asynchronous machine, and losses on friction in the
engine are described depending on deterioration cylinder-piston group (CPG) and a degree of its
pollution within the limits of Hersey-Stribeck curve. These factors influence factor of friction of
pair the piston — the cylinder, and also on size of a backlash between the piston and a wall of the
cylinder and, hence, on size of the mixed friction.

The simplified model is based on the ratio of balance and engine load, loaded onto
asynchronous machine in generating mode. In the normalized form the equation of balance (1)
looks like:

du
Ta=n u—nﬁ\/ﬂ—no(ﬁ—l)max(l,\/ﬂ) (1)
w \2
where U = (a)_> — normalized a square of frequency; T = p_ — normalized pressure in the cylinder;
0 0
_ pfr ] w(z)

ey — normalized a pressure of friction; T = 2N, ~ characteristic time of dispersal, where J — the
0

" Do
moment of inertia of a crank; w, — current and nominal cyclic frequency accordingly; p — pressure in the

cylinder, Pa; p; — a pressure of friction, Pa.
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The General scheme of the model is shown in Fig. 2. In essence, it is the scheme of
realization of the equation solution (1) with an opportunity of a variation of power of the engine
and synchronous frequency.

The basic feature of model is that for the description of dynamics of pressure in the cylinder
the display diagram of the engine is used. Last represents dependence of pressure in the engine
from displacement of the piston on various steps of the engine. To these steps there correspond
various ranges of a corner of turn of a crank (a cranked shaft) which is an additional input of the
display diagram. In model the display diagram is realized in the form of linear interpolators
pressure depending on position of the piston, corresponding various steps of the engine and chosen
on size of a corner of turn of a crank. As a rule, the display diagram corresponds to rated power of
the engine.

To account for possible nenominalizate used adjustable multiplicative factor g, making
sense degrees of opening of a virtual throttle of submission is used. This factor is formed by the
simulator of submission which basis is PID a regulator of power.

The rated load n;, of the engine is related to the nominal n, ratio
n = ngmax(1, \/ﬂ)(\/ﬁ — 1). In turn, the rated load is formed by the simulator of a dynamic brake

which basis is the regulator of synchronous frequency. Normalized power of losses is defined
normalized by the moment of frictionzy.

The further development of the simplified model was carried out in a direction of perfection
of imitation of processes in the engine. In work [6] the multipurpose model of an internal
combustion engine uniting submodels of the basic subsystems of the engine. These include: model
of the internal mixture formation, defining characteristics of a gas mixture; models of a thermal
emission and gas exchange in the cylinder, simulating clock processes in the engine; model of
crank mechanism model, connecting processes in the engine with external influences.
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Fig. 2. General control scheme of the engine model
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The General scheme of the model is shown on Fig 3. Its inputs are positions of an air
throttle, fuel dispenser, and also transfer number of the reducer connecting a running axis with
cranked shaft. These inputs naturally interpret controls the engine.

The model also can include the auxiliary submodels intended, in particular, for imitation of
structure of an exhaust and cooling of the engine. First of them is based on simplification of system
of the kinetic equations of chain process in the quasi-stationary approximation. It allows to simulate
dynamics of structure of an exhaust in the form of time dependences of molar fractions its
components. The developed technique can be used at forecasting structure of an exhaust for
different chain processes with a specified sequence of paired reactions.
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Heat dissipation model n »{ exchange
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rate of the mixture; L, - stoichiometric ratio; Ap - oil pressure drop; AT - oil
temperature difference; AW - allocated power; W'y, - power of a thermal emission; Wy, -
thermal power; ; @ - turn of a crank; p - pressure in the cylinder; T -temperature in the model of crank
cylinder; f - frequency of the engine; W - traction power; W, - power of loading; M; - mechanism
the moment of external friction; n - position of a reducer

Fig. 3. Scheme of the multi-function models

The model of cooling is based on the developed design procedure of hydraulic circuits.
In this calculation linear regulators are used as numerical nonlinear equations Kirchhoff for balance
of charges and pressure differences. The given technique is less labour-consuming, than
traditionally used, and mpumenuMa at kBasuctanmoHapubix changes of parameters of a hydraulic
circuit. The engine in this model is interpreted as a heat exchanger.

Simulated dynamics of pressure and temperatures of gas in the cylinder according to phases
of gas exchange is displayed on Fig. 4.
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Fig. 4. Cycle without self-ignition
36



The cycle with spontaneous ignition is presented on Fig. 5. The constructed model was used
also for imitation of the basic processes in the engine.

The results of simulation of step loading of the engine are shown in Fig. 6 and 7. Relative
loading thus increased with some temporary delay concerning submission.

Self-ignition delay

N

Fig. 5. Self-ignition cycle

Fig. 6. Stepwise engine loading (feed, load)

Fig. 7. Stepwise loading of the engine (traction and load power)
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During regulation simulated frequency of the engine was stabilized at a nominal level, and
traction and loading powers were leveled. Thus, the effect self-regulation of frequency of the
engine has been shown at change of loading. Results of compulsory regulation of frequency of the
engine are displayed on Fig. 8 and 9.

Installation of regulation was nominal frequency of the engine, and an output — size
of relative submission. In an initial condition the size of relative loading was zero. After inclusion
of a regulator the size of installation on frequency increased up to nominal frequency. The
additional increase in loading led to corresponding increase in submission under action of a
regulator. Current frequency thus was stabilized at a nominal level, and traction and loading powers
were leveled. The qualitative analysis of simulated dynamics shows, that as a whole the model
adequately displays processes in the engine and can be used to study the influence of petroleum
products characteristics on the processes in the cylinder.
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Fig. 8. Frequency control of motor (tractive and load power)
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Fig. 9. Engine frequency control (feed, load)

Prominent aspect of application of virtual qualification is extrapolation of laboratory results
on regular conditions of operation of researched object. As an example of such extrapolation is the
prediction of volumetric wear of the pump plunger head taking into account the anti-wear
properties of the lubricating fuel [7—10].
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As criterion of similarity between laboratory installation and researched plunger the
criterion of volumetric deterioration displayed on Fig. 10 has been chosen. Its physical sense — the
relation of an impulse n3HOCHOTO a material to an impulse of force of friction.

SIMILARITY CRITERION
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Fig. 10. Criterion of volume of wear

The criterion includes density wear material, speed of sliding and normal pressure
in frictional contact, and also the duration of wear. The factor of boundary friction is defined by
factor of dry friction and Sommerfeld number. It was assumed that the Sommerfeld number in
addition to viscosity, speeds of sliding and hardness depends also from A the greasing environment
and percentage of sulfur S in it's.

The size of a backlash in frictional contact was accepted to equal depth of deterioration and
was defined by diameter of a spherical measuring element and size of a strip of deterioration.
Temperature dependence of viscosity according accordance with the modified Andrade's formula.

The volumetric wear and the wear strip were determined by the maximum and minimum
diameters of the wear strip of the measuring element, observable in experiment, and also a corner
of an inclination of an axis of this element to a plane of frictional contact. Parameters of model
were factor at Sommerfeld number in expression for factor of boundary friction, and also factors at
acidity and percentage of sulfur.

The scheme of optimal parameterization of this model is shown on Fig. 11.
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Fig. 11. Optimal parameterization

The first stage of parametrization included formation of statistics of criterion of similarity
according to measurements and to the chosen values of parameters. On measurements and the
chosen parameters the criterion of volumetric deterioration paid off. Thus the received statistics
was used for calculation of a variation of criterion dVw for the chosen values of parameters.
Optimum parameters got out a method of casual descent of a condition of a minimality of the

specified variation. The size of the average criterion of similarity ¥ on which predicted wear.

By parameterized model forecasting deterioration on the basis of equality of predicted and
settlement deterioration was carried out. This equality was interpreted as the equation concerning
depth and strips of deterioration. It was solved by minimization of the module of a mismatch
between settlement and predicted deterioration for various duration according to Fig. 12.
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Fig. 12. Wear prediction
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Result of this minimization which are carried out by a method of casual descent, temporary
dependences of depth and the strips of deterioration interpreted as forecasts of deterioration are.
Thus, the developed model of deterioration can be used for formation of qualifying norms on the
basis of operational restrictions on the depth wear, corresponding specified duration of last.

Carrying out of tests is preceded with a preliminary choice of their extreme conditions.
Parametrization criteria model models by results of qualifying tests in the given conditions allows
to lead forecasting of frictional deterioration which results can be interpreted as the guaranteed
norms of deterioration.

Traditional qualifying tests are interpreted as a special case semi-scale experiment in which
laboratory installation plays a role of physical model of the system including researched object.
Virtualization represents transition from physical to mathematical models of system and object and
supposes virtual qualification, that is realization of qualifying tests in the form of numerical
experiment. Obvious advantage of virtual qualification is restriction of quantity of the natural
experiments used only for calibration of mathematical models, and, hence, reduction in expenses
for their carrying out.

Virtualization allows to carry out extrapolation of results of qualifying tests for regular
conditions of operation. Efficiency virtualization is shown on examples of optimization of
mathematical models, perfection of qualifying experiments and forecasting of their results.

Simplified model internal combustion engine is intended for modelling influence
chemmotology and tribological factors on dynamics of the engine and its efficiency. It was based
on a ratio for balance of power of the engine and its loading created by asynchronous machine in
a generating mode. Its feature is that for imitation of dynamics of pressure in the cylinder the
display diagram of the engine was used. The account of friction within the limits of model was
based on approximation of Hersey-Stribeck curve and its use for calculation of factor of the mixed
friction depending on Sommerfeld number. Input in structure of this number of the factors
considering deterioration and pollution of pair the piston — the cylinder, has allowed to carry out
modelling of these processes and qualitatively to estimate their influence on dynamics of lubricant
ability and efficiency of the engine.

On the basis of the analysis anti-wear properties of greasing fuel the model of the volumetric
deterioration intended for forecasting of size of last under set conditions. Optimum parametrization
criterion model was based on interpretation of criterion of wear as an invariant with the minimal
variation. Thus the ratio, connecting criterion of volumetric wear with its average value, was
interpreted as the equation of communication between size of wear and factors influencing it. It has
allowed to use the given equation for forecasting size of deterioration in the set conditions and for
various terms of operation. Synthesized thus criterion model was offered for using for forecasting
wear in extreme conditions and formations of corresponding qualifying specifications.

PE®EPAT
Onexcandp Moicees, Onexcandp Opeuienkos, Muxona I piviun
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METOJIM BIPTYAJIBAI Y XIMMOTOJIOTTYHAX JOCJTIXKEHHAX
Biptyanizauiss B XiMMOTOJIOTIT /I03BOJISIE€ 3AIHCHUTH EKCTPAIOJIALII0 J1a0OPATOPHUX pE3YNIbTATiB Ha
IITaTHI YMOBH €KCIUTyaTalii, a TaKoX 3BOPDOTHHH NepepaxyHOK LHUX yMOB B aJeKBaTHI MapaMeTpu
KBaNIi(iKaI[IfHOTO ~ eKCIIeprMeHTY. E(eKTHBHICTH BipTyami3amii NPOAEMOHCTpOBaHA Ha TPHKIALAX
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METHODS VIRTUALIZATION IN CHEMMOTOLOGY RESEARCHES

Virtualization in chemmotology allows to carry out extrapolation of laboratory results on regular
conditions of operation, and also return recalculation of these conditions in adequate parameters of qualifying
experiment. Efficiency virtualization is shown on examples of optimization of mathematical models,
perfection of qualifying experiments and forecasting of their results.
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According to [1] in 2013 ten major bitumen producers are: USA — 19.365 mlin.tons
(18.9 %); China — 17.938 (17.5); Russia — 6.193 (6.0); India — 6.193 (4.7); Canada — 4.335 (4.2);
Iran — 3.896 (3.8); Japan — 3.659 (3.6); South Korea — 3.614 (3.5); Germany — 3.410 (3.3); Italy —
3.104 (3.0). These countries account for 68.5 % of world bitumen production. Ukraine occupies
only 53 place — 0.123 min.tons (0.1 %).

The largest exporters of bitumen are [2]: South Korea — 2.264 mln.tons (11.5 %); Iran —
2.179 (11.1); Singapore — 2.178 (11.1); Canada — 1.778 (9.0); USA — 1.539 (7.8). Due to the deficit
Ukraine actualy does not export bitumen.

The largest importers of bitumen are [3]: China — 3.225 mlin.tons (19.8 %); USA — 1.641
(9.8); France — 1.193 (7.1); Saudi Arabia — 0.996 (5.9); Algeria — 0.729 (4.3). Ukraine imports
0.165 mln.tons (1.0 %; 21* place in the world).

World consumption of bitumen is on the average 87 min.tons per year. The structure of
consumption by world regions is shown in Fig. 1.

About 85 % of petroleum bitumen are used as a binder in various types of asphalt laying:
sidewalks, highways, airports, etc. (Fig. 1).
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Fig. 1. World consumption of bitumen

To date bitumen-mineral mixtures for pavement are prepared by two ways: (i) as a result
of bitumen heating to the temperatures exceeding their dropping points; (ii) by obtaining aqueous
bituminous emulsions. Table 1 represents the composition of petroleum bitumen consumption by
the road industry in Europe according to EAPA (European Asphalt Pavement Association).

When using bitumen for the production of asphalt mixtures it is not always possible to
create a material that fully satisfied consumers by their performance properties. In particular,
bitumen is generally characterized by poor adhesion, low temperature and plastic properties,
leading to poor strength of the roadway. One of the ways of solving this problem is modification
of commercial bitumen. Modified bitumen is characterized by improved flexibility and longer
service life, it also has a lower brittleness temperature and higher softening temperature [4—7].

The share of modified bitumen, relative to its total use in road construction, is irregularly
distributed between European countries, but as a rule, this share is above 10 %. The leaders are
(%): Romania — 75; Slovakia — 29.1; Belgium — 26.5; Hungary — 25; Czech — 21.5 (Table 1).
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Consumption of bitumen in the road industry

Table 1

Country Tonnage in Percent of modified bitumen (of total) | Emulsions in
2014, mln. t | in2011 | in2012 | in2013 in2014 | 2014, min. ¢t

Austria 0.37 25.0 25.0 30.0 18.9 0.005
Belgium 0.21 25.5 27.0 25.4 26.5 No data
Croatia 0.13 No data | No data No data 10.00 No data
Czech Republic 0.33 18.0 224 22.1 21.5 0.008
Denmark 0.19 5.0 5.0 5.0 5.0 0.020
Estonia 0.08 No data | No data 4.0 33 0.016
Finland 0.27 0 No data 0 0 0.001
France 2.47 <10 13.0 13.0 6.9 0.792
Germany 1.60 No data | No data No data No data No data
Great Britain 1.28 8.0 8.0 8.0 8.0 0.100
Greece No data 2.0 1.5 2.2 No data No data
Hungary 0.19 11.0 15.4 30.0 25.0 0
Iceland No data No data | No data No data 0 0
Ireland 0.13 No data | No data No data No data 0
Italy No data 14.0 13.0 14.0 No data No data
Lithuania No data 14.0 11.0 No data No data No data
Luxembourg 0.05 20.0 30.0 No data 15.0 No data
Netherland 0.30 No data | No data 5.0 No data No data
Norway 0.35 15.0 No data No data No data No data
Poland No data 21.0 22.0 25.0 No data No data
Romania 0.20 74.0 45.0 76.0 75.0 0
Serbia 0.26 14.7 6.0 4.2 4.4 No data
Slovakia 0.08 60.0 37.0 31.0 29.1 0
Slovenia 0.07 10.0 11.0 9.0 10.0 No data
Spain 0.56 13.1 19.6 10.0 15.0 0
Sweden 0.45 6.0 5.0 No data 7.0 0
Switzerland 0.28 10.0 11.0 2.0 12.0 0
Turkey 2.39 8.0 7.5 4.4 3.2 0.026

As mentioned above, due to its natural properties petroleum bitumen is not able to create the

conditions for long-term operation of pavement under modern heavy duty traffic and adverse
weather factors.

Therefore, in addition to providing the required quality and durability it is necessary to

radically improve the physical and mechanical characteristics of these materials by complex
modification with additives.

From a technical point of view, to create a bitumen-based composite materials with a given

set of properties only those substances may be applied, which meet the following requirements

— they are not destroyed at the temperature of asphalt-concrete mixture preparation;
— they are compatible with bitumen during the mixing process on conventional equipment

at the temperatures usual for preparation of asphalt-concrete mixtures;
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— in summer they increase the stability of bitumen (which is a part of the roadway) to the
deformation impact loads without increasing its viscosity at the temperatures of mixing and laying
and do not impart brittleness to bitumen at low temperatures;

— they are chemically and physically stable and do not change their properties during
transport, storage, processing and operating conditions of pavement.

According to their action the modifiers can be divided into adhesion, plasticizing,
structuring and complex ones.

Adhesion additives significantly improve bitumen adhesion to stone materials and, as a rule,
bitumen particles with each other, provide high water resistance of asphalt-concrete and prevent
damage of the pavement. Adhesion additives also retard the bitumen aging [8, 9].

Plasticizing additives provide modified bitumen with necessary consistency due to which
they withstand deformation load and temperature changes [10].

Structuring additives can become cross-link binders and thereby provide the required
strength of the roadway coating.

Complex additives are widely used in the road-building. They significantly improve the
rheological properties of modified bitumen and their adhesion to mineral materials surface [11-14].

Additives for improving roadway quality are introduced into bitumen or directly into
asphalt-concrete mixtures.

Additives which are introduced directly into bitumen can be divided into: polymer
compounds, adhesive agents and specific components (e.g. sulfur). Additives introduced into
asphalt-concrete mixtures are divided into: stabilizing (based on fibers), structuring (mineral
powder, cement), structuring and stabilizing (natural bitumen, polymers, waxes).

Modification by polymer materials is one of the most perspective ways to improve the
quality of binders to produce road surfaces with improved characteristics. The compounds used to
produce polymer modified bitumen (PMB) are described below.

Polymer compounds, used as modifiers, may be assigned to one of four groups according to
their nature, which implies a way to influence the properties of bitumen and method of introduction
into PMB [4, 6, 13-14].

1) elastomers — natural and synthetic rubber, rubber crumb;

2) thermoplastic elastomers — block copolymers of butadiene and styrene type SBS;

3) thermosetting plastics — various copolymers and kooligomers (further — resins), which are
usually have a large number of functional groups: epoxy, furfurol- and phenol-formaldehyde,
carbamide, silicone, efc.

4) thermoplastics — polyvinyl acetate, polystyrene, polyisobutylene, polyethylene,
polypropylene, atactic polypropylene, polyvinyl chloride, thermoplastics Elvaloy-4170 (copolymer
of ethylene with butyl acrylate and glycidyl methacrylate), latexes of ButonalNS type, Viskoplast-
S, ethylene methyl acrylate (EVA), petroleum resins.

By volumes of using the polymers are placed in the following order: thermoplastic
elastomers of SBS type; thermoplastics of ethylene vinyl acetate type (EVA), polyisobutylene,
polypropylene, a variety of block copolymers; polymer latexes and thermopolymers of ethylene
glycidyl acrylate type [6, 7].

This type of modifiers includes polymers, rubbers and rubber polymers [6, 7, 15-21]. For
the bitumen-polymer composition rubber imparts a new property — flexibility, which is typical of
natural rubber in a wide temperature range. The new rheological state provides composition
deformation at low temperatures, despite the lack of plastic properties of bitumen. In other words,
this additive in bitumen improves its extensibility and elasticity at low temperatures, improves
thermal and crack resistance, strength, deformation resistance, water resistance, frost resistance,
durability, resistance to aging.
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Rubber can be introduced into bitumen by direct fusion, or in the presence of a solvent.

The example of most suitable for bitumen modification elastomers is synthetic rubbers of
general purpose (isoprene, divinyl, divinyl styrene, ethylene propylene). These rubbers are
produced as a briquetted solid elastic product which is used for gum production via rubber
vulcanization.

The main disadvantage of elastomers is their poor dispersion in bitumen, so special
measures are needed to obtain homogeneous modified bitumen (fusing, special solvents, etc.).
Moreover, phase separation between polymer and bitumen in a liquid phase takes place, especially
during storage. To avoid this phenomenon complicated devices that can support high temperatures
and PMB continuous mixing are needed.

According to the published data [20, 21] rubber crumb is a promising product to be used for
the modification. The main advantages are low cost and possibility of tires and other waste rubber
products recycling. Despite the obvious advantages over other modifiers, using crumb rubber in
road building is also limited because of the technological difficulties that arise when they are mixed
with bitumen.

There are three types of styrene block copolymers: styrene-butadiene-styrene (SBS),
styrene-isoprene-styrene (SIS), styrene-ethylene / butylene-styrene (SEBS). The content of
polymers in PMB can reach 3-10 wt %. Thermoplastic elastomers (TE), compared to
thermoplastics, are characterized by higher elasticity, ie. TE combine the strength of
thermoplastics and elasticity of elastomers [4, 6, 7, 15-17, 22-24].

Styrene block copolymers of SBS type are mostly used for bitumen modification due to
their ability to increase the strength of bitumen, and to provide polymer-bitumen compositions with
elasticity, including that at low temperatures. Thermoplastic elastomer of SBS type is a linear
polymer, which provides elasticity (ability to initial distortion) for bitumen-polymer system due to
its structure (styrene units are linked by butadiene "flexible" blocks). TE retain the ability to highly
elastic deformations within the temperature range of 193-353 K. The temperature of TE
destruction is 463—483 K.

Block copolymers of butadiene and styrene of SBS type are well combine with bitumen
because polystyrene and polybutadiene are swelled in paraffin-naphthenic and aromatic
hydrocarbons of bitumen and partially dissolved in them at 423 K.

To improve polymer dissolution in bitumen the plasticizers are used (usually a mixture of
aromatic based hydrocarbons). Plasticizer significantly improves the polymer solubility in bitumen,
but slightly decreases the adhesive properties of the resulting binder compared to the original
bitumen [4, 7].

Due to their properties TE are produced in a variety of trademarks [25-28]: Kraton D1101,
Kraton D1184, Kraton D1186 (Kraton Polimers, USA); Finaprene 411 (Total, France); Europrene
Sol T 161B (Eni, Italy); Calprene 411 (Dynasol, Spain); DST 30-01 and DST-30R-01 (Voronezh
factory, Russia).

The main disadvantage, restraining the growth of modified bitumen production is its high
cost. Bitumen modified by TE is 1.5-2.5 times more expensive than unmodified bitumen [5].

Thermosetting plastics (TP) are polymers, which turn into solid state while heating or
introducing hardener. Before hardening TP molecules have a linear structure, the same as
thermoplastics molecules, but the size of their molecules is significantly smaller. TP molecules are
chemically active. They contain either double (unsaturated) bonds or chemically active groups.
Therefore, under certain conditions (at heating, irradiation or adding hardeners) thermosetting
molecules react with each other and form a continuous network. Epoxy, phenol-formaldehyde,
carbamide, polyester, silicone and other resins belong to TP [4, 6, 7, 29-33].

Bitumen-polymer binders with thermosetting plastics have relatively high adhesion to the
mineral particles and high strength.
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The use of TP for bitumen-polymer mixtures create a number of disadvantages [4]:

— when entering hardener the technological properties of PMB are almost immediately
deteriorated;

— rigidity is increased at low temperatures;

— the use of special hardeners complicates the system and raises its price;

— the effectiveness of thermosetting plastics appears usually at their large quantities
in bitumen — more than 10 wt %.

These polymer additives improve strength and deformation characteristics of bitumen and
asphalt: the resistance to rutting at elevated temperatures increases, risk of cracking at low
temperatures and fatigue cracking of asphalt under prolonged stress is reduced. Polymers which are
quite often wused now: polyvinyl acetate, polystyrene, polyisobutylene, polyethylene,
polypropylene, atactic polypropylene, polypropylene, polyvinyl chloride, Viskoplast-S, EVA,
ethylene methyl acrylate [4, 6, 7, 15, 27, 34-37]. However, the use of "traditional" polymers
(polyethylene, polypropylene, efc.) is accompanied by a number of problems because rigidity and
brittleness of resulting PMB increase after modification. As a result, a pavement using such
binders, is disposed to increased cracking at low temperatures.

Synthetic latex of ButonaIlNS type (BASF, Germany) [38—41] and thermopolymers
of Elvaloy series (DuPont, USA) [4, 15, 42] are widely used. These polymers not only reduce
bitumen sensitivity to temperature changes, but also enhance the cohesive and adhesive strength
resulting in the increase of strength and crack resistance of asphalt concrete pavement.

Petroleum resins obtained from by-products of fossil fuels thermodestruction occupy
a special position among thermoplastics. They can be used to improve bitumen properties, namely
they increase the viscosity, hardness, durability and adhesion to mineral materials [43—45]. The
additives containing polar groups in their molecules, contribute to improved wettability of the
mineral materials with bitumen, creating an adsorption and hemosorption monomolecular layers
providing strong adhesion of bitumen-mineral mixture.

Petroleum resins with functional groups are of special attention. These compounds may
belong both to thermoplastics and thermosetting plastics. The presence of functional groups in
petroleum resin structure significantly improves the adhesion properties of bituminous materials,
resulting in increased durability of the products based on them. The use of petroleum resins for
bitumen modification is limited due to their considerable cost. Moreover, under high temperatures
these compounds can form three-dimensional cross-linked structure with petroleum bitumen that
reduces its plasticity. As a result cracking of asphalt pavement occurs. Under long-term exposure to
high temperatures during preparation, transportation and laying of road surfaces thermal
degradation of polymers is also possible, so they can lose modifying properties.

Resin modifiers may also be produced from coal processing secondary products. The
investigations concerning using coumarone-indene resin (CIR) as a modifier were carried out at the
Department of Oil and Gas Processing of Lviv Polytechnic National University [46—48]. CIR is a
polymerization product of a mixture of compounds (mainly indene, coumarone and styrene), which
are by-products of the coking process («heavy» benzene, coal tar light fractions).

Phenol-cresol-formaldehyderesinsare also high-effective modifiers of bitumen, the road
bitumen first of all. Resins are producedviapolycondensationmethodfromphenolicfractionwhich is
obtained from coal tar [49, 50].

Taking into account the high efficiency of above-mentioned modifiers, their relatively
simple methods of production and low cost, the Section 3 is devoted to the application of resins in
polymer modified bitumen production.

Other types of modifiers (non-polymer modifiers) should be mentioned here, as well. Sulfur
is considered to be the most promising among them. Technical sulfur is inexpensive and small-
scale product. While producing sulphur asphalt the part of expensive bitumen is substituted for
relatively cheap sulfur (50 wt %). The result is reduction of the finished product price and
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improvement of asphalt properties. Sulfur asphalt has several unique properties such as high
compressive and flexural strength, adhesion, chemical resistance, frost resistance, low water
absorption and waterproofness. A major disadvantage of sulfur compositions is their low thermal
stability. In addition, there is a significant change in volume during sulfur solidification due to
phase transition of sulfur from a liquid to a solid state.

Mineral materials are often added to bitumen but they should be rather fillers than modifiers.
For example, the wastes obtained during haydite and soda production are added to bitumen. The
use of haydite dust improves crack resistance and strength characteristics of the bituminous binder.
When using wastes of soda production the asphalt strength is quite high but water resistance after
long-term water saturation is below limit. This problem may be solved by using silica powder.
However, mineral fillers do not usually improve adhesion and/or plasticity of bitumen.

To obtain PMB, commercial bitumen of BND 60/90 for road constructions, which was
produced by Lviv asphalt-bitumen storehouse, was used. Bitumen characteristics are represented in
Table 2.

CIR was used as a modifier. CIR is obtained from a chemical product of coal charge coking,
the characteristic of which depends on composition and quality of coal [53, 54]. The synthesis
procedure of coumarone-indene resins are given in [47, 51, 52]. Depending on synthesis conditions
and the composition of initial raw material different CIRs were obtained. Some main properties of
CIR are given in Table 2.

A range of compounds with a relatively high content of aromatic-naphthenic based oil were
used as plasticizers for the modified bitumen (Table 2), in particular:

— tars produced from West-Ukrainian and Orkhovitska oils taken at West-Ukrainian
refineries;

— distillation extract of selective treatment by furfurol and residual extract of selective
treatment manufactured by Ukrtatnafta, JSC;

— resin after lignitethermodestruction;

— SAE-140 transmission oil.

Resin derived from thermodestruction of lignite is one of the products obtained in the
process of oxidative desulphurization [55-57].

The laboratory unit intended to obtain PMB is shown in Fig. 2. PMB has been prepared in
the following way. A necessary amount of bitumen was heated to 110 °C. Then the modifier and
plasticizer were added in a required amount and stirred for 1 h at Re = 1200.

Fig. 2. The laboratory unit for obtaining PMB.
11— vessel; 2— electric heater; 3— stirrer; 4— thermometer; 5— electric motor
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Characteristics of initial compounds

Table 2

Index

BND
60/90

Modifier
(CIR)

Plastisizers

Tarproduce
dfromWest-
Ukrainian
oils

Tar
produced
from
Orkhovitska
oil

Residual
extract of
oil selective
treatment

Distillation
extract of
oil selective
treatment

Resin of
lignite
thermodestr
uction

Penetration at 25 °C
(mx10)

Softening point (ball &
ring method) (°C)
Ductility(mx107?)

at 25 °C

at 0 °C

Change of properties
after heating:

Brittleness
temperature(°C)

Flash point determined

in open firepot(°C)
Change of weight after
heating (%)
Residualpenetration (%)
Change of softening
point (°C)

Adhesion to glass (%)

Low-temperature
adhesion (%)

Mass partof paraffins
(wt. %)

Solubility in organic
solvents (%)
Penetration index
Density (kg/m®)
Viscosity (mm?/s)

at 50 °C

at 80 °C

at 100°C

Freezing point, °C
Molecular weight

Bromine number, g
Br,/100 g CIR

62

47

235

0.2

50

46
38

5.1

99.9

-1.0

97-186

820%*
27.5%%*

98

43

15

112

38

>100

128.4

11.8

115.4

10.3

*DSTU — Ukrainian National standards
**Determined for CIR with the softening temperature of 135 °C.

Chemical group composition of the bitumen was analyzed by the Marcusson method. The
type of the structure of the bitumen sampled was determined according to this procedure (Table 3).
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Table 3
Group analysis and type of the initial bitumen structure

Group composition, wt % Ratio
Type of structure Carbenes, carboids and Asphaltenes | Resins | ..
mechanical impurities (A) R) Oils ()] AA4R) | A/(O+R)
1 type — gel - >25 <24 >50 >0.50 >0.35
11 type — zol - <18 >35 <47 <0.34 <0.22
111 type — zol-gel - 21-23 30-34 | 45-49 |0.39-0.49| 0.25-0.30

Technical parameters of the raw material and products were determined according to
standard procedures (see tables 1, 2). The value of low-temperature adhesion which characterizes
the dependence of bitumen adhesion on great temperature difference was determined according to
the devised procedure. Differential-thermal analysis (DTA) of the initial and modified bitumen was
done on a Q-1500D derivatograph (system F. Paulik, J. Paulik and L. Erdey) in a dynamic mode at
the heating rate of 10 °C/min under atmosphere of air. The weight of the sample was equal to 200
mg. An analytical signal of mass loss and thermal effects were registrated via the computer.
Aluminium oxide was used as a standard.

To determine the adequacy of mathematical model the mean relative error of approximation
was calculated according to the formula.

oy o8
L
1",;,'

(1

—_1lvn
E_i' —HEI=1

where Y,'j — experimental values; Y;eg — values of response function calculated according to regression

equations; n — number of experiments.
To evaluate the effect of resin indices (softening temperature, in particular) on the properties

of road bitumen we prepared a series of PMB samples with the softening temperature of 52 °C.
The results are represented in Table 4.

Table 4
Dependence of PMBs properties on CIR softening temperature
Index | Value
Conditions of PMB obtaining
Bitumen content (wt. %) 100.0 | 88.0 | 91.9 | 92.7 | 933 | 93.6 | 95.0
CIR content (wt. %) 0.0 12.0 8.1 7.3 6.7 6.4 5.0
Softening point of CIR (ball & ring method) (°C) - 97 120 128 135 140 186

Molecular weight of CIR - 680 760 765 810 830

Characteristics of PMB

Softening point of PMB (ball & ring method) (°C) 47 52 52 52 52 52 52

Ductility at 25 °C (mx107%) 75 45 46 38 36 33 21
Penetration at 25 °C (mx107*) 62 53 51 37 38 37 25
IAdhesion to glass (%) 46 77 85 100 100 100 100
Low-temperature 38 70 74 97 98 100 100

The obtained results allow to assert that the increase in polymerization degree (softening
temperature) of the resins increases PMB adhesion including that at low temperatures. To prepare
PMB with good adhesive properties it is necessary to use CIR with the softening temperature no
lessthan 128-140 °C. On the other hand, it is complicated (from the technological point of view) to
obtain CIR with such softening temperature. Moreover, with the increase in softening temperature
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PMB plastic properties are deteriorated (penetration and ductility are decreased). Therefore, for the
further investigations we used CIR with the softening temperature of 135 °C.

The results of the studies are given in Table 5 in terms of how plasticizers affect the
properties of PMBs obtained.The quantity of plasticizer (see Table 5), obtained from oil stock
(samples 3-7) was equalto 8 wt %. To compare the plasticizer obtained from brown coal (sample 2)
and the best plasticizer from oil stock (sample 3) we fitted the composition of the sample 2 in such
a way, that its softening point was the same as that for the sample 3 (52 °C).

The Table 5 shows that PMB with no plasticizer added (Sample 1) was obtained using CIR
and does not conform to the requirements [47] (Table 1) by penetration index. Adding the
plasticizer to PMB in most cases (Table 5):

- decreases softening points;

- makes adhesion worse;

- increases penetration.

Table 5 demonstrates that resin of thermodestruction of lignite and tar from West-Ukrainian
oil most effectively increase penetration and least of all enhance a decrease in softening points and
ductility. The properties of Samples 2 and 3 actually meet the requirements suggested [47].

Considering that resin derived from the lignite thermodestruction is a product being
currently produced only in laboratory, it was decided to use the tar from West-Ukrainian oil
(TWUO) as a plastisizer in further researches.

To establish the optimal composition of bitumen-CIR-TWUO mixture, the empiric
mathematical models were developed on the basis of full-factorial experiments (Table 6). The
models describe the dependence of PMB properties on its composition. The mathematical
dependence of response function (Y) on individual components content (X) was developed as a
linear function:

¥i=By+ B, X +B;-X; (2)

For response function and main parameters of obtaining PMB, the following symbols were
used: Y, — PMB softening point, °C; Y,~depth of needle penetration at 25 °C, 0.1 mm; X;-CIR
amount, wt %; X,—plasticizer amount, wt %.

Table 5
Effect of plasticizer nature on PMB properties
Sam Blend con})}/)osmon,wt. Main characteristics of obtained PMB
0
ple Plasticizer - - -
num bitu - Softening point Ductility at | Penetration at Adhesion
ber men ICR |plasticizer| (ball & ring 25°C (m-107) |25 °C (mx10™) to glass
method) (°C) (%)
1 2 3 4 5 6 7 8 9
1 - 93.0] 7.0 0 52 36 38 100
Resin of lignite
2 | thermodestruc- |84.0( 7.0 9.0 52 28 62 100
tion
Tarproduced
3 from West- [85.0| 7.0 8.0 52 26 60 93
Ukrainianoils

51



Table 5 continue

Sam B.l?nd o Main characteristics of obtained PMB
ple . composition, wt. % . ' .
num Plasticizer bitu .. Softening point Ductility at | Penetration at Adhesion
ber men ICR |plasticizer| (ball & ring 25°C (m-102) |25 °C (mx10*) to glass
method) (°C) (%)
Residual extract
4 of selective [ 85.0| 7.0 8.0 49 55 55 84
treatment
Tar produced
from
5 Orkhovitska ol 85.0| 7.0 8.0 52 21 40 78
(Ukraine)
6 | SAEL0 esol 70 | 80 46 41 65 51
transmission oil
Distillation
7 | owmactol esol 70 | 80 47 51 61 48
selective
treatment
The following regression equations were obtained:
¥V, =45849+ 075X, +013 - X, 3)
,=7012+3.02 X, + 138X, (@)

Substituting the values of X; and X; into Eqgs. (3) and (4), the values of response function

(Yl»;eg ) and relative errors of experimental statistical model for every experiment were found. These

values are represented in Table 6.

Table 6
Experimental data, calculated values of response functions, and relative errors
o o Y, reg " reg 4 Relative errors
Ne | X;(wt. %) | X, (wt. %) ©C) Y750 | Y2(m107) | 1,7 (m-107)
€1 &
1 7 3 50 52.95 43 53.26 0.0590 | 0.2386
2 13 3 54 57.45 35 35.26 0.0639 | 0.0074
7 11 49 51.91 65 64.30 0.0594 | 0.0108
4 13 11 53 56.41 35 46.30 0.0643 | 0.3229
Mean relative error of approximation (&) 0.0617 | 0.1449

Mean relative errors of approximation are: &, = 0.0617 (6.17 %), &, = 0.1449 (14.49 %). It is
assumed that at ¢ = 0-10 % the accuracy of prediction is high, at ¢ = 10-20 % — good and at ¢ = 20—
50 % — fair. Thus, the models developed correlate well with experimental data.
Graphical interpretation of Egs. (3) and (4) is given in Figs. 3 and 4.
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Fig. 4. Effect of CIR and TWUO amount on PMB penetration

Fig. 3 shows that an increase in the CIR amount and a decrease in the plasticizer amount (tar
produced from West-Ukrainian oils) give rise to the softening point. The increasing penetration
(Fig. 4) is accompanied by an opposite tendency: the CIR amount decreases while the amount of
plasticizer increases. Therefore, the amount CIR and plasticizer in the blend should be optimum.

On the basis of regression equations using the method of uniform search of response
functions, optimal amounts of components were found, which would provide the necessary values
of main parameters (response functions) of the process effectiveness, namely: softening point —
above 52 °C and the depth of needle penetration at 25 °C - above 61 °C. PMB I was obtained at
optimal amount of CIR 7 wt % and tar amount of 8 wt %. PMB II was obtained for the comparison.
It consists of bitumen (91.5 wt %), Kraton D 1192 commercial modifier (1.5 wt %) and tar
produced from West-Ukrainian oil as the plasticizer (7 wt %). PMB II composition was fitted in
such a way that its softening temperature was equal to the softening point of PMB 1. PMB
characteristics are presented in Table 7.
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Table 7
PMB characteristics

Standard for BMP Actual values
Index 60/90-52 according to
DSTUBV.2.7-135:2007* PMBI PMB I
Homogeneity Homogeneous Homogeneous | Homogeneous
Penetration at 25 °C (m-10™*) 61-90 62 61
Softening point (ball & ring method) (°C) >52 52 52
Ductility (m-107?)
at 25 °C >25 26 36
at0°C >5,0 6 5
Elasticity at 25 °C (%) >50 52 54
Brittleness temperature (°C) <-15 -16 -15
Flash point determined in open firepot (°C) >230 236 236
Change of properties after heating:
Change of softening point (°C) <6 5 5
Residual penetration (%) >60 61 62
Adhesion to glass (%) >75 93 90
Low-temperature adhesion (%) - 82 74
Destruction while storage:
Difference between softening points (°C) <8 8 8
](?rilt;fieéir)lce between penetrations at 25 °C <30 29 25

*DSTU is Ukrainian National standards

Both samples with CIR used and PMB based on a commercial additive meet the
requirements DSTU B V.2.7-135:2007, and PMB Imay be used to produceSlurry Seal [47]. Both
types of bitumen have satisfactory aging properties (change of properties after heating, destruction
while storage).Theplasticityproperties (ductilityandelasticityat 25 °C) aresomewhatbetterforPMBII
butPMBIhasbetteroperationalcharacteristicsat low  temperatures (ductilityat 0 °C,
brittlenesstemperature). It should be noted that adhesion, including low-temperature adhesion, is
higher for PMB I. It means that CIR is an effective modifier of petroleum bitumen.

Group compositions of the binders are given in Table 8. When comparing the structure of
the initial bitumen with the modified one, it may be asserted that bitumens upon their modification
are converted from gel-structure into zol-structure. This explains why rheological and plastic
properties are improved. The zol-gel structure is considered to be optimal for binders used in road
constructions.

Table 8
Group analysis of the modified bitumen
Oxidated bitumen
Component (non-modified) PMB I PMB 11
1 2 3 4
Carbepf:s, carboids and mechanical 0.6 04 05
impurities
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Table 8 continue

Component O(’gsr‘:fz‘fozli%‘i’;)’“ PMB I PMB II
1 2 3 4

Asphaltene 25.3 22.0 23.4
Resins 242 35.8 33.1
Oils 499 41.8 43.0
Structure Gel Zol-gel Zol-gel
A/(O+R) 0.34 0.30 0.28
A/(A+R) 0.51 0.41 0.37

The results of TG and DTA for the initial bitumen, PMB I and PMB II are represented in
figs. 5 and 6, respectively.

The smallest mass loss is observed for PMB 1II (Fig. 5), that is why this type of binder may
be used at high temperatures.Using PMB I at high temperatures (above 100—150 °C) is undesirable
because a considerable mass loss is observed in such a case (0.13 %).

100,05
100 e —
= :
S~ .,
~ .
- .
< .
~
99,95 1 ~
N
=
) 2 h
£ \
009 3 A
N
~
.
~
A Y
99,85 N
b Y
-~
~
~
99,8
25 50 75 100 125 150 175 200

Temperature, °C
Fig. 5. Mass losses vs. temperature. / — initial bitumen; 2 — PMB II; 3 — PMB I

So, the modification of bitumen by CIR is recommended to be used under low temperatures,
for example for emulsion technology.

DTA indicates that the deepest endothermal effect is observed for PMB I within 20—100 °C
(Fig. 6) indicating its higher thermal stability as compared with PMB II and the initial bitumen. The
bitumen-based asphalt modified by CIR will be less strained during the hot season.

The wide phenolic fraction (WPhF) was sampled at Zaporizhkoks PJSC for investigations.
The WPHF characteristic is given in Table 1. For the purpose of concentration (separation) of
phenol and cresols, the WPhF was divided into two fractions, an initial boiling point (IBP —
~92 °C) — 185 and 185 an end boiling point (EBP ~211 °C) °C (the boiling point of phenol is
182 °C, of cresols — 191-202 °C). Table 1 lists the characteristic of fractions derived. The mass
balance of distillation is shown in Table 9.
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Table 9
Characteristics of a starting material
Values
Indexes wide phenolic Fraction Fraction Procedure
fraction (WPhF) | IBP - 185°C | 185—EBP °C
Distillation (°C):
Initial boiling point 105 92 172
10 % distilled at the temperature 164 147 177
20 % distilled at the temperature 172 156 179
30 % distilled at the temperature 174 161 181
40 % distilled at the temperature 177 166 183
50 % distilled at the temperature 179 169 184 GOST 2177
60 % distilled at the temperature 182 172 187
70 % distilled at the temperature 185 174 190
80 % distilled at the temperature 197 181 200
90 % distilled at the temperature 202 184 206
95 % distilled at the temperature 208 189 211
Molecular weight 136 108 167 -
Bromine number (g Br,/100 g product) 81.64 81.28 75.84 GOST 8997-89
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Table 10
Mass balance of the WPhF distillation.

Article Yield by weight, %
Fraction IBP — 185 °C (phenol concentrate) 50.60
Fraction 185 — EBP °C (cresols concentrate) 46.77
Distillation residue 2.63
Total 100.00

Phenol and its derivatives hereinafter called raw (technical) phenols — RPhl, RPh2 and
RPh3 — were separated from the WPhF, the fraction IBP — 185 and the fraction 185 — EBP °C by
using a 20 % NaOH solution. The removal of phenols with the solution of NaOH was based on the
fact that phenol and its derivatives form water-soluble phenolates. The latter were made into
phenols by using the concentrated hydrochloric acid. The yield of raw phenols with the WPhF, the
fraction IBP — 185 and the fraction 185 — EBP °C accounted for 32.3, 32.0 and 35.1 % wt,
respectively.

The resins were derived from initial fractions and those raw phenols that were obtained from
them by the method of formaldehyde condensation polymerization.

The scheme of the research is given in Fig. 7.

Polycondensation 1 Widephenolicfraction : Removal of «raw» |  _ _ _ _ __
with formaldehyde phenols _’:_ _R_T‘l_ - :
Polycondensation
with formaldehyde

| PhCRF1 |

Polycondensation Removal of «raw» Removal of «raw» Polycondensation
with formaldehyde phenols phenols with forialdehvde
| PhCRF3 | L @fz_' 2 L Ffi_ﬁs_' . ! PhCRF5 |
Polycondensation Polycondensation
with formjldehvde with formaldehyde

| PhCR-F4 | | PhCR-F6 |

Fig. 7. Scheme ofthe research: PhCR-F — phenol-cresol-formaldehyde resin; RPh — raw (technical) phenols

The process of formaldehyde condensation polymerization of phenols was carried out on the
laboratory setup depicted in Fig. 2. The raw material was placed in a three-pipe reactor and heated
while stirring at 100 °C in a thermostat. Then, a necessary amount of formalin (a weight content of
formaldehyde in formalin equaled 37 %) was added along with a concentrated hydrochloric acid
(catalyst), followed by recording the start of the process that was done for 60 s. As the synthesis is
over, a hot reaction mixture, obtained from raw phenols, was poured into a glass. After cooling the
mixture, an aqueous phase was drained and the resin was exposed to the 3-hour drying in a vacuum
dryer at 100 °C. When the WPhF was used as the starting material, the fraction IBP — 185 and the
fraction 185 — EBP °C, at first there was the distillation of water and unreacted constituents carried
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out under vacuum. After that the resulting resin was dried some more in the vacuum dryer for 3
hours at 100 °C. The yield of the resins obtained was determined by the weighing of the starting
material and the phenol-cresol-formaldehyde resins (PhCR-F).

In order to obtain PMBs, the distillate (residual) petroleum-derived bitumen for roads of the
BD 60/90 grade and the BND 60/90 oxidized petroleum-derived bitumen for roads were utilized.

The BD 60/90 distillate (residual) petroleum road bitumen was selected at the road
maintenance department of Frankivsk region (Lviv city). The oxidized petroleum-derived road
bitumen of the BND 60/90 grade was sampled at Ukrtatnafta PJSC (the city of Kremechuk).

The PMB has been prepared by virtue of mixing in the following sequence: a necessary
amount of bitumen was heated while stirring (Re = 1200) to the temperature of modification. Then
with a required amount of the modifier added, it was sustained for 1 hour.

Novolac phenol-cresol-formaldehyde resins were obtained according to the scheme given in
Figure 1 by the method of formaldehyde condensation polymerization with the WPhF, the fraction
IBP — 185 and the fraction 185 — EBP °C and from the raw phenols extracted from these fractions.
Synthesis conditions for the resins were set out on the basis of [58] and are shown in Table 11.
As recommended by [58], the obtaining of novolac phenol-formaldehyde resins requires
maintaining the mole ratio of phenol to formaldehyde at 1.12—1.42, while for novolac cresol-
formaldehyde resins it should equal 2.27. Considering that the raw phenols that were derived from
the phenolic fraction of coal tar contain both phenols and cresols at various ratios, the syntheses
were done at the mole ratio of raw phenols to formaldehydes at the value of 1.42. For calculations
of reactor loading, it was assumed that the molar mass of the resulting raw phenols was
94.1 g/mole, which is equal to the molecular weight of pure phenol. The effect of the ratio of
reaction constituents on the production of resin will be looked into in further studies.

Table 11
Synthesis conditions for PhCR-F
Parameter Value

*Mole ratio of raw phenols to formaldehyde 1.42
Weight ratio of raw phenols to formalin (formaldehyde content in formalin — 37 % wt) 1.78
Catalyst weight content (concentrated HCI), % by raw phenols 1.0
Temperature, °C 100
Process duration, min 60

*The molar mass of raw phenols was proposed to be 94.1 g/mol.

The mass balance for the obtaining of phenol-cresol-formaldehyde resins is given in
Tablel2.

Table 12
Mass balances involved in syntheses for the obtaining of PhCR-F.
Article PhCR-F1|PhCR-F2| PhCR-F3 [PhCR-F4| PhCR-F5 |PhCR-F6
1 2 3 4 5 6 7
Loaded
1. Starting material WPhF | RPhl |fr. IBP-185°C| RPh2 |fr. 185-EBP °C| RPh3
g 100.00 | 32.30 50.60 16.19 46.80 16.43
% wt to be loaded 84.42 63.64 84.54 63.64 83.30 63.64
wt for a frond-end fraction 10.00' | 32.30' 100.007 32.00° 100.00° 35.10°
% wt for WPhF 100.00 | 32.30 50.60 16.19 46.80 16.43
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Table 12 continue

1 | 2 [ 3] 4 5 6 7
Loaded
2. Formalin WPHhF | RPhl |fr. IBP-185°C| RPh2 |fr. 185-EBP °C| RPh3
% wt for a frond-end fraction 18.13" |18.13! 17.96* 17.96 19.70° 19.70°
% wt for WPhF 18.13 | 18.13 9.09 9.09 9.22 9.22
3. Concentrated HC1
g 032 | 032 0.16 0.16 0.16 0.16
% wt to be loaded 027 | 0.64 0.27 0.64 0.29 0.64
% wt for a frond-end fraction 0.32! | 0.32! 0.32? 0.32? 0.35° 0.35°
% wt for WPhF 032 | 032 0.16 0.16 0.16 0.16
Total, g 118.45 | 50.75 59.85 25.44 56.18 25.81
Results
1. Tar
g 18.20 | 29.65 8.20 13.20 9,03 14.39
% wt to be loaded 1536 | 58.42 13.70 51.87 16,08 55.75
% wt for a front-end fraction 18.20" |29.65' 16.20° 26.08° 19.30° 30.75°
% wt for WPhF 1820 | 29.65 8.20 13.20 9.03 14.39
é‘ Water and unreacted components| ;56 55 | 51 1o | 5165 1225 47,15 11,42
% wt to be loaded 84.64 | 41.58 86.30 48.13 83.92 4425
% wt for a front-end fraction 100.25" | 2.10! 102.08> 24.20° 100.75° 24.40°
% wt for WPhF 100.25 | 21.10 51.65 12.25 47.15 11.42
Total, g 118.45 | 50.75 59.85 25.44 56.18 25.81

'for the wide phenolic fraction (WPhF)
%for the fraction IBP — 185 °C
3for the fraction 185 — EBP °C

When the concentrated phenols (raw phenols) are used in the act of synthesis, the yield is
observed to be higher while loading the reactor (almost fourfold increase: 51.9-58.4 % wt against
13.7-16.1 % wt) and for the initial fraction (nearly 2 times higher: 26.1-30.8 % wt against 16.2—
18.2 % wt). So, for the obtaining of effective modifiers of petroleum bitumens, it is mostly
appropriate to carry out the synthesis not with the use of the coal tar phenolic fraction but with the
raw phenols being separated from this tar.

Additionally, it is counterproductive to break up the WPhF with two narrower factions. This
is explained by that using RPhl as the starting material produces 29.65 % of the resin yield
(calculated per WPhF) whereas the total resin yield if two raw phenols — RPh2 and RPh3 — are used
appears to be lower: 13.20 + 14.39 = 27.59 %.

From then on, in order to specify a temperature for bitumen modification, the BD 60/90
residual bitumen was modified with PhCR-F3 and PhCR-F4 resins derived directly from IBP —
185 °C and RPh2 raw phenol, respectively, at 110 °C and 190 °C temperatures. It can be stated that
mechanical mixing of bitumen components occurs at 110 °C while at 190 °C physical and chemical
interactions between them are likely to be. Characteristics of bitumen-polymer blends obtained are
given in Table 13.
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Table 13
Preparation conditions and main characteristics of obtained PMBs

Modification temperature, °C
(modifier content in PMB — 2.4 % wt)
Index BD 60/50 PhCR-F3 PhCR-F4

110 190 110 190
Penetration at 25 °C(mx10™%) 80 78 75 - 62
Penetration decline, % - 2.5 6.3 - 22.5
Softening point (ball &
ring method) (°C) 43 44 46 B 47
Softening point increase, % - 23 7.0 - 9.3
Ductility at 25 °C (mx107) >100 >100 >100 - >100
/Adhesion to glass (%) 60 83 82 - 88
Increase in adhesion to _ 383 36.7 _ 46.7
glass, %
Homogeneit non homogeneous| homogeneous not homogeneous

& Y standardized & & homogeneous &

Based on the data of Table 13, it can be suggested that the addition of synthesized PhCR-F3
and PhCR-F4 (except for the case of 110 °C and PhCR-F4) into bitumen leads to an increase in the
softening point and, especially, in the adhesion of residual petroleum bitumen. The modification of
petroleum bitumen with PhCR-F3 can be done at both 110 °C and 190 °C. In comparison, with
PhCR-F4 — at 190 °C as 110 °C produces modified bitumen that does not meet requirements of
homogeneity. Mixing at 190 °C makes it possible to increase the softening point to a greater extent.
It follows from mentioned above that further modification of petroleum-based bitumens with
phenol-cresol-formaldehyde resins that were obtained from the coal tar phenolic fraction was
decided to be made at 190 °C.

A comparison of main characteristics of obtained bitumen-polymer blends is shown in
Table 14.

Tablel4
Preparation conditions and main characteristics of obtained PMBs

Modified bitumen at 190 °C (modifier content in PMB — 2.4 % wt)
Index BD 60/90
PhCR-F1 | PhCR-F2 | PhCR-F3 | PhCR-F4 | PhCR-F5 | PhCR-F6

1 2 3 4 5 5 7 8
Penetrationat 25 °C| g 75 65 75 62 74 70
(mx10")
Zf“e“a“o“ decline,|  _ 6.3 18.8 6.3 25 75 12,5
Softening point
(ball &  ring| 43 44 46 46 47 45 46
method) (°C)
Softening ~ point| _ 23 7.0 7.0 9.3 47 7.0
increase, %
Ductility at 25 °C >100 >100 >100 >100 >100 100 100
(mx10-2)
‘(ﬁ/‘g‘e“on to glass| ¢, 87 94 82 88 95 9%
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Table 14 continue

Modified bitumen at 190 °C (modifier content in PMB — 2.4 % wt)
PhCR-F1 | PhCR-F2 | PhCR-F3 | PhCR-F4 | PhCR-F5 | PhCR-F6
1 2 3 4 5 6 7 8

Increase in adhesion
to glass, %

Index BD 60/90

45.0 56.7 36.7 46.7 58.3 60.0

non

. homo- homo- homo- homo- homo- homo-
Homogeneity standardized

geneous geneous geneous geneous geneous geneous

Table 14 shows that adding all the obtained resins essentially improves the adhesive
properties of bitumen. The data outlined in Table 14 indicate that the addition of the BD 60/90
resins synthesized from raw phenol (PhCR-F2, PhCR-F4 and PhCR-F6) gives rise to a larger
increase in the softening point and adhesion compared to the ones synthesized from the WPhF,
fraction IBP — 185, 185 — EBP °C (PhCR-F1, PhCR-F3 and PhCR-F5), but more increasingly
reduces the plasticity (penetration) of the BD 60/90 residual bitumen.

With an increased content of cresols in the starting material (PhCR-F5 and PhCR-F6)
compared to PhCR-F3 and PhCR-F4, the obtained modified bitumen possesses better adhesive
properties (95-96 % against 82— 88 %, see Table 14). Nevertheless, the use of raw phenols
produced from the WPhF allows almost the same adhesive properties to be obtained and the
softening point to be raised as when PhCR-F5 and PhCR-F6 are used.

Consequently, this results in:

— higher yield of resin if raw phenols are used for its synthesis;

— slightly better characteristics of resin-modified bitumens, which contain more cresols
(PhCR-F2, PhCR-F5 and PhCR-F6);

— lack of appropriateness to break up the WPhF with two narrow fractions.

— distilled road bitumens should be preferably modified with PhCR-F2.

To confirm the possibility of modifying the resulting resins as well as the oxidized bitumens
coupled with the ability to compare the effectiveness of modifying the oxidized and residual
bitumens, Table 15 shows the main characteristics of these PhCR-F2 modified bitumens.

Table 15
Comparison of main characteristics between residual and oxidized PhCR-F2 modified bitumens
BD 60/90 + PhCR- BND 60/90 + PhCR-
Index BD 60/90 F2 (2.4 % wi) BND 60/90 F2 (2.4 % wt)

Penetration at 25 °C (mx107%) 80 65 70 60
Penetration decline, % - 18.8 - 14.3
Softening point
(ball & ring method) (°C) 43 46 46 49
Softening point increase, % - 7.0 - 6.5
Ductility at 25 °C (mx107%) >100 >100 63 25
Adhesion to glass (%) 60 94 47 97
(I;lcrease in adhesion to glass, B 567 B 106.4

0
I it non h non h

omogeneity standardized omogeneous standardized omogeneous
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Supported by data given in Table 9, it may be argued that the modification with PhCR-F2
resin raises the softening point of both distilled and oxidized road bitumens by 3 °C. For the
distilled bitumen, the adhesive properties of PMBs are increased by 56.7 % (from 60 to 94 %),
while the oxidized one exhibits an increase of 106.4 % (from 47 to 97 %). This indicates that the
resin obtained can also be utilized as adhesive additives in particular for the oxidized bitumens.

Conclusions. 85 % of bitumen production (on the average about 90 min.tons of bitumen per
year) is used as a binder in road construction. However oxidized and residual bitumen does not
have the necessary properties to meet modern requirements to the pavement.The most common
way to increase the performance properties of oil bitumen (primarily, oxidized bitumen) is the use
of various polymers as modifiers. Polymer modified bitumen compared to conventional bitumen
has a number of significant advantages. They are more elastic, flexible and durable, less sensitive
to the temperature changes and aging, have better adhesive and cohesive properties.But the main
reason that restrains thermoplastic elastomers prevalence is their high cost. An effective solution of
this problem is their partial or complete replacement by cheaper polymers.

A promising direction is the production of modifiers from by-products of fossil fuels
thermodestruction, which contain a sufficiently large amount of unsaturated compounds. The latter
one can be used to produce modified bitumen, which meets regulatory requirements and has
extremely high adhesion (till 100 %).

Using coumarone-indene resin as the modifier of road bitumen increases the softeningpoints
from 47 to 52 °C and improves adhesive properties (adhesion to glass increases from 38 to 93%)
but degrades plastic properties (especially penetration). Therefore to solve this problem it is
necessary to use the plasticizer together with the modifier. It is recommended to use tar as the
plasticizer. The commercial polymers modified bitumen 60/90-52 bitumen was obtained as a result
of mixing road bitumen of BND 60/90 brand (85 wt. %), CIR (7 wt. %) and tar from West-
Ukrainian oils (8 wt. %) at 110 °C.

Novolac phenol-cresol-formaldehyde resins were produced by the method of formaldehyde
condensation polymerization and from the wide phenolic fraction, fraction IBP — 185 and 185 —
EBP °C and from the raw phenols extracted from these fractions. The results achieved show that
the use of raw phenols as the starting material is the most advisable for the synthesis of resins as
this allows the resin yield to be increased nearly fourfold while loading the reactor (from 13.7—
16.1 % wt to 51.9-58.4 % wt, respectively).

Modification of petroleum-derived road bitumens should be performed with phenol-cresol-
formaldehyde resin that was obtained from raw phenols, extracted from the wide phenolic fraction
of coal tar. It is counterproductive for the obtaining of resin to break up the wide phenolic fraction
with phenol concentrate (fraction IBP — 185 °C) and concentrate of cresols (185 — EBP °C). It has
been observed that with a content of 2.4 % by weight of phenol-cresol-formaldehyde resins in
distilled (residual) and oxidized petroleum-derived road bitumens, there is an increase of 3 °C in
the softening point and adhesive properties for the distilled bitumenby 56.7 % (from 60 to 94 %),
for the oxidized one — by 106, 4 % (from 47 to 97 %).
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Cepeiti [Tuwt’e6, Bonooumup I'yneka, FOpii pucsasicnuil
Hayionanvuuii ynieepcumem «/Ivgiscoka nonimexuixay, volodymyr.m.hunka@lpnu.ua
BITYMU, MOAUPIKOBAHI TIOJIMEPAMU

VY crarTi po3rIsIHYTO OCHOBHI crocodum Moxudikamii OitymiB momiMepamu. BcranoBneHo, 1o
BUKOPHUCTaHHA NOTIMEPHUX MOAMGIKATOPIB Ja€ 3MOTY IOKPAIIUTU EKCILTyaTalliiiHi BIACTHBOCTI OiTyMiB.
[IpoaHanizoBaHO MO3WUTHBHI | HETaTHBHI aCIEKTH BHUKOPHCTAHHS DI3HHX TPYIN MOJIMEpHHX MomudikaTopis
(emacToMepH, TepPMOEIACTOIIACTH, PEAKTOMNacTH, Tepmoruiacty). Iloka3aHo mocsrHeHHs Kadeapu XiMidHOL
TeXHOJOTii mepepoOku Hadtu Ta rasy HamionanbHoro yHiBepcuteTy «JIbBiBChbKa MOJNITEXHiKa» B raiysi
Mozaudikamii GiTyMiB momiMepaMH: iHICH-KYMapOHOBOIO, Ha(TONONIMEpHUMH, (EeHOT (OpMarbIeriTHUMHI
1 eIOKCUIHUMH CMOJIAMH.
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BUTYMBbI, MOAUPUIIUPOBAHHBIE NIOJIUMEPAMU

B craTbe paccMOTpEHBI OCHOBHBIE CIIOCOOBI MOAU(UKAK OUTYMOB IIOJUMEpaMHU. Y CTAaHOBJIEHO, YTO
UCIIONB30BaHUE MOIUMEPHBIX MOAU(DHUKATOPOB HO3BOMIACT YIyUIIUTh 3KCILIyaTallHOHHBIC CBOUCTBA OUTYMOB.
IIpoaHanu3upoBaHBl TOJOKUTEIBHBIC W OTPHULATCIBHBIC ACIEKTHIMCIIONB30BAHHUS PA3JIMYHBIX TPYII
HONUMEPHBIX MOAU(PUKATOPOB (37aCTOMEPHL, TEPMOAIACTOILIACTHI, PEAKTOILIACTBI, TepMOILIAcThl). ITokasaHo
JOCTIKEHUS Kadeapbl XMMUYECKOH TEXHOJIOTHU HepepaboTki HedTH U raza HaruoHansHOTO yHUBEpCHTETA
«JIpBOBCKas IOJNIMTCXHUWKa» B OONacTH MOAM(HKAINM OWTYMOB MONHUMEPAaMHU: HHJICH-KyMapOHOBOM,
HedTenonuMepHoit, GperonpopmMabIeruIHON 1 STIOKCHIHOMH CMOJIaMHL.

KnroueBsbie cjioBa: OUTYMBI, MOAU(DUIIMPOBAHHEIC IOJIMMEPAMH, 3JIaCTOMEPEI, TEPMOIIACTOILIACTEL,
PEaKTOIIACThI, TEPMOILIACTHI, HHCH-KyMapOHOBBIE CMOJIbI, (heHOoI(OPMAaIbAECTUAHBIE CMOTIBL.

ABSTRACT
Serhiy Pyshyev, Volodymyr Gunka, Yuriy Prysiazhnyi
National University “Lviv Polytechnic”, volodymyr.m.hunka@lpnu.ua
POLYMER MODIFIED BITUMEN

The reasons for bitumen modification were analysed since bitumen is a main binder used at road
coatings construction, including airports and airdromes. The main ways of bitumen modification by polymers
were examined. Positive and negative aspects of the usage of different polymer modifiers (elastomers,
thermoplastic elastomers, reactive polymers, thermoplastics) were analysed. Author’s main achievements are
described in the sphere of bitumen modification by polymeric compounds produced at by-product-coke plants:
coumarone-indene and phenol-cresol-formaldehyde resins.

Key words: polymer modified bitumen, elastomer, thermoplastic elastomer, reactive polymer,
thermoplastic, coumarone-indene resin, phenol formaldehyde resin.
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1.5 STATISTICAL METHODS IN VIRTUALIZATION

Alexandr Moiseev, Nikolay Grishin, Alexandr Oreshencov

The basis for virtualization is virtualization tools, including families of base functional

means and base mathematical models [1]. Functional means usually use for synthesis or simulation
of the software of various purpose, including processing of results of qualifying tests [2]. Base
models use for testing the software, synthesis of identification models for is modelling — the
focused control systems, and also algorithms of processing of results of qualifying tests.
An important component of the virtualization toolkit (see Fig. 1) is a statistical component to solve
the following problems: identifications of statistical models by results of qualifying tests,
parametrization criteria models for carrying out of forecasting within the limits of virtual
qualification, synthesis regression models, the statistical analysis of their adequacy and consecutive
optimization during factorial planning. Regression model in structure of the toolkit, calibrated by
results of qualifying tests, use for planning qualifying experiments. As a rule, this planning is based
on use of the sated plans and gives following opportunities to:

- research the importance and completeness of system of the entered factors;

- carry out consecutive optimization of the parameters corresponding significant factors,

during qualifying tests;

- carry out forecasting qualifying tests with use calibrated regression models.
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Fig. 1. Virtualization tools
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Thus linearity used regression models allows to carry out the control of the importance
of factors and completeness of their system over use of traditional statistical methods, and
optimization of parameters by means of methods of linear programming.

The statistical analysis of adequacy regression models assumes use of some statistical
criteria. In work [3] improvement of methods Cochran and Grubbs methods, providing them
robustness and based on preliminary normalization of researched sample by means
of corresponding Smirnov's transformation. It is shown, that the developed a process to ensure
robustness reduces probability of error of the first sort at decision-making on reproducibility
of results of qualifying experiment.

Distribution of Cochran's statistics on the basis of F-Fisher's distribution and Grubbs
statistics on the basis of 7—Student's distribution are constructed of following reasons. On the
normalized samples of Student relations dispersions which then are analyzed by Cochran's criterion
[3].

The decisive statistic of the Cochrane represents relation of the maximal private dispersion

Lrilla)% Si2 and the sum of private dispersions 512 + et Slz of Student relations. Here / is the

number of measurement samples by which partial variances for student fractions are calculated.
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Under the assumption of the normality of the distribution of the numerator in C; distributed
on y* with a degree of freedom np-1, and the denominator represents the sum / sizes with such
distribution and therefore, it is distributed on y* with a degree of freedom [ (np-I). From here
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follows, that statistics F =1C; = 512 T ot 512 has an f-Fisher distribution with degrees of
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freedom np-1 and [/(np-1). Statistics Kohren takes, thus, the form C = TM’ where FM.= max F;

i=1..
Similarly, the Grubbs criterion for normalized student relations is constructed. These
relations form a variational series &, ..., ,, the decisive statistics in which are the minimum and
maximum Student ratios: Guin=¢1, Gmax=Sp. In the case of normality of the sample student relations
are distributed by Student, and serial statistics G;,, and G, have distributions of a kind
TP [ (—Gmin) and TP (—Gpayx)» Where T, _; Student distribution with n-1 a degree of
freedom. The decision on absence of reproducibility is accepted, if the condition
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TP ((—Guin) > P or TP (—=Gpayx) > P, where P— the set confidential probability is
satisfied. Otherwise it is considered, that measurements are reproduced.
Is equivalent to the Grubbs criterion is the criterion Hawkins, crucial statistics which H is
associated with statisticians G5, Gin ratio:

H =maX(|Gmax|'|Gmin|)_ ©)

In view of that H is an ordinal statistic, its distribution under the assumption of normality
of the General set of measurements has the form (2T,,_; (H) — 1)P. The relevant decision rule is
as follows: the decision on the absence of reproducibility of measurements, if
(2T,_1(H) — 1)? > P, and about their reproducibility otherwise.

The important component of interlaboratory measurements of characteristics of mineral oil
is identification of distribution of their error defining a technique of the further processing of
measurements. The article [4] presents an analysis of the distribution of these errors, including
measurements of density and viscosity is lead at temperatures 20 °C and 100 °C, and also
temperatures distillate and flashes. The analysis of errors of measurements of these characteristics,
lead by a method 7, has shown, that the assumption used usually about normality this distribution
is represented superficial. In these conditions there is a necessity to lead identification of the
specified law of distribution and on this basis to develop algorithm of rational processing
of measurements.

Below some methods of construction of approximating distributions and their
parametrization are considered. A starting point of construction of approximating distribution of an
error of measurement of density, construction of the frequency histogram of the specified error
displayed on Fig. 2.
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Fig. 2. Approximation of distribution of an error of measurement of density

It obviously specifies on bimodal character of distribution of an error of corresponding
measurements. For approximation of this distribution it is offered to use distribution of a kind:

exp (_ (x _Trzll)z) exp (_(x—rrzlz)z)
Fx) = 207 + 20,
200\2m 20,V21 . ©)
Corresponding integrated distribution is represented thus in the form of:
1 mx—-—my\ 1 /x—-m
Fezo(5) 20 (5) g
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From expressions 6 and 7 it is visible, that approximating distribution includes following
parameters:m,;, m, — population means of components of distribution;o;, 6, — root-mean-square

errors of a deviation components of distribution.
For an estimation of these parameters it is offered to use a method of the moments which

allows to receive for them system of the algebraic equations:
( m; +m, _

m;, —my A
BT

3( z;ml)fsz;Uf
014;024 (m2;m1)4+6(m2;m1)2012;022=E

®)
A

3
Here A and E — selective asymmetry and an excess for sample of errors of measurements.
The decision of the constructed system of the equations was carried out by a method of search on

parameter m; in a range (0, m). Valuem, was for datam; from the first equation of system (8), o’l2 -
from the second on setm; and calculate dm,, and 022 — from the fourth equation which at setm; and

. 2 . ..
calculated m2’012 represents a quadratic rather ¢,. During a variation the parameterm, stole up so

what to provide the minimal deviations of the calculated parameters from selective. Result of the
calculation lead thus were following values of parameters: m; = -0.353; m, = 0.314; 0, = 1.384; 0,

=0.519.
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Fig. 3. Frequency histograms of an error of measurements
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Substituting these values in expressions (6) and (7), we receive approximating distributions
of an error of measurements of density. The result of comparison of integrated approximating
distribution with selective is resulted on Fig. 2 and specifies qualitatively satisfactory
approximation of distribution of the specified error.

Frequency histograms for the standardized error of measurements of other characteristics of
mineral oil — viscosity at temperatures 20 °C and 100 °C, and also temperatures distillate and
flashes — are resulted on Fig. 3 and specify unimodal character of distributions of an error of their
measurements. As possible approximations of these distributions in work [4] were considered
alongside with normal Pearson and Weibull approximation, and also lognormal. Parametrization of
these distributions also was carried out by a method of the moments. The lead comparative analysis
of the constructed approximations of unimodal distributions of an error shows, that the best on
accuracy is approximation by the Weibull. Comparison of the received distributions of an error
with bimodal approximation for an error of measurement of density, and Weibull approximation
for an error of measurement of other characteristics specifies sufficiency of used approximations.

The modified algorithm of the control of reproducibility of interlaboratory measurements is
based on alignment of the last by transition to Student fractions that allows to carry out the control
of reproducibility over measurements of changing sizes. However in case of normal sample of
measurements distribution of Student fractions appears standard and cannot be used for the control
of reproducibility. Therefore Student's relation is expedient for defining in the form of ¢ = % ,
where s(m) — approximation of dependence standard deviation from a population mean. Thus
transformation of measurements in Student's relation provides precomputation mathematical
expectations and standard deviation, corresponding different levels. They are used to construct the
function s(m) of linear regression which together with settlement population means is used for
construction of fractions of Student's relation.

The further statistical conclusions base on the analysis of constructed Student fractions
which are analyzed by Grubb’s criterion. In case of non-reproducibility measurements by Grubb’s
criterion, a series corresponding extreme statistics, is rejected. The defective series leaves from
sample of measurements, and solving statistics recalculate for the remained levels in the
assumption, that approximation s(m) remains constant. It can be interpreted as replacement of the
defective series such which does not change approximation, i.e. we neglect influence of an
abnormal series on last. If and in the truncated sample it appears possible to allocate an abnormal
series, the assumption of weak influence of the rejected series on approximation is considered
insolvent and it is necessary to carry out recalculation of approximation without taking into account
the defective series.

On the samples of Student's relation generated thus dispersions, which then are
analyzed by Cochran's criterion. It is serial and has distribution
FY{(E,,np—1,l(np — 1)) = F'(IC,np — 1, l(np — 1)), where F — Fisher's distribution. The
condition of heterogeneity in these conditions looks like Fl(lC, np—1,l(np — 1)) > P, where

P— confidential probability of the decision about non-reproducibility. At default of this
condition the decision on uniformity of sample, and, hence, makes of reproducibility. Thus, the
modified algorithm of the control of reproducibility is applied in conditions of possible change of
measured sizes. In this sense it differs universality from a usual technique of the classification
focused on an invariance of measured values. Use of alignment of measurements by transition to
Student fractions allows to apply this technique without any restrictions.

According to [5] criteria model allows to carry out forecasting by results of the qualifying
tests spent in set conditions. There is, however, a question on a choice of such conditions which
would provide the guaranteed forecast — for example, its top border. The problem of a preliminary
choice of extreme conditions of qualifying tests for which decision it is offered to use a method of
factorial planning of experiment from here follows. The statistical processing of these
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measurements displayed on Fig. 4, includes: an estimation of reproducibility of multiple
measurements by the analysis of their disorder; construction linear-regression models and an
estimation of the importance of the entered factors; the analysis of adequacy of model and an
estimation of completeness of system of the entered factors.

For an estimation of reproducibility of measurements Cochran's criterion is used. It provides
calculation of dispersions of multiple measurements, formation on them Cochran's statistics and
calculation of probability of its realization. This probability is compared to confidential probability
non-reproducibility measurements. If the calculated probability appears below confidential, the
hypothesis about reproducibility of measurements is accepted. Their dispersions thus are averaged,
forming a dispersion of reproducibility. Otherwise a series of measurements is considered abnormal
and should be repeated.
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Fig. 4. Statistical processing of measurements

Calculation of factors of regress is carried out from following reasons. The matrix of the
plan for not fictitious factors is nondegenerate matrix of system of the linear equations which right
part is the vector of the average measurements. The vector of the factors interpreted as loading
of factors, represents the decision of the specified system.

For an estimation of the importance of factors are used Student relations, the decision on
which is accepted by Student criterion. For this purpose, student statistics are calculated for factors
of regress and probability of their realization. Significant factors are considered, probabilities
of realization of statistics Cteiogenta for which exceed confidential. Other factors of regress are
considered insignificant and in model should be nulled.

The control of adequacy linearly-regression models (completeness of system of the entered
factors) is carried out by Fisher's criterion with use of the relation of a dispersion of adequacy to a
dispersion of reproducibility. For this purpose the average square of a deviation of the average
measurements from regression models, in which significant factors of regress. This size is
interpreted as a dispersion of adequacy. After it and a dispersion of reproducibility Fisher's
statistics is under construction and the probability of its realization. The decision on adequacy is
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accepted, if the specified probability below confidential. Otherwise the model is considered
inadequate, that, as a rule, means loss of essential factors at its construction.

Two-level factorial planning can be used for consecutive optimization of parameters of
researched object or qualifying experiment. As local optimum thus are reached in tops
multidimensional simplices, corresponding lines of the two-level plan, search of a global extremum
is offered to be carried out a method of successive approximation. Consecutive optimization
provides use of points of the reached local extremum as the centers of new areas in parametrical
space.

When using a linear regression models search of an extremum represents a problem of linear
programming for the closed area of factorial values in the form of a multivariate simplex. The local
extremum of linear regress is reached thus in one of tops of area and, hence, is equal to the extreme
average measurement corresponding one lines of the plan of experiment. The simplex-planning
provides inclusion in factorial area also the simplex symmetric considered.

It corresponds to the plan of the experiment with the inverted matrix of factors, and the
common area of search of an extremum according to Fig. 5 is formed initial, symmetric and
additional simplices, adjoining to the beginning of coordinates.
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Symmetric z -2 I additional inverted additional multiple
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Fig. 5. Expansion of factorial area Fig. 6. Statistical processing of
measurements

At the expanded planning displayed on Fig. 6, for formation of tables of parameters the
initial and inverted plans are used. According to these tables qualifying tests during which multiple
measurements are carried out are spent. Processing of these measurements is carried out in two
stages. During primary processing search of the extreme average measurement which parameters
are compared with the new center of ranges is carried out. To this center there corresponds the
corrected range of parameters used for realization of following approach of procedure of search. If
the extremum reached in following approach is more extreme" previous, procedure proceeds.
Otherwise it stops also to a global extremum value previous local is compared. Parameterization
of the criterion mode by results of qualifying tests in extreme conditions allows to lead forecasting
of frictional deterioration in these conditions and to generate on this basis the guaranteed norms
of deterioration.

Interesting example of application of statistical methods in problems virtualization is
factorial planning in the analysis of criteria of similarity [6.] Criterial models are natural base for
virtualization qualifying tests as the last are based on physical model of researched object or
process in the form of laboratory installation [7]. The experiments spent on it, allow to carry out
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parameterization of the criterion model that then to use it for recalculation of laboratory results in
operational characteristics, and also for return recalculation of operational conditions in parameters
of qualifying tests.

The important problem at a substantiation of invariancy of used criteria of similarity is their
representation in the form of functions from standard numbers of similarity as their invariancy
provides invariancy of the constructed criterion. Often this function is multiplicative-power, i.e.
it is represented in the form of:

K = KNf' .. N ©)

where N; ... N; —used numbers of similarity, and f; .... f,— their degrees in structure of criterion.

The logarithm of criterion (3) transforms the multiplicative-power function into a linear
combination InKy + S InN;+...+6,InN, = InK. Logarithms of numbers of similarity are
interpreted as natural parameters, standard image converted in two-level factors, and the linear
combination constructed above for natural parameters with a priori uncertain factors is transformed
to linear regress for these factors. Its factors are a subject to definition according to the results of
calibration experiments. For the decision of this problem two-level factorial planning is
traditionally used. The factors defined on the basis of natural parameters, are not fictitious, but can
be added by fictitious factors as part of the linear regression model.

The matrix of two-level planning is a matrix of factors in linear system of the equations for
factors of regress, including fictitious. The right part of this system are «measurements» — values
of the logarithm of criterion the similarity corresponding borders of natural parameters in structure
of a linear combination. The analysis of the importance of counted factors of regress and adequacy
of the linear regression model as a whole are carried out by standard statistical methods.

As an example of the offered approach the analysis of criterion of frictional deterioration
in a greasing liquid is considered. The given criterion looks like [8]:

pvAV
w = Nt (10)

where p— density of a wearing out material, v — speed of sliding, AV — size of volumetric deterioration, p —
factor of friction, N — normal loading on a rubbing surface, ¢ — duration of deterioration. Physical sense of this
criterion — the ratio of the wear material pulse to the friction force pulse.

Let's present the given criterion in the form of linear function of numbers of similarity:

In(Vw) = By + B1(In St) + B,(In So) + B5(In Re) + B4 (In De) an
vt
where — factor of proportionality; St = D Strouhal number (homochronity); D — maximum diameter of the
__mw
wear band of the ball; So = u N AL number of Sommerfeld; # — dynamic viscosity of the liquid; AL —
D2
prvAL

d
depth of wear of the ball; Re = — Reynolds number, p;— liquid density; De = Re D~ Dean's
number; d — minimum diameter of the wear band of the ball.

For recalculation of natural parameters in corresponding factors we use ratio:
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_ In St — (InSt) pin

B (lnSt)max - (lnSt)min

_ InSo — (InS0) pin

2= S InS0)max — (NS0) i

_ In Re — (InReé) i (12)
(lnRe)max - (lnRe)min

_ InDe — (InDé)in
(lnDe)max - (lnDe)min

X1

X3

X4

The borders of the natural parameters calculated by results of mentioned above experiments,
are resulted in [6]. Thus to boundary values of natural parameters there correspond values of

factors -1 and 1. Return recalculation of factors in natural parameters is carried out according to
ratio:

x+1
InSt = (InSt) i + (AN St);e — (In St)min)T
X3 +1
InSo = (InS0)in + ((INS0) e — (lnSo)mm)T
X3 +1
InRe = (InRe),in + ((INRE) 1o — (INRE) i) —
X4 +1

InDe = (InDe),,;n + ((InDe)yer — (In De)min)T

Substituting them in (12), we receive for regress of criterion concerning not fictitious factors
ln(VW) = BO + lel +Bzx2 + IB3X3 + ‘84X4,, where:

(11’1 St)max + (ln St)min + (ln So)max + (ln So)min + (11’1 Re)max + (11’1 Re)min

bO = ﬁo + 2 2
(ln De)max + (ln De)min
b = gy e (0
R
= e (0 "
by = (InDe)pax — (InD€)ypip,
4 — P4 2

Construction of the regular plan for the analysis of influence of the entered factors is carried
out on the basis of a fractional retort of full factorial experiment. Thus the number m factors in
structure of this experiment should satisfy the condition 2" 1 <[4+ 1< N = 2™ where [ - the

number of not fictitious factors certain above, and N— the common number of factors equal nearest
dominating to the degree of the two. Considering this circumstance, it is necessary to enter into a
ratio for regress additional fictitious factorsxs, X, X7. As a result it gets a kind:

ln(VW) = bo + bl X1 + bzXz + b3X3 + b4X4, + b5X5 + b6x6 + b7x7 (14)

The matrix of planning thus corresponds to a fractional retort 27 * full factorial plans which
is resulted on Fig. 7. Characteristic property of this matrix is centeredness its columns, except for
the first. From here follows, that the free memberb, in expression for regress is equal to an average
of the right parts of the equations of linear system. Proceeding from it, we shall accept it in the
further equal to result of averaging In(¥w) on all lead experiments. The truncated matrix of the plan
concerning factors of regress for the remained factors is allocated on Fig. 7.
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Fig. 7. Statistical analysis of criterion of similarity

Thus, for calculation of factors of regress b, ...., b7 the truncated matrix of the plan is used,
and the right part of linear system represents average "measurements” minus a free member. The
vector of factors of regress represents the decision of this linear system calculated by multiplication
of the turned matrix of the plan to the vector of the right parts certain above. Thus it is necessary to
consider, that factors xs, x4, x; are fictitious and the sum of squares of factors corresponding them is
summarized with the average dispersion calculated on repeating «measurementsy, giving
a dispersion of reproducibility o*. Carrying it to quantity of not fictitious factors / = 4, we receive
a dispersion of an estimation of corresponding factors of regress and its root-mean-square deviation

o
Sp = .

VI

For an estimation of the importance of factors of regress at not fictitious factors b;...bsare

oAbyl byl . .
used the statistics S—l 5—4, distributed over the Student with the number of degrees of freedom / .
b b
e . - |1 LA .

The probabilities of implementing these statistics are Ti ? Ty ? , where Tjis the

Student distribution with / degrees of freedom. The decisive rule for confirming the significance of

o |by | . .
the i-th coefficient is as follows Ti o >P =09, where P is the confidence probability of

making a decision on significance. Factors of regress for which these conditions are not carried out,
considered insignificant and are equated to zero. The results of calculations displayed on Fig. 4,
show, that significant, i.e. nonzero, factors b, andb,, corresponding to the similarity numbers of
Sommerfeld and Dean. Other factors are insignificant and consequently dependence on the
Strouhal and Reynolds criteria is ignored.

For the control of adequacy of the received regress the mismatch between average
«measurements» and values of regress in each line of the plan. For calculation of these values the
line of the plan is multiplied by a vector of significant factors of the regress, displayed on Fig. 7.

The decision on the adequacy of the linear-regression model is taken by the Cochran
criterion. The decisive statistic is Cochrane C — the ratio of the maximum square of deviation to the
sum of the squares of deviations. The probability of realization of this statistics makes F"(C,1,N),
where F' — Fisher's distribution. The decisive rule in this case is as follows: a decision is made on
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the adequacy if the probability of realization is lower than the confidence value 0.9, and on the lack
of adequacy otherwise. Results of calculation of statistics C and probabilities of its realization also
are resulted on Fig. 7. As the received probability below confidential value, is accepted a
hypothesis about adequacy constructed linear-regression model.

For formation of a final kind of criterion of similarity it is necessary to transform
preliminary significant factorsb, andb, to factors B, and B4, entering in (9). It is carried out by the
reference of corresponding expressions in (13):

Vw~SoP2DePs
B, = 2b, = 0.0498
2 (InS0)mar — ANSO)in (15)
B, =0.1792

- (ln De)max - (ln De)miﬂ

The lead consideration shows, that factorial planning can be used for a substantiation
of invariancy of a wide class of entered criteria of similarity, and also for the proof of adequacy
of their representation depending on standard numbers of similarity. Advantage of the offered
approach is that it can be used practically without restrictions of a generality and is based on well
developed methods of the factorial and statistical analysis.

The usual technique estimation precisions corresponds to the standard approach to
processing complex experiment. It differs possible distinction of the sizes measured in consecutive
series. The basic in these conditions is the research problem of influence of considered factors on
the measured size. Research of reproducibility is auxiliary in these conditions and is intended for
branch of influence of an error of measurements from influence of considered factors. Other
situation arises at the analysis precisions interlaboratory researches. Research of influence
of factors thus becomes secondary, and the main thing becomes research of interlaboratory
reproducibility [9]. A problem of interlaboratory comparative tests is the analysis of competence
of laboratories, and also them rejection on the basis of incompetence. Below the statistical analysis
algorithm of competence of the laboratories participating in specified tests is developed. The
algorithm is based on preliminary standardization of spent measurements by their transformation to
corresponding Student. Conditions of incompetence of laboratory are formulated in case of is
abnormal the big error of measurements and in case of the several moderate errors.

In a basis of the given analysis lays the approach providing comparative measurements
of polytypic standard samples of substances and materials, and also their rational processing with
use of methods of the dispersive analysis. The purpose of the last is decomposition of a total
dispersion on two sizes: a dispersion caused by technics of experiment, and a dispersion caused by
action of the researched factor. In case of multifactorial experiment the dispersions corresponding
various factors and their interactions are defined, and also the statistical importance of these sizes
in view of an error of reproducibility is estimated.

Competence of laboratory is defined by reproducibility of results of comparative tests which
is provided in turn with statistical uniformity of sample of the lead measurements. Traditional
methods of the analysis of this uniformity are the comparative analysis of serial dispersions of
researched sample or serial Student relations.

Quite often, the following parametric criteria are used to solve this problem: Cochrane,
based on the comparison of the maximum of serial variances with their sum, and Grubbs (or
Hawkins), based on the analysis of anomalies of extreme values in serial samples of student
relations for measurements.

Preliminary stage of processing is standardization of made measurements. For the given
standard sample it is carried out by transition from measurements of the characteristic of this
sample to Student fractions, constructed according to these measurements. The last are formed
according to ratio:
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fi = S
m= 2%:1 Xk
L (16)
_ Yho1 (e —m)?
B L-1

wherex,— interlaboratory measurements of the standard sample; m, s— sizes of an average and standard
deviation measurements; L — quantity of laboratories-participants.

In these conditions for the decision of a problem of processing of the standardized
measurements it is natural to use criterion Hawkins with selective averages and standard deviation,

counted on serial samples. Crucial statistics in this case are Y = max ¢; and = min ¢;, and
i=1.n i=l.n

conditions of anomaly of extreme measurements in a series become:

@I () - D' >P

17
H = max(|Y|, |y]) (D

This condition can be interpreted as the first condition of incompetence: the laboratory in
which corresponding measurement is lead, is considered incompetent.

One more condition of incompetence is connected with calculation of unsatisfactory
measurements from all lead in given laboratories. Satisfactory the measurements close to an
average m, and unsatisfactory — strongly deviating from it are considered. As these measurements
concern to various samples, they also are preliminary standardized by transformation to Student
relations. At transition to them satisfactory the values of fractions located in a vicinity 0, and
unsatisfactory-laying outside of this vicinity are considered.

We shall be set by probability p insufficiency of measurement. Considering, that Student
fractions have T — distribution ¢ L-/ a degree of freedom, we find for threshold H of decision-
making on the specified insufficiency:

2T, (H)—1=1-p (18)

Satisfactory it is considered value Student fraction smaller H, and unsatisfactory — greater H.
Distribution of probabilities of quantity of unsatisfactory measurements » from N lead in given
laboratories is binomial with parameters p and N. Being set by confidential probabilityP;,
rejectionson number of unsatisfactory measurements, we receive solving rule for specified
rejections:

Z Chp* (1 —p)VF > py
=0

(19)

The condition (19) is interpreted as the second condition of incompetence. The laboratory in
which from N the lead measurements n are unsatisfactory, is considered incompetent at
performance of this condition and competent otherwise.

Let's consider sense of the deduced conditions of incompetence. For this purpose we shall
compare conditions (17) and (18) in the assumption, that P; = /-p. Assuming also, that in (17)
equality takes place, we find from this comparison, that {> H. Thus, the first condition of
incompetence is carried out in case of an abnormal error even one of the lead measurements. The
second condition means, that the laboratory is considered incompetent in case of the several
moderate errors in the lead measurements.
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The modified algorithm of the control of interlaboratory reproducibility is applied in
conditions of possible change of measured sizes. Use of alignment of measurements by transition
Student fractions allows to apply it without any restrictions. All this enables to simplify algorithm
of the control of reproducibility and to use it as a basis for correction of standard techniques of the
specified control.

Efficiency of application of fractional retorts of the full factorial plan increases with growth
of number of not fictitious factors. It also depends on a successful choice of system of mixing of
linear effects with effects of interaction of factors, and also rationality of the plan of factorial
experiments in case of the importance of separate interactions. Thus aprioristic data on the
specified interactions frequently appear not only desirable, but also necessary. Below it is
considered some other, intuitive method of ranging of factors in linearly-regression models with
use of the sated plans and the subsequent elimination of the least loaded factors [10]. Its basic
advantage, alongside with simplicity of realization, use is at the analysis only not fictitious factors.

Preliminary stage of the considered approach is ranging of factors on the importance with
use of the sated plans. To these plans corresponds linear regression model of a kind

y=Dbo+byx;+-+ bkxk, which factors are defined from system of the equations
by + byxyy + -+ beXgr = y1
by + byxyp + -+ brXxpx = Yy @0

The matrix of this system is nondegenerate matrix of the sated plan and thereof the specified

system is authorized unequivocally. The importance of factorsx;....x, in linear-regression model

b;

we shall define relative loadings L; = lTAlI’ where A = Ymax — Ymin — @ range of measurements in a
series, [ = I ... .k. We shall consider a situation when the number £ researched factors satisfies to a
condition 2n-1 = [ <k <2""'_1, where n— number of factors of the full factorial experiment
corresponding the regular sated plan. To this situation there corresponds a set of the regular sated
plans for / the factors chosen from the common number of factors £. Number of these plans and,
hence, necessary number of series of experiments equally p = Clé .

Let's take advantage for construction of the specified plans by a method of making
functions. The last represent formal sedate numbers, final or Taylor for analytical function. In case
of the combinatory analysis of combinations that fact is used, that at formation of a combination
independent selection of elements is carried out. The rule of multiplication of probabilities allows
to use representation of making function in the form of product of linear binomial from an
independent variable. Factors of decomposition of this product correspond to factors at various
combinations. We shall assume as an example that influence of five factors by means of the plans
covering three factors 1is researched. Making function in this case looks like
M(t) = (1 + xqt) ... (1 + x5t). After carrying out of multiplication it is found for factors at
degrees ¢:

t0:1

thix; + -+ x5

t2: x5 + X X3 + XaX3 + X X4 + XpXy + X3Xy + Xy Xs + XoXs + X3X5 + X4 X5

t3:x1x2x3 + X1 X9X4 + X1X3X4 + XpX3X4 + X1 X2 X5 + X1 X3X5 + X1X4X5 + XpX3X5 @1

t*: 2 X534 + X1 XpX3Xs + X1 XX X5 + X1 X3X4 X5 + Xy X34 Xs

t5: X1X2X3X4Xs5

These factors are interpreted as sets of the sated plans corresponding samples of certain

number of factors from five. To the samples including three factors from five, there corresponds
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factor at £, i.e. a set of plans of the kind

X1X2X3 + X1X2X4 F X1 X3X4 F XpX3X4 + X1 X2 X5 + X1 X3X5 + X1 X X5 + X2X3X5  corresponding
replicas 2°°. For each of the plans chosen by such principle a series of three times repeating
experiments is spent. Factors of regress for each of these plans unequivocally according to (20),
where y;.....yy are interpreted as a median of repeating measurements. In turn, on the found factors
loadings for the factors covered by a given series. As each factor is covered P-/ by a series of
experiments, for it the same number of relative loadings L;; . L;p.;, counted in view of change of a
range of measurements from a series to a series turns out. The maximal loadings from received

represents result of ranging of loadings on decrease, and we form an equivalent number

leax leax .
T -T, where L = L;,.... We shall expose a threshold on the importance, for example,

leax

h=0,05, and all the factors, satisfying to a condition < h, we shall consider insignificant.

This intuitive method of elimination is more simple in comparison with traditional statistical
elimination. Its basic advantage, alongside with simplicity of realization, use is at the analysis only
not fictitious factors. The basic lack, alongside with intuitivism, absence of a regular technique of a
choice of a threshold of the importance which should be chosen intuitively is.

The lead consideration shows, that the statistical component of virtual toolkit covers the
broad audience of problems of processing of results of qualification. Procedures used at it are led to
an analytical kind and provide sufficient severity of the analysis. At the same time, they are based
on standard approaches and are rather simple in circulation.

The Important component virtualization toolkit is the statistical component for the decision
of following problems: identifications of statistical models by results of qualifying tests,
parametrization criteria models for carrying out of forecasting within the limits of virtual
qualification, synthesis regression models, the statistical analysis of their adequacy and consecutive
optimization during factorial planning. Thus linearity regression models allows to carry out the
control of the importance of factors and completeness of their system over use of traditional
statistical methods, and also optimization of parameters by means of methods of linear
programming.

Identification of distributions of measurements of various parameters of mineral oil specifies
their abnormality. As alternative approximation bimodal the multipleparameter distribution
representing the sum differing normal was offered to use distributions of density. Unimodular
distributions of other characteristics are approximated are approximated by the Weibull.
Parametrization of the constructed distributions was carried out by a method of the moments that
provides sufficiency of used approximations.

For an estimation of reproducibility of results of qualifying experiments have been
constructed analytical distribution of Cochran's statistics on the basis of F~Fisher's distribution and
Grubbs statistic on the basis of 7-Student's distribution. It is shown, that preliminary normalization
allows to avoid the unreasonable conclusion about heterogeneities of the studied sample. That the
probability of an error of the first sort decreases at decision-making on reproducibility of results of
qualifying experiment.

Parametrization criteria model by results of qualifying tests is offered for spending models
by results of forecasting effect in extreme conditions that allows to generate the guaranteed
qualifying specifications. The preliminary choice of extreme test specifications at qualifying
normalization is offered for carrying out a method consecutive approximations with use of factorial
planning.
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The approach for a substantiation of invariancy of a wide class of criteria of similarity Is
offered.. The Approach is based on interpretation of the logarithm of criterion as linear form from
the logarithms of numbers of similarity treated as independent factors. The estimation of factors of
the specified form — loadings of factors — is carried out with use of the factorial analysis and
includes also the proof of adequacy of the specified representation. Advantage of the offered
approach is the opportunity of its application without restrictions of a generality.

The intuitive method of ranging of factors in the linear-regression model with use of the
sated plans and the subsequent elimination of the least loaded factors Is developed. Its basic
advantage, alongside with simplicity of realization, use is at the analysis only not fictitious factors,
and the basic lack — absence of a regular technique of an establishment of thresholds of the
importance which should be chosen intuitively.
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STATISTICAL METHODS IN VIRTUALIZATION
The importance of virtualization tools for solving the problems of identification of statistical models
based by the results of qualification tests is shown.
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During identification abnormality of distributions of measurements error of mineral oil characteristics
was established. For construction of algorithms of processing of measurements a number of alternative
approximations is synthesized. To assess the reproducibility of the virtual qualification results, the distribution
of Cochrane statistics and Grubbs statistics is constructed. Parameterization of the criterion model is proposed
based on the results of predicting the effect in extreme conditions. The choice of conditions is proposed to be
carried out by the method of successive approximations in the framework of factor analysis.

Key words: toolkit, identification, parametrization, criteria model, forecasting, regression model,
factorial planning, linear programming, bimodal distribution, approximation, Cochran's statistics, Grubbs
statistics, qualifying specifications, criterion of similarity, number of similarity, fictitious factor, importance,
ranging.
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Chapter 2

THE RELATIONSHIP BETWEEN THE PROPERTIES OF FUELS AND LUBRICANTS,
CHEMMOTOLOGICAL RELIABILITY, OPERATIONAL TECHNOLOGY
AND ECONOMICS OF ROAD AND AIR TRANSPORT
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2.1 CHEMMOTOLOGICAL, TRIBOTECHNICAL AND RHEOLOGICAL
PROPERTIES OF BOUNDARY LUBRICATING LAYERS USED IN
EVALUATION OF OPERATION RELIABILITY OF TRIBOSYSTEMS

Oksana Mikosianchyk, Rudolf Mnatsakanov, Nataliia Kichata

One of the directions in increasing the reliability of modern machines and mechanisms is the
development and creation of such modes of their operation that provide a dominant manifestation
of external friction conditions. A comprehensive approach to the solution of these problems should
include an accurate system analysis with taking into account many factors whose kinetics of change
affects the anti-friction and anti-wear properties of contact. External friction is primarily
determined by the structure and properties of the surface layers of metal [1], stress-strain state of
contact surfaces [2, 3], structure of boundary lubricating layers [4], modes of tribocoupling
operation, efc. An integral component of a tribotechnical system is a lubricant, the self-organization
of which at various load-speed modes is an important condition for the manifestation of external
friction in contact and improvement of its operation reliability.

The development of tools and methods for control of oil lubricity directly during the
operation process is an urgent trend in the study of processes of tribosystem self-organization,
which makes it possible to predict the operation reliability. Under a boundary lubrication mode, the
interaction between two surfaces occurs in areas of meeting surface irregularities in the friction
contact. Such contacts manifest themselves via a wide range of thermal-mechanical-chemical
transformations, from elastic deformation to plastic one up to the destruction of material; increase
in the frictionand heat release intensity in contact, and growth of the rate of chemical reactions.
As a result of these processes, organic and inorganic films are formed on friction surfaces.

Mechanisms of formation and structure of boundary lubricating layers have been
investigated by U. B. Hardy, A.S. Akhmatov, F. Bowden, D. Teybor, G.V. Vinogradov, B.V.
Deryagin, R.M. Matviyevskyi, I.A. Buyanovskyi, V.A. Godlevskyi, M.V. Raiko, et al. [5, 6, 7].

The investigation of a wide range of tribological boundary layers has shown that some of
them are characterized by high wear-resistant and protective properties and some exhibit a
destruction action [8]. Although the processes of physical and chemical interaction of lubricant
components with the surface metal layers activated under friction are manifold, difficult to
describe and still incomprehensible, there have been many models that take into account processes
of contact mechanics, lubricant chemistry, molecular dynamics and thus contribute to the
understanding of mechanisms of forming boundary lubricating films in the tribological contact [9,
10].

Contamination, lubricant and doping elements diffuse to the surface, which leads to a higher
concentration of secondary elements near the surface than that in the bulk material. As known,
solid body atoms are interconnected by various forces such as covalent, ionic, metallic, and Van
der Waals’. Accordingly, the existence of these forces between the components of the boundary
lubricating layers and secondary structures formed in the process of friction causes the need for
different quantities of energy to break them. For some crystalline solids, different crystalline planes
often exhibit different physical, mechanical, and chemical properties. In particular, friction studies
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have shown that different crystalline phases are characterized by different resistance to sliding
friction under the same friction conditions, which indicates their anisotropic properties [11].

In [12], tribological properties of dry, liquid, and boundary modes of lubrication were
analyzed. For dry friction, it was shown that with increase in the frequency of external periodic
effects, the number of harmonics decreases up to the achievement of certain frequency, upon which
the surfaces completely stick together and further behave as a single whole. For a hydrodynamic
mode of lubrication, there were analyzed the characteristics of friction pair with a lubricant material
having properties of the Newtonian fluid as well as of pseudoplastic and dilatant non-Newtonian
fluids. It was established that pseudoplastic liquids and a boundary film of lubricant material in
a wide range of parameters result in realizing a stick-slip i friction, which is one of the main causes
of fracture of parts.

Modern lubricants consist of mineral or synthetic basic fractions and a number of
multifunctional additives. The petroleum basic components generally consist of molecules
containing from 18 to 40 carbon atoms and belong to three main types of hydrocarbons, namely
paraffins, aromatic hydrocarbons, and naphthenes (cycloparaffins) [13]. Most of the molecules are
of mixed types and contain two or more main hydrocarbon structures. These basic components also
contain a small percent of heteroatoms, such as sulfur, nitrogen, and oxygen, and may transform
into various stereochemical hydrocarbon structures. This is one of the reasons for the complexity in
identifying the structure of formed boundary films. Generally, in typical basic components, the
mass fraction of aromatic hydrocarbons ranges from 5 to 40 % (average content 20 %), straight
chain paraffins fall in the range of 10 to 20 %, and cycloparaffins form the remainder. Molecules
containing heteroatoms (N, S, O) are generally found in the base in the range of 0.5 to 4 %
depending on oil type, processing technology, and viscosity class.

There have been many studies of physical and chemical properties of boundary lubricating
films. Their findings indicate that the chemical composition of the films (predominantly micron
and submicron particles of iron and iron oxides) interlace with a high molecular weight of
organometallic compounds from 3000 to 100,000 [14]. The film appearance and morphology can
be heterogeneous, continuous or discrete and can have various colors, from green to brown or
black.

Over the last decades, many researchers have tried to measure the film strength. In studying
shear strength of thin films under various high pressures (MPa to GPa), it was found that the shear
strength increases with increasing pressure in films of calcium stearate, copper, and polyethylene
[15]. As a rule, the film strength increases with increasing loads for basic fluids, zinc
dithiophosphates, and calcium sulphonates, but it decreases with loading in the case of using
friction modifiers. An increase in temperature reduces the shear strength of lubricating layers.

As shown in papers [16, 17], there is an optimal range of high lubricating properties thanks
to the formation of a lubricating film on contact surfaces, which depends on external factors and the
strength of its adhesion to the surface. Investigation into the structuring of boundary films has
shown that the surface of triboelements, which is an integral part of reacting system, significantly
influences the rates of oxidation and polymerization processes.

Improvement of test instruments and rapid development of computer technology provide a
real opportunity to investigate, for the first time, tribological processes of the formation of
dissipative structures under friction at the atomic and molecular levels. For example, the SFA
complex allows one to measure film thickness to 0.1 nm and to detect extremely small surface
forces, which gives it significant advantage over other devices and allows one to use it as a main
tool for studying rheological, lubricating, and antifriction properties of tribocontact at the nanoscale
[18, 19].

In calculating friction forces, the dependence of the oil viscosity on the pressure is taken
into account. A lubricant in the boundary layer is characterized by anisotropic properties: in the
tangential direction toward the surface, the molecular layers easily bend and, at a certain layer
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thickness, slide one on another, whereas in the normal direction, the film is characterized by high
compression resistance. Herein the tensile stresses on the outlying surface under rolling-with-
sliding conditions are determined by the formula [20]:

U _
7=, exp™ % {3hhho+UVZs: J (1)

where 1 is the lubricant dynamic viscosity at contact input, @is the piezoviscosity coefficient, p is the contact
pressure, Us is the total rolling speed, Vs is the sliding velocity, kis the thickness of lubricating film, A, is the
minimum film thickness in contact, (k, = 0,8%).

However, at high pressure in contact, tangential stresses determined by this formula become
overestimated. To eliminate this, the following assumptions should be used: the hypothesis of limit
tangential stresses (T < 7,,); the hypothesis of oil solidification for calculation of lubricant
viscosity (L < uoeXp(0psar); models of non-Newtonian liquid behavior; and semiempirical
dependences for calculation of the friction coefficient [20].

The properties of boundary lubricating layers markedly differ from their bulk characteristics
because ofsupermolecular self-organization of boundary films. Such layers play a significant role in
the processes of energy dissipation in friction pairs operating in mixed and limited modes of
lubrication. In addition to the type and material of surface, which determine the nature and intensity
of interaction on the solid-liquid boundary, the process of fluid structuring is facilitated by the
introduction of additives that increase the wear-resistant properties of lubricant due to the formation
of polymolecular mesomorphic epitropic liquid-crystal structures [21, 22].

The techniques for measuring viscosity of quasi-crystalline layers of motor oils using a rotary
viscometer allowed simulation of the processes occurring in the friction pair “shaft — insert of diesel
engine S6A2”, in particular the shear rate and thickness of the lubricating layer [23]. In such a way,
the dependence of viscosity on the shear rate was established, which confirmed the "non-Newtonian"
properties of the lubricant in the narrow gap of the friction pair shaft — bearing insert. In addition, the
results confirmed the assertion that boundary lubricating layers adjacent to the metal surface of the
friction pair are more viscous and characterized by the orientational ordering of molecules [24]. In
order to describe a lubricant state, a parameter of excess volume (which arises due to the structure
disordering in solids during melting) was introduced [23]. It increases with increasing the total
internal energy during the boundary film melting.

As shown in [25], there is a correlation dependence between the rheological (in particular,
viscosity ¥) and liquid crystal characteristics (boundary layer thickness and degree of orientation
ordering of molecules, d.An,,) of motor oil, which is determined experimentally. The dependence

v = f(d4ng,) is linear in the range of shear ratey (100, 150 s™).At higher shear rates it becomes

exponential. Increase in the shear rate leads to a decrease in the liquid crystal characteristics of
lubricant and, consequently, to a decrease in the oil viscosity in the boundary lubricating layer. This
is due to the "cutting" of structured molecular layers with increasing the crankshaft rotation speed,
which leads to a decrease in the oil film bearing capacity.

Principal approaches to the creation of a structural and thermodynamic friction model for a
limited mode of lubrication have been developed on the basis of physical model of friction and the
basic thermodynamic laws for open tribological systems [26]. Processes of the formation and
destruction of adsorbed and chemically modified films under the limited supply of lubricant should
be considered as processes of self-organization in thermodynamic friction systems. Herein the
equations for transition temperatures used in this paper for description of the processes occurring in
tribosystems under the limited mode of lubrication are nonlinear. Transitions to new steady levels
occur in the case of deviation of the critical system parameters from equilibrium with subsequent
self-organization at a new level.
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In [27], rheological and thermodynamic models are proposed which describe melting of an
ultrathin lubricating film located between atomically-smooth solid surfaces. The film melting under
friction is presented as a result of the action of spontaneously arising shear stresses caused by
external supercritical heating. The critical temperature of the friction surfaces which leads to the
lubricant melting was established to increase with increasing a certain characteristic value of the
shear viscosity and to decrease with increasing the oil shear module in a linear way. A
thermodynamic model of melting of a thin lubricating layer has been constructed. Melting and
solidification of lubricant are considered as first-order phase transitions. Depending on the system
parameters, three lubricant states are possible under friction: solid or liquid states, or periodically
melting-solidification transitions occur, which lead to a discontinuous motion of friction pairs [28].

The obtained in [29] time dependences for the friction force, the relative speed of friction
surfaces during shear, and the elastic component of shear stresses in the lubricant indicate that in
the liquid state the oil shear module and elastic stresses are equal to zero.An experimentally
observed stick-slip friction mode is described, for which it was established that with increasing oil
temperature, the frequency of phase transitions between oil structural states and the amplitude of
the total friction force and elastic stresses decrease. When temperature or elastic deformations
overcome certain critical values, melting of oil occurs and a kinetic sliding mode sets, in which the
elastic component of friction force equals zero. It was also shown [30] that in the course of
movement, a lubricant tries to acquire a uniform slide plane structure, which leads to a periodic
dependence of the main parameters on time in the stick-slip mode of operation.

Functional dependences for thermal oxidation of multipurpose mineral, partially synthetic,
and fully synthetic oils were obtained at static and cyclic testing temperatures, which made it
possible to quantify the influence of the base and additives on oxidation processes [31]. The
intensity of oxidation product formation and the oxidation rate were suggested. as indicators of the
potential resource of oils in their identification and classification according to the operation
properties. The mechanism of thermal oxidation of lubricant, which characterizes redistribution of
absorbed heat and acts as an indicator of oxidation products formation and their volatility was
clarified. The possibility of using such indicators as criteria for evaluating thermal transformations
in a lubricant and self-organization processes running during thermal oxidation was shown.

This review of studies in the field of structural and rheological properties of boundary
lubricating layers demonstrates that there have not yet been definited criteria for evaluating
boundary films formed on contact surfaces because of the complexity of processes of
forming/destroying boundary films in the tribotechnical contact. Therefore the development of
structural-dynamic models characterizing the influence of boundary lubricating layers on the
tribotechnical properties of contact and the kinetics of formation of secondary structures in the
process of structural adaptability of triboelements under friction will allow one to predict the
kinetics of changes in tribotechnical properties of friction pairs and their durability.

General aspects for selection of techniques for tribological investigations and modeling of
friction processes.

The structural adaptability and evolution of a tribological system during its operation can
significantly change the parameters used in predicting the friction unit resource. A numerical simulation
of friction mechanisms for limited and mixed modes of lubrication, dominant in a non-stationary
operation of triboelements, is a promising trend in terms of estimating changes in the properties of
structural materials during operation.

In order to obtain reliable results when studying tribocoupling and to reach their
reproducibility and convergence in repeated experiments, a clear structure of tribological
researches is required (Fig. 1). It should include such elements as experimental means for
conducting experiments (scheme and design of plants), research objects (material, construction,
accuracy of manufacturing), conditions for carrying out the experiment (loading, kinematic and
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temperature factors), measuringand controlling means, and techniques for processing experimental
results.

The development of computer technology allows widespread propagation of simulation
techniques for many engineering tasks. Simulation of tribological processes on the basis of
empirical data allows one to develop adequate measures for control of tribosystems [32].

The knowledge obtained in such a way combined with practical experience in the field of
chemotology and tribology will be used to improve operation of tribosystems in industry; herein it
is possible to define the following main tasks:

— to optimize technological processes of designing and manufacturing materials for
tribotechnical purposes in order to provide high physical and mechanical-chemical properties of
materials for specific operation conditions;

— to provide continuity in the production process taking into account optimization of
tribosystem design in order to increase the wear resistance of friction pairs required for a high level
of product reliability;

— to reach effective characteristics of compatibility of structural elements by tribotechnical
parameters for specific operation conditions on the basis of instrumental modeling techniques
based on the contact mechanics calculations taking into account dynamic models of crack
propagation, the depth of thermal stress propagation, and intensity of running tribochemical
reactions;

— to predict the durability of tribosystems taking into account large-scale changes in their
tribotechnical properties when operating on the nano-, micro-, and macro-levels.

Input parameters

-— T

External factors Internal factors
—load — type of lubrication material;
—speed of rolling; — material of contact surfaces

— sliding velocity:
— temperature of oil;
— local increase in temperature

v

Tribological contact

Output parameters
— lubrication properties (mode of lubrication)
— hydrodynamic component of the lubricating layer thickness
— thickness of the boundary adsorption layers;
— antiftictional properties;
—theological characteristics;
— wear-resistant properties;
— specific work of friction;
— microhardness of surface layers of metal;
— temperature of boundary film destruction

|

Mathematical processing of results
(regression analysis, factor analysis, dimensional method)

Recommendations for using lubricants

Fig. 1. Scheme of evaluation of tribological parameters in contact

86



The purpose of this research was to determine the dependence of the kinetics of change in
the friction coefficient under the conditions of the stopping of lubricant supply on the lubrication
and rheological properties of the boundary films formed on the friction-activated metal surface
layers.

Investigation of the lubrication, antifriction and rheological properties of boundary films
was carried out on an apparatus for testing tribological characteristics of triboelements described in
[33]. The friction moment, speed of rollers, temperature of lubricant, stress drop in the lubricating
layer in contact were recorded and processed using a PC (ProfiLab software) in real time with a
graphical representation of their changes.

The investigated non-stationary conditions of friction implied carrying-out of cyclic
experiments in a start — stationary operation — slowdown — stop regime (Fig. 2).
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Fig. 2. Scheme of tribosystem operation in non-stationary conditions of friction:
Region I — start; Region II — stationary operation; Region I1I- slowdown; Region IV — stop

Region I corresponds to the initial period of work of friction pairs and is characterized by a
gradual increase in the rolling speed of rollers at Vi = 0. In Region II, the specified maximum
sliding of rollers is achieved at constant rolling speed of friction pairs. Region III corresponds to
slowdown characterized by two periods: initial decrease in the speed of rollers with preservation of
the specified sliding at point A and gradual decrease in the degree of sliding to zero at point B
(IlIa). Further deceleration occurs in conditions of a simultaneous decrease in the speed of both
rollers with maintaining Vg4 = 0 (IIIb). Region IV corresponds to a stop. If the selected cycle is
projected onto an involute gearing, the pole gearing zone corresponds to Regions I and IIIb, the
near-pole zone — to Region IIla, and extreme points of gearing with maximum sliding —to Region
1L

The maximum rotation speed for the outlying surface was 1000 rpm. The simulated sliding
degrees were 3, 10, 20, 30, and 40 %. Maximum contact stress by Hertz was 250 MPa.

Rollers from steel 45 (HRC 38, R, 0.57 pm) were used as samples. Lubrication of contact
surfaces was performed through immersing a low roller into a bath with oil. As a lubricant, mineral
transmission oil for mechanical gearboxes and main gears of cars and trucks Okko GL-4 80w/90
was used. The oil volume temperature was 20 °C.

Adaptation of contact surfaces with a duration of 100 cycles and further work of friction
pairs during 400 cycles were carried out in conditions of abundant lubrication, followed by the cut-
off of lubricant supply. The total number of cycles in each experiment was as follows: 500
(abundant lubrication by immersing a low roller in an oil bath), 400 (simulation of oil starvation by
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stopping of regular supply of lubricant from the bath to the contact area), 100 (forced removal of
lubricant from the contact surfaces by wiping the rollers).

In conditions of the absence of lubricant supply, lubrication properties of contact is only
determined by the stability of the boundary layers formed on the friction-activated contact surfaces
during abundant lubrication. Up to 400 cycles after start-up, an increase in the lubricant layer
thickness by 0.5-2 um was observed due to the availability of free lubricant material located in the
contact area owing to the adhesion and cohesion forces of interaction. In case of abundant oil
supply into the contact area, a hydrodynamic mode of lubrication is realized. The stopping of the
lubricant supply creates preconditions for the tribosystem transition into harder operation
conditions. In this case, different modes of lubrication, from semi-dry tohydrodynamic ones, take
place (Table 1).

Table 1
Efficiency of lubrication at different sliding degrees of friction pairs

Sliding degree, % Thickness of lubricating layer, um Mode of lubrication by parameter A
Below 3 0.2-5.1 0-10.86 (semi-dry — hydrodynamic)
10 0.354.0 0.5-7.2 (semi-dry — hydrodynamic)
20 0.2-3.8 0.5-6.7 (semi-dry — hydrodynamic)
30 0.15-2.1 0.5-5.4 (semi-dry — hydrodynamic )

40 0-1.9 0-2.7 (semi-dry — mixed)

The decrease in the hydrodynamic component of the lubricating layer thickness by on
average 70 % affects the antifriction properties of contact in different ways.In Region I,
corresponding to the start-up in conditions of a pure rolling process, the friction coefficient / does
not change for surfaces with subsequent sliding of 1020 %, whereas for surfaces with sliding of 30
and 40 %, f'increases by 1.8 and 1.2 times, respectively. A more significant f'increase (by 1.22-2.4
times) was established after 400 cycles of work, after the forced removal of free lubricant from the
contact area, except for contact surfaces that further operated with a minimum sliding of 3 %, since
reduction in the lubricating layer thickness does not affect the antifriction properties of contact and
their friction coefficient is within 0.006—0.008, like in conditions of abundant lubrication.

In Region II, in the rolling-and-sliding conditions, a sharp f increase was fixed, by on
average 3 times for sliding of 10-40 %, again except for contact surfaces characrerized by a
minimum sliding: their antifriction contact properties remained unchanged (Fig. 3).

f
0,04
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" 0 10 20 30 40
——] A -o-3 slippage, %

Fig. 3. Dependence of the friction coefficient on the sliding degree in conditions of limited lubrication:
(I) pure rolling mode at start-up; (2) rolling-with-sliding mode;
(3) moment of seizure during the rolling-with-sliding mode
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Fig. 4. Influence of the sliding degree on the rheological characteristics of lubricant:
(1) abundant lubrication; (2) limited lubrication; (3) forced removal of lubricant; a is the change in the
effective viscosity 1 in contact; b is the change in gradient of shear rate, y, in lubricating layers;
¢ is the change in the shear stress, z, of lubricant material
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The absence of excess lubricant does not significantly affect the gradient of shear rate (y) of
the lubricating layers: the increase in this parameter was by 1.02—1.1 times, regardless of the degree
of sliding of contact surfaces. The increase in sliding from 3 to 40 % causes growth of the shear
rate gradient by 4.6 times (Fig. 4, b). It is this parameter that influences the stability of the formed
boundary films: the increase in y from 10° to 2.3:10° 5™ with increasing sliding degree from 20 to
40 % leads to the complete abrasion of the formed boundary layers during 30 % of the operation
cycles on surfaces with maximum sliding (Fig. 5).
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Fig. 5. Kinetics of change in the lubricating layer thickness in the stick-slip mode of operation during rolling-
with-sliding at the sliding degree (1) 20 %, (2), 30 %, and (3) 40 %.
Point A indicates forced removal of lubricant

With an increase in the sliding degree from 10 % (y = 0.5:10° s™") to 40 % (y = 2.3:10° s,
the effective viscosity in contact decreases from 260 to 180 Pa s (Fig. 4a). Up to 400 operation
cycles, when the oil had not yet forcibly removed from the studied surfaces, the shear stress of the
lubricating layers at a sliding degree of 10 to 40 % increased by on average 1.25 times as compared
with abundant supply of lubricant. In conditions of limited supply of oil, which leads to a decrease
in the lubricating layer thickness, an increase in the effective viscosity of lubricant was revealed,
which was by 1.13; 1.27; 1.31, and 2.0 times for sliding degrees of 10, 20, 30, and 40 %,
respectively (Fig. 4a).

After 400 operation cycles, the lubricant was forcibly removed from friction surfaces by
wiping the rollers. For contact surfaces with a degree of sliding of 3 and 10 %, the normal
operation of tribocoupling was established to the 500th cycle, the friction coefficient was stable,
which testifies to high antifriction properties of boundary lubricating films. The increase in the
degree of sliding to 20, 30 and 40 % leads to reduction in the period of normal operation of contact
surfaces because of the appearance of the first signs of seizure corresponding to 490, 430 and 415
operation cycles, respectively. In such extreme conditions there is observed a sharp change in the
antifriction characteristics of contact, which manifests itself in the periodic growth and reduction of
the friction coefficient (Fig. 6).
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Fig. 6. Change in the friction coefficient during forced lubricant removal under rolling-with-sliding conditions
at the sliding degree: (1) 20 %, (2) 30 %, and (3) 40 %

For contact surfaces that operate under minimal sliding of 3 %, no significant changes in the
rheological properties of boundary lubricating layers were observed during the tribosystem
transition to the mode of stopping the supply of lubricating material: stability of the shear stress of
lubricating layers indicates weakness of cohesive forces of interaction.

However, with the evolution of cycles within 400 <N<500, in conditions of forced lubricant
removal, no sign of seizure was detected in spite of the formation by transmission oil of boundary
layers of physical nature during their structural adaptation. Two factors contribute to the
preservation of normal work of friction pairs. Firstly, thanks to the reserve of lubricant in the
roughness cavities of contact surfaces (operation R, = 0.39 um, Rz = 1.71), the lubricating layer
thickness begins to grow from the 430th cycle of operation up to 3 um, followed by its cyclic
fluctuations of 0.2-3 um, which prevents frictional seizure (Fig. 7).
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Fig. 7. Roughness of contact surfaces:
(a) initial (R, = 0.57 um, R, = 2.33); (b) operational
(R,=0.39 um, R, =1.71)
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Secondly, strongly weakened surface layers of metal due to the plasticizing Rebinder effect
are characterized by low resistance to tensile shear stresses. The microhardness of surface layers
decreases, by on average 1000 MPa, and the depth of amorphizated weakened layer reaches 60 pm.
Thus, these processes in contact contributes to maintaining the stability of the adhesion component
of the friction coefficient at the level of values established for the sufficient supply of lubricant to
contact.

The friction coefficient is equal to the sum of two components: an adhesion component
related to the molecular interaction of solids on the actual area of contact, and a deformation
component related to the deformation of surface layers of solids under friction [34]. Therefore,
analysis of the kinetics of changes in antifriction properties of contact should be based on the
consideration of issues relating to both the lubricity of materials used and changes occurring in the
surface metal layers under friction. In the presence of lubricant incontact, the adhesion component
can be determined by the tensile shear stresses predominantly in the lubricating layer.

Let us consider the kinetics of changes in antifriction properties of transmission oil from the
position of self-organization of boundary lubricating films during the tribosystem transition into
extreme operation conditions, that is, without reserve of lubricant. During the start-up period, in
conditions of pure rolling with increasing speed, the tensile shear stresses are localized in the
central part of the lubricating layer thickness, since there is no gradient of shear rate (¥ = 0). Upon
400 cycles, owing to the growth of lubricant layer thickness due to the presence of free lubricant on
the contact surfaces, the tensional stresses are localized mainly in this layer. Since the amount of
lubricant is sufficient for the complete separation of the contact surfaces, in Region 1 no 7 change
for surfaces with subsequent sliding of 3 to 20 % is observed, 7 is equal to 67 MPa like under
abundant lubrication conditions. These processes contribute to the domination of the hydrodynamic
mode of lubrication, in which the friction coefficient is determined by the volumetric properties of
the liquid, smectic or nematic, phase of the lubricant [35]. The localization of tensile shear stresses
in the liquid phase during a pure rolling process due to the minimal effect of solid surface provides
the best antifriction characteristics of contact with a minimum friction coefficient at the level of
0.006-0.008 (Fig. 3).

On contact surfaces that operate at 30 and 40 % sliding, when the maximum velocity of
sliding reaches 0.85 and 1.5 m/s, respectively, an intense lubricant spatter occurred. This resulted
in decreasing the film thickness growth at the startup by on average 2 times, predominantly leading
to a mixed lubrication mode. However, the shear stress of the lubricating layers during operation in
Region I increases slightly (by on average 1.2 times) as compared with the conditions of abundant
lubrication. With the lubricating film thickness decreasing, the effect of the solid metal phase on
the lubricant components increases, which reduces antifriction properties: the friction coefficient
increases to 0.01-0.013 (Fig. 3).

In conditions of sliding, the sliding velocity reaches maximum values, which results in
appearing a gradient of the shear rate of lubricating layers through the thickness of lubricating film
in contact. Because of the reduction of the hydrodynamic component of the lubricating layer
thickness, the vector of tangential shear stress is localized mainly in the formed boundary layer,
which is similar to the results obtained in [36].

Since the boundary layers are characterized by structuring and are subjected to the strong
influence of the solid metal phase, the effect of rheological properties of lubricant on the kinetics of
change in the adhesion component of the friction coefficient should be analyzed as well.

The analysis of lubricity of the investigated transmission oil in conditions of abundant
lubrication revealed the formation of boundary lubricating layers of different nature. On contact
surfaces with a minimum sliding of 3 %, predominantly physically adsorbed boundary films with
weak Van der Waals interaction forces are formed which are characterized by low shear stresses
similar to those in the bulk phase (Fig. 4¢).
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For contact surfaces with a sliding degree of 3 %, no change in the adhesion component of
the friction coefficient was established in conditions of limited lubrication, unlike the case of
abundant supply of lubricant to the contact area. First of all, this is due to low activation of surface
metal layers at a slight sliding (V4 = 0.07 m/s). The domination of rolling speeds creates
preconditions for minimum mechanical and thermal effects of the speed gradient [37], resulting in
the formation of physically adsorbed boundary films. The absence of strong adhesive bonds of
lubricant components with the metal surface causes frequent disorientation of the boundary layers,
which manifests itself in cyclic fluctuations of the lubricating film thickness from 0.2 to 3.5 um in
the course of 50 cycles. Such boundary layers are characterized by the rheological properties of the
volumetric liquid phase of oil: their shear stress and effective contact viscosity are similar to those
recorded in conditions of abundant lubrication (Fig. 4).

The increase in the degree of sliding and, consequently, in the gradient of shear rate,
promotes formation of boundary lubricating layers of chemisorption nature. At a sliding of 10 to
40 %, the active lubricant components form chemisorption films and chemically modified layers on
the surface, which are characterized by somewhat higher shear stresses as compared with the bulk
phase owing to the action of cohesion forces.

According to [38], the shear rate gradient of about 10° ... 10" s leads to the destruction of
lubricant components, which manifests itself in reducing lubricant viscosity. Similar results were
obtained in the present studies as well: the effective contact viscosity decreased by 1.45 times with
increasing the degree of sliding from 10 to 40 %. However, an analysis of rheological
characteristics of structured boundary lubricating layers revealed another regularity of the kinetics
of change in the effective viscosity in conditions of interrupted supply of lubricant: effective
viscosity increased, and the degree of its increase correlated with the sliding (Fig. 4). These layers
are characterized by increase in the shear stress due to the growth of cohesive interaction forces in
the formation of a more dense and stressed structure. According to [39], polymorphism of organic
molecules of lubricants, when they are structured on a solid surface, is a source of boundary layer
formation by the type of netlike (reticular) heterogeneous structures. In such a boundary layer,
under high pressures, reorganization of its molecular structure takes place with the formation of
denser ordering, since the structure of chain molecules changes due to the axial compression of
the chains because of deformation of tetrahedral angles between carbon atoms.

The used mineral transmission oil was produced on the basis of residual oil, low-viscosity
distillate, and a set of multifunctional additives. Thus, it contained molecules of different
stoichiometric structure. Under the action of high shear rate gradients, due to the mechanical
destruction of the lubricant components, the formation of reticular boundary layers with multiple
cross-links between the active centers of molecules occurs. Herein, along the boundary layer
thickness, planes of slight sliding are formed, which are oriented in the plane of the action of the
vector of tangential shear stresses. Such a layered netlike structure serves as a kind of reservoir for
chaotically arranged inactive free molecules. The presence of such molecules is characteristic for
fractions of saturated and non-polar compounds contained in the base during compounding mineral
transmission oil.

As follows, ordered solid-crystalline reticular structures, similar to the framework of the
dispersed phase of lubricants and containing different number of free molecules of oil, analogous to
the dispersed component of lubricants, are formed on friction-activated contact surfaces. The
number of inactive free components in such structures decreases with increasing degree of ordering
and density of the framework (Fig. 8). Accordingly, the denser a solid-crystal structure, the higher
its shear stress, which is manifested at the maximum sliding (Fig. 4).

The kinetics of change in the thickness of boundary lubricating layers after the 400‘hcycle of
work, that is, upon forced removal of free lubricant from contact, confirms the above statement. For
contact surfaces with 10 % sliding, the thickness of boundary lubricating layers varies from 0.5 to
3.2 um, while the rheological characteristics of chemosorption films remain unchanged.
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Fig. 8. Structure of boundary film from oil with multifunctional additives at the sliding degree:
(a) 10 %; (b) 20 %; (c) 40 %

Stable values of the shear rate gradient and tangential stress indicate the presence of strong
adhesion and cohesive bonds. The tangential stress vector is localized in the boundary layer of
lubricant, the strength properties of which are high enough for the solid-crystal structure of
boundary layers to remain stable. This structure of boundary films provides their high antifriction
and wear-resistant properties. By the 500th cycle of operation, the normal operation of friction
pairs had been established, no signs of seizure of contact surfaces were observed.

A similar peculiarities were revealed for sliding 20 % before the 450th cycle of work. Then
there was observed a sharp increase in the lubricating layer thickness by 2.5 times, in shear stress
by 1.5 times, and in shear rate gradient by 1.25 times. All this is connected with the destruction of
cohesive and adhesive bonds in the solid-crystalline boundary layer, which leads to its disordering,
melting, and transition to a smectic phase. Herein the effective viscosity in contact decreases by 1.2
times, whereas the friction coefficient drastically increases from 0.008 to 0.017 in the presence of
lubricant in the friction zone. At the moments of breaking of the lubricating layer integrity, the
friction coefficient increases to 0.032 and there appear the first signs of seizure of contact surfaces
after the 490" operation cycle (Fig. 6).

A more intense destruction of boundary layers and earlier appearance of the first signs of
seizure were revealed at 430™ and 415™ cycles under sliding of 30 and 40 %, respectively, after
forced removal of free lubricating material from the friction zone. Thus, the strength properties of
chemisorption boundary layers directly depend on the sliding velocity in contact, whose increase
creates high shear rate gradients, which leads to mechanical and thermal destruction of the formed
lubricating films. For example, at the moment of seizure of contact surfaces at a sliding of 40 %,
the shear rate gradient increases by 2 times, the shear stress of lubricating layers does by1.6 times,
while the effective viscosity in contact decreases from 180 to 112 Pa s. In this case, there are
observed sharp fluctuations in the lubricating layer thickness, whose increase can reach 4 pm,
which provides a low friction coefficient, about 0.006 (for comparison, 0.014 at the minimum film
thickness). The mechanism of this process includes disorientation of boundary lubricating layers
under the action of shear stresses and temperature rise in contact due to increasing sliding velocity
rate, which causes melting of the solid-crystalline layer due to mechanical and temperature effects.
The lubricant reacquires Newtonian properties, becomes liquid; cohesive, and adhesive forces of
interaction weaken, and the volumetric liquid phase of oil increases in contact, which leads to a
short-term manifestation of a hydrodynamic lubrication mode, characterized by high antifriction
properties of lubricant.
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The obtained data are in agreement with the postulates of the models for the first-order
phase transitions between solid and liquid states [40, 41]. According to them, , a sharp change in
the friction force occurs at the moment of rapid change in the lubricant properties during the solid-
liquid phase transition. Melting of boundary layers of lubricant can occur at the limit values of
shear deformation, when the lubricant is in a liquid state, regardless of temperature [42]. In the
moments of breaking the integrity of lubricating layer, the friction coefficient rapidly increases to
0.038 and 0.047 at a sliding degree of 30 and 40 %, respectively (Fig. 6).

As follows, sharp fluctuations of the friction coefficient in the manifestation of the first
signs of seizure of contact surfaces are resulted from the destruction of boundary lubricating
layers, which leads to a decrease in operation reliability of lubricant. These processes are
characterized by the manifestation of two opposite effects. One of them causes an increase in the
adhesion component of the friction coefficient owing to increasing degree of direct contact with
surface metal. The other decreases the friction coefficient and provokes short-term hydrodynamic
effects in contact due to local melting of boundary layers.

Reduction in the lubrication capacity of mineral transmission oil with increasing degree of
sliding of contact surfaces from 3 to 40 % was established upon the tribosystem transition to
extreme conditions of lubrication, which is related to decrease in the thickness of lubricating layer
by 1.43 times when the tribosystem is transferred to the more rigid modes of operation, in which
semi-dry and limited modes of lubrication dominate.

In conditions of pure rolling, high antifriction properties of contact are due to localization of
the tensile shear stress in the liquid phase of lubricating film. In conditions of rolling-with-sliding,
the vector of tangential stresses is localized in the boundary structured chemisorption films, which
reduces the antifriction characteristics of contact.

The boundary layers of physical nature formed on contact surfaces with a sliding of 3 % are
characterized by the identity of their rheological properties to those of the volume liquid phase of
lubricant. Such structures have a strong plasticizing effect on the surface layers of metal, which
manifests itself in reducing the adhesion component of the friction coefficient.

An increase in the sliding degree from 10 to 40 % causes the creation of high shear rate
gradients of the lubricating layers and activates contact surfaces. These factors promote the
formation of chemisorption films with an ordered layered crystalline reticular structure on friction
surfaces.

An increase in the sliding degree promotes an earlier seizure of the contact surfaces, which
manifests itself in the growth of the adhesion component of the friction coefficient under
desorption of boundary layers. Locally, in extreme conditions, an oscillatory process of decreasing
the friction coefficient was revealed, resulted from short-term hydrodynamic effects due to local
melting of boundary layers.
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XIMMOTOJIOT'TYHI, TPUBOTEXHIYHI TA PEOJIOTTYHI BJACTUBOCTI TPAHUYHUX
3MAILIYBAJBHUX IIAPIB ITPU OLIHI EKCIUTYATALIIHOI HAQIMHOCTI
TPUBOCUCTEMHU

[IpoanamizoBano mporecu ¢Gi3UKO—XIMIYHOI B3a€eMOJil KOMIIOHCHTIB MACTIJIBHUX MatepialiB 3
AKTHBOBaHUMHU B MpOLECi TEPTS MOBEPXHEBHMH LIapaMH METaly; PO3IJITHYTO MOJEINi, IO BPaxOBYIOTh
PEONIOTiYHI BJIACTHBOCTI MACTHJIBHHX MaTepiamiB, IO CHPHAIOTH PO3KPUTTIO MEXaHi3MiB (opMyBaHHS
IPAaHUYHUX IUIBOK MACTHUJIBHOIO Marepiany B TpUOOTEXHIYHOMY KOHTakTi. MeTowo JociipkeHb Oyno
BCTAHOBJICHHS 3aJI)KHOCTI KIHCTHKH 3MiHM KoedillieHTa TepTs BiJl 3MallyBaJbHHX Ta PEOJIOTIYHUX
BJIACTHBOCTEU I'PaHUYHUX IUTIBOK. EXCIIEPUMEHTANbHO BH3HAUCHO 3aKOHOMIPHOCTI 3MiHHM aHTU()PHUKIIHHHX
BJIACTMBOCTEH KOHTAKTY BiJi MIIHICTHUX XapaKTEPUCTUK TPaHUYHHMX IUTIBOK. PO3IJISIHYTO MeXaHi3MH, SKi
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NPU3BOAATE N0 IIJIBHINEHHS anre3ifHol ckianoBoi KoedimieHTa TepTs IpH MOPYHIEHHI CYHTBHOCTI
3MalllyBaJIbHOTO mapy abo 1o ii 3HIKEHHS IIPH IUIABJICHHI TBEPAOKPHCTAIIYHOTO 3MAIYBAIBHOTO MIapy.

KnrouoBi cioBa: rpaHndYHI IUTBKHM 3MallyBaIbHOTO Marepially, KOoedilieHT TepTs, Hampyra 3CyBY,
e(eKTHBHA B'SI3KiCTh, IPa/i€HT MIBUIKOCTI 3CYBY.
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XUMMOTOJOI' MYECKUE, TPUBOTEXHUYECKHUE U PEOJIOTMYECKHUE CBOMCTBA
IT'PAHUYHBIX CMA30YHbLIX CJOEB [IPU OLIEHKE SKCILTYATAIIMOHHOM
HAJIEXKHOCTU TPUBOCHUCTEMBI
[poaHanu3upoBaHbl MPOLECCHl (PU3UKO-XMMHYECCKOTO B3aMMOJCHCTBUS KOMIIOHEHTOB CMAa304HBIX
MaTepuaioB ¢ aKTHBHPOBAHHBIMH B TIPOIECCE TPEHHUs TTOBEPXHOCTHBIMU CIIOSIMH METallIa; PacCMOTPEHbI
MOJIEIH, YYUTHIBAIOLINE PEOJOTHYECKIE CBOWCTBA CMa30YHBIX MAaTEpPHANIOB, CIIOCOOCTBYIOIIUX PACKPBHITUIO
MEXaHM3MOB (HOPMHUPOBAHHS TPAHMYHBIX IUICHOK CMa304HOTO MaTepuaia B TPHUOOTEXHHUYECKHX KOHTAaKTE.
Tenpto MCCIIEOBaHMIT SBISIIOCH YCTAHOBJICHHE 3aBHCHMOCTH KHHETHKH U3MEHCHHS KOA(h(UIMEHTa TPEHUS
OT CMa30YHBIX M PCOJOTHYCCKHX CBOWCTB TPAHUYHBIX IUICHOK. OKCICPHUMEHTAIBHO OIpECiIeHbI
3aKOHOMEPHOCTH HM3MCHCHUSI aHTU(QPHUKIMOHHBIX CBOMCTB KOHTaKTa OT TMPOYHOCTHBIX XapaKTEPUCTHK
TPAaHWYHBIX IUICHOK. PaccMOTpeHbI MeXaHH3Mbl, OOYyCIOBJMBAIOIIME IOBBILICHHE  AJr€3MOHHOU
cocTaBisronieil koaduureHTa TPeHNs IPH HAPYIICHAH CIUIONIHOCTH CMA30YHOTO CIIOS WM €€ CHI)KCHUE
MY [UIABJICHUN TBEPIOKPHUCTAINIECKOTO CMa309HOTO CIIOSL.
KaroueBble ¢J10Ba: TpaHUYHbBIC IUIEHKH CMa309HOTO MaTtepuaia, Ko3(Q(QUIMEHT TPEHHs, HAPSLKCHIE
cnBura, 3G QpeKTHBHAS BSI3KOCTh, TPAJAUCHT CKOPOCTH CIIBUTA.

ABSTRACT
Oksana Mikosianchyk, Rudolf Mnatsakanov, Nataliia Kichata
National Aviation University, oksana.mikos@ukr.net
CHEMMOTOLOGICAL, TRIBOTECHNICAL AND RHEOLOGICAL PROPERTIES
OF BOUNDARY LUBRICATING LAYERS USED IN EVALUATION OF OPERATION
RELIABILITY OF TRIBOSYSTEMS

The processes of physicochemical interaction of epy components of lubricating materials with friction
surface layers of metal are analyzed; models that take into account the rheological properties of lubricants that
facilitate the discovery of mechanisms for the formation of boundary films of a lubricant in tribotechnical
contact are considered. The aim of the studies is to determine the dependence of the kinetics of the coefficient
of friction on the lubricating and rheological properties of the boundary films. The regularities of the change in
the antifriction properties of the contact from the strength characteristics of the boundary films are determined
experimentally. The mechanisms responsible for the increase in the adhesion component of the coefficient of
friction when the continuity of the lubricating layer is disturbed or its decrease during melting of the solid-
crystalline lubricating layer are considered.

Key words: boundary films of a lubricant, friction coefficient, shear stress, effective viscosity,
gradient of shear rate.
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2.2 FORMATION OF COPPER (II) COORDINATION COMPOUNDS
UNDER THE FRICTION PROCESS AND THEIR IMPACT ON THE
TRIBOTECHNICAL CHARACTERISTICS OF THE LUBRICATING
COMPOSITIONS

Anatoliy Ranskiyl, Olga Gordienko', Taras Titov', Natalia Didenko®

If we take into considerationthe friction as a fundamental matter property, characterized by
the energy transfer of physical bodies in contact, gravitational, electromagnetic and nuclear fields,
then, for example, physicists point of view concerning friction, only as a complex physico-
mechanical process of contacting bodies, is quite simplified. Therefore, for today, there are no
definite friction laws and, as a sequence, it is revealed the difficulty of the complete physical
concept representation of the frictional forces origin, as well as their quantitative evaluation and
determination of all forces dependent factors. In fact, when friction forces are taken into
consideration, mainly, laws of the qualitative origin are used and represented only by some
approximations, which are related to actual laws, for example, the law of Amonton (1699) and the
more definite law of Coulon's experimental studies (1781). According to these facts, it is logical to
consider tribology (P. Jost, 1966) as an applied science of the friction, wear, lubrication and
interaction of contacting friction pairs, which is based on a vast array of practical physico-
chemical, mechanical, material science, technological and design studies. In this context,
tribochemistry should be considered as a tribology component, which studies the chemical and
physico-chemical solid surfaces transformations under the friction process,which are sequentially
activated by the mechanical friction energy.
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Nowadays, 20-25 % of the world’s produced energy is consumed / absorbed, under the
functioning of any mechanical systems related to the friction. This leads to the formation of the
important tribological tasks, which should improve the economic and environmental efficiency,
durability and reliability of the machinery, mechanisms and technological equipment, which are
used for various purposes. In addition, nowadays, the modern world has the fast-track developing
nanotechnology related to obtaining of new materials with the unique, physico-chemical properties,
micro-optoelectronic and microelectromechanical systems, which are characterized by the new
friction and wear conditions, applied in the contacting microsurfaces sector [1-3]. This formed
another developing tendency of tribology, specifically, nanotribology (G. Newbauer, 1990), which
studies bodies friction of micro- and nanoscale. Thus, in order to study the friction of the
thresholding layers with the width from 0.04 um to 0.08 pm (critical width) [4], in our opinion,
first of all, it is necessary to take into consideration an atomic and molecular, and adhesive /
chemisorption interaction of the friction surfaces, which forms the derivation of the highly
structured, liquid-crystal layers, which have high, wear-resistant properties and a low friction
coefficient. Thus, in this case, under the investigation of the friction and wear, first of all, it is
necessary to take into account the adhesion / chemisorption, atomic and molecular transformations,
which occurr on the friction surfaces, and only then, the friction pair volume properties variation.
To prove this thesis, there is the discovery of the selective transfer phenomenon (Garkunov D. M.,
Kragelsky I. V., 1956), which is characterized by the formation of a nano-sized servo-film in the
friction pair «bronze — glycerol — steel» [5—6]. This can be applied as fundamentals for considering
the selective transfer phenomenon from the outlook of nanotribology, taking into account the
chemisorption phenomena and chemical transformations, which occur on the surface of the
contacting friction pairs. Thus, in the study [7] the authors explain the selective transfer mechanism
by a series of consecutive probable triboelectrochemical mechanoactivation reactions. The authors
explain the formation on the friction surface of the servovitic film by the work of macroscopic
galvanic cells, in which the surface of steel can be represented as anode, and bronze — as cathode.
The reaction also proceeds on the cathodic and anodic surfaces of micro-galvanic cells. In our
opinion, it is given more accurate consideration of the chemical transformations in the
tribochemical system «bronze — organic additive / medium — steel» from the point of view of the
direct mechanically activated dissolution of the more active metal in the donor-acceptor electron
transport chain (ETC) system, which is a matrix for the formation of the corresponding copper(Il)
coordination complexes [8]. According to this thesis, this study is carried out concerning the
investigation of the possibility of the direct synthesis of copper(Il) coordination complexes with
thioamide ligands in the tribochemical system «bronze BrAZ 9-4 — thioamide — organic solvent —
oil I-20A — steel 45» and their influence on tribotechnical characteristics of the lubricating
compositions.

Methods of the lubricating compositions preparation and investigation of their tribotechnical
characteristics are given below.

Preparation of lubricating compositions 1-5. 3 ml of an organic solvent (except
composition 3) was added to 97 ml of industrial oil I-20A, and the mixtures were thoroughly
mixed, using a magnetic stirrer until homogenization. The mixing process, as a rule, was carried
out under the room temperature.

Preparation of lubricating compositions 7—11. 0.06 g of thioamide (HL' — HL®) was added
to 99.9 ml of industrial oil I-20A, and it was heated to 70-90 °C, and mixed until dissolved. The
obtained lubricating compositions were cooled and the tribotechnical investigations were carried
out.

Preparation of lubricating compositions 12, 15. 0.06 g of thioamide (HL' — HL®) was added
to 3 ml of DMF, then it was mixed until the full dissolution of thioamide and added to 97 ml of
industrial oil I-20A. If it was necessary, the homogenization of the lubricating composition was
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carried out with heating to 70-90 °C, then cooled and the tribotechnical investigations were
performed.

1
Preparation of lubricating compositions 13, 16. 0.06 g of coordination compound (CuL , —

5
CuL , ) was added to 3 ml of DMF, then heated to 70 °C and stirred until the solution was

homogenized. The obtained homogeneous mixture was added to 97 ml of industrial oil I-20A that
was preheated to 70-80 °C. The mixture was stirred until it was completely homogenized, cooled
and the tribotechnical investigations were performed.

Preparation of the lubricating compositions 14, 17 were carried out similarly to the
lubricating compositions 13, 16. In this case, for example, instead of the coordination compound

1 1
CuL , , a mixture of HL' + CuL 5 inaratio of 1 : 1 was taken.

Methodology of the investigation. The lubricating compositions were investigated using a
friction machine SMC-2 (Fig. 1) with the friction pairs «shoe-roller», sliding velocity was 3.0 m/s
and friction displacement — 3-10°> m. Material of the roller was steel 45, shoe material — bronze
BrAZ 9-4. The initial roughness was from 0.30 um to 0.62 um applied for a steel sample and from
0.62 um to 0.80 pum for a bronze sample [9]. The duration of testing of one composition was 40
minutes. The temperature change in the friction zone was determined by the chromel copel
thermocouple and marked on the corresponding strip chart curve of the electronic potentiometer
KSP-4. The frictional force was determined with the means of a strain gauge sensor. The wear of
the sample was indicated by a weighting method, which was applied on the analytical balance of
the second accuracy classe VLR-200 type (GOST 24104—-80). The change of mass of the samples
was determined:

Am=m, —my (1
where m,, — initial mass of the sample, g; m, — mass of the sample at the end of the experiment, g.

From the friction torque curve in a strip chart was taken the value of / in mm, corresponding
to the deviation of the movable carriage of the KSP-4 potentiometer at the beginning and at the end
of the experiment (the mode of stable selective transfer in the friction couple). With the calibration
chart, it was determined the corresponding friction torqueM, by the / (mm) deviation magnitude of
the potentiometer’s carriage. The friction coefficient was determined by the formula:

M,
f= _ 2)
r-N
where M, — friction torque in the investigated friction pair, N-m; 7 — radius of a movable roller, m; N — total
load in the friction pair, N.

The installation schematic diagram of the investigated tribotechnical characteristics of the
lubricating compositions in a friction pair «bronze— steel» is given in Fig. 1.

Investigation of the tribotechnical system «bronze BrAZ 9-4 — organic solvent — oil I-204 —
steel 45» [11]. Tt is known [12, 13] that in the friction pair «bronze-steel», the friction mechanical
effect leads not only to the wear of its surface, but also due to the presence of complexing reagents
in the oil medium, the friction mechanical effect leads to the formation of the metal-complex
compounds, which are different in the composition and structure. Initially, this phenomenon was
observed in the friction pair «copper alloy — steel» in glycerine, which was oxidized as a ligand,
and formed the multiplex metal-complex compounds [14, 15].
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| - bronze shoe (bronze BrAZ 9-4) .
2 - steel roller (steel 45)

—_— ¥

Fig. 1. The installation schematic diagram of the investigated tribotechnical characteristics of the friction pair
bronze BrAZ 9-4 — steel 45, using a friction machine of SMC-2 type

The next persistent investigations of this friction pair, under the presence of N-, O-
containing organic ligands, were proved the formation of copper(Il) coordination complexes, the
presence of which, substantially improved the tribotechnical properties of the lubricating
compositions [12, 16, 17]. Specifically, the wear (/,) and the friction coefficient (f;) decrease was
unambiguously associated with the oxidation of metals during the friction in the oil medium and
with the formation of their coordination compounds [18].

A sufficient number of scientific surveys is devoted to the problem of the metals oxidation
in the aprotic solvents. In the studies [21-23] it was frequently considered that the metals oxidative
solubility, especially, the direct organometallic and coordination complexes synthesis, is
determined both by the nature of the metal (the ionization potential U, the standard redox potential
E°, the resonant potential 7,), and by the nature of the organic aprotic solvent (dipole moment p,
dielectric permittivity &”, donor number DNysyci5)- In the researches [23-26] it is stated that metals

oxidation rate /¥ depends on the donor numbers DNgycy; of the organic solvents and has an extreme
character, thus, W = f(DNsycis) correlation can be applied. This can be explained by the selective

adsorption on the metallic surfaces, which have the diverse nature. Thus, Kuprin V. P. [27, 28]
demonstrated the correlation of copper and bronze adsorption of the organic substances / solvents
and their resonant potential (/,), which also has the similar extreme character. However, it can be
assumed, that there is a direct correlation between the organic solvents donor force (DNspci;) and

their resonant potentials (/,), if there is an adsorption of organic substances / solvents on the metal
surface, the metals oxidation of this surface, where M"" cations are formed, and the probability of
their complexation in the solution is maximum (triple conditional «resonance») then, as a
consequence, the friction pair has the minimum values of the wear (/,) and friction coefficient (f3),
in the case of using such tribotechnical systems. An example of this assumption is the analysis and
comparison of the different authors’ investigation results, which are given in Fig. 2. The curve I
represents the extreme correlation of the cadmium oxidation rate (I, = 7.4 eV [25]) and
diphenylbismuthchloride, under involving of the organic aprotic solvents, and of their donor
numbers [24]. It was found that the maximum dissolution rate (W) of cadmium is observed in
solvents with the highest donor activity: DMSO and DMF. The II curve shows the correlation
between the obtained wear (/,) of the friction pair «bronze BrAZ 9-4 — steel 45» of the lubricating
composition «oil I-20 A + organic solvent», and the donor numbers of the investigated organic
solvents.

According to the study [27], the resonant potential is equal to /. = 7.2 eV for zero-valent
copper and for its oxides CuO and Cu,0O I, = 7.9 eV, and for bronze with the different composition,
for example, with the tin composition, 1'=725¢V and 1,.2 = 8,00 eV. If we assume that with the
same donor force of the investigated organic solvents (curves I and II, Fig. 2) and approximately
the same values of the resonant potentials for cadmium and copper, their dissolution rate coincides,
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and the wear in the friction pair «bronze-steel» is inversely proportional to the metals dissolution
rate, then the correlation Wy = f(DNsci5) and Iy = f(DNspcis), should be implemented, i.e., Wi =
1/1,, which is proved by the given graphical data in Fig. 2.

The results of the antiwear and antifriction properties investigation of the lubricating
compositions 1-5 (Table 1) in a wide range of the contact load (Table. 2 and 3).

Wyl I-10-°, mg
1.0 4 - 50
0.8 A F 40
0.6 1 - 30
0.4 1 20
0.2 A F 10
0.0 0
0

DN gp¢yy, KJ/mol

Fig. 2. The correlation of the relative dissolution rate between cadmium and bismuth diphenyl chloride
and the donor numbers of the used organic solvents (I, conditions: =20 °C, C.,= 0,4 mol/l): I — p-xylene;
2 — ethyl acetate; 3 — tetrahydrofuran; 4 — diglyme; 5 — DMF; 6 — DMSQO; 7 — pyridine;

8 — hexamethylphosphoramideand the correlation of the wear in the friction pair «bronze BrAZ 9-4 — steel 45»
with the lubricating composition «oil I-20 A + organic solvent» and donor numbers of the used organic
solvents (II, conditions: =20 °C, =3 h, P =8 MPa): I — dipropyl oxalate; 2 — ethyl acetate;
3-TCM :DMF =1: 1; 4 - DMF; 5 — DMSO

Table 1
The compounds of the lubricating compositions «oil I-20A + organic solvent» and their physical,
antiwear and antifriction properties

_ Compounds of the composition Physical properties [29] Trg)rzrec::g;al

;é Organic solvent

g, .

1 dipropyl oxalate 3,0 o 100 - - 60,00 0,5106 0,32

2 ethyl acetate 3,0 1o 100 6,03 18,51 71,57 0,3215 0,23
TCM 1,5

3 10 100 - - 84,00 0,2128 0,19
DMF 1,5

4 DMF 3,0 10 100 12,70 36,7 111,33 0,0928 0,12

5 DMSO 3,0 10 100 13,03 48,9 124,73 0,0733 0,10

6 I-20A 100 - - - - 0,6004 4,24
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Note. Investigation of the tribotechnical properties of the lubricating compositions /-5 was
carried out under the contact load of 8.0 MPa in the friction pair «bronze BrAZ 9-4 — steel 45»
under the 20 °C temperature condition during 3 hours.

Table 2
Antiwear properties of the lubricating compositions «oil I-20A + organic solvent» under the various loads
Wear of the sample /,, mg, under the contact pressure P, MPa
Composition
4 8 12 16 20 24
1 0,4134 0,5106 0,5747 0,6933 0,8892 -
2 0,2200 0,2856 0,3805 0,4301 0,5408 0,6647
3 0,1402 0,2008 0,2567 0,3200 0,4001 0,5066
4 0,0433 0,0928 0,1867 0,2534 0,3332 0,4607
5 0,0267 0,0733 0,1005 0,1800 0,2267 0,2940
6 0,6003 0,6004 0,7406 0,9002 - -
Table 3
Antifriction properties of the lubricating compositions «oil I-20A + organic solventy» under the various loads
The friction coefficient f; under the contact pressure P, MPa
Composition
4 8 12 16 20 24
1 0,41 0,32 0,33 0,51 0,96 1,41
2 0,37 0,23 0,19 0,27 0,48 0,80
3 0,34 0,19 0,15 0,21 0,40 0,63
4 0,29 0,12 0,06 0,08 0,19 0,41
5 0,27 0,10 0,03 0,05 0,15 0,32
6 3,76 4,24 4,85 5,20 5,15 5,64

The results of the investigation (Table 2, 3) are represented graphically in Fig. 3.The data
shown in Fig. 3a represent that in the range of contact load from 4 MPa to 24 MPa, the lubricating
compositions, which contain organic solvents with high value of donor numbers DNgyci;
(compositions 4 and 5), have the best antiwear properties in the friction pair «bronze BrAZ 9-4 —
steel 45», which unequivocally indicates the determining donor activity character of the organic
aprotic solvents under the oxidation of metals. The determining influence on the wear decrease of
the donor activity of organic solvents in the compounds of the lubricating compositions remains
unchanged irrespectively to the contact load (4-24 MPa) in the investigated friction pair. It should
be noted that the additional DMF dilution with 50 % of tetrachloromethane (DNgyci; = 0) reduces
the overall value of the donor activity (DNsycis = 84,4; the value is obtained by the graphic data
interpolation (Fig. 2) and increases the wear in 1.6 times compared to «pure» DMF, which again
proves the important character of the aprotic solvents and their donor activity during the metals
oxidation.

103



1,0

0.9 6
0.8 5.0
0.7
e 4,0
0,5 !
04 ~
0.3 P
02 1.0 '2
o L. . . :,,_-:‘."-—:"_ 34
0.0 0.0 SR e T =T s

4 8 12 16 20 24 © s 12 16 20 a4

P, MPa P.MPa
(@) )

Fig. 3. The correlation between the wear (@) and the friction coefficient (b) under the contact load in the friction
pair «bronze BrAZ 9-4 — steel 45» with the lubricating composition «oil I-20A + organic solvent»
(conditions: ¢ =20 °C, =3 h): I —dipropyl oxalate, 2 —ethyl acetate, 3 — TCM : DMF =1 : 1; 4 — DMF;

5 —DMSO; 6 — «purey oil I-20A

It was found out a similar correlation between the decreasing of the friction coefficient
under the growth of the donor activity of the organic aprotic solvents within the pressure range
from 4 MPa to 24 MPa for the investigated lubricating compositions (Fig. 3b). It should be
considered a significantly less range of the friction coefficient change in the definite range of
contact pressure. It is obviously, that it is revealed due to another mechanism of the antifriction
action of the compounds of the compositions /-5 in comparison to the mechanism of antiwear
action of the same solvents.

Investigation of the tribotechnical system «bronze BrAZ 9-4 — thioamide — oil I-20 A — steel
45» [8, 30]. In addition to the nature of aprotic solvents (Solv), the metals dissolution rate is greatly
influenced by the presence of a complexing agent in the investigated systems:

+ Ox, (+7Solv) I

—ne

M®+m-L- M™ +Red + P 3)

where M° — zero-valent metal; L — complexing agent; Ox — oxidant; L,,M"™" — formed coordination complex;
Red — reduced oxidant form; P — by-products of the chemical interaction.

In our case, different substituted thioamides have been investigated as complexing agents.
The thioamides, as additives to industrial oils, have been studied in detail in the following surveys
[19, 31-36], however, the improvement of the tribotechnical properties of the friction pair «bronze-
steel» was previously related only to the implementation of copper (II) selective transfer from the
bronze surface to the steel surface without taking into consideration the character of the organic
solvents in this process. In the studies [9, 19] there were investigated the lubricating compositions,
which are based on the industrial oil I-20A, complexes of the mixed ligand thioamides and DMF,
as an aprotic solvent. However, DMF was used to homogenize the lubricating composition and to
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improve the copper(Il) metal-chelates dissolution, and not as an active component of additional
dissolution of zero-valent copper in the friction pair «bronze — steel». In the context of these studies
tasks, which are related to the direct synthesis of copper(Il) thioamide complexes, we conducted an
additional investigation of the effect of the aprotic solvents on the tribotechnical properties of the
industrial oil I-20A. At first, for this purpose, the system «bronze BrAZ 9-4 — thioamide — oil I-20
A — steel 45» was investigated. In this case, the obtained data (Table. 4) and their corresponding
graphical correlation is represented in Fig. 4. The investigated thioamides HL' — HL’, containing
benzothiazole and amine —NRR' fragments, as additives to the oil I-20A, in various ways influence
on the antiwear properties of the investigated lubricating compositions 7—//. We have determined
that the obtained data in the range of the 816 MPa contact pressure are the most important and
informative.

Table 4
Compounds of the lubricating compositions «oil I-20 A + thioamide» and their antiwear and antifriction
properties

= N NRR' C e :
ks N ompounds of the . Friction coefficient
,%. ©is>—<s composition, % Wear of the sample 7,-10™', mg 7107
g R s |design|thioam| o | oil I- contact pressure P, MPa
S ation | ide 20A 8 12 | 16 | 20 | 24 | 8 | 12| 16|20 |24
7| H CeHs [ HL'| 0,06 | — [m0100]0,43 0,88 [ 1,33 [4,95]8,50 [2,3]2,4]2,5]/29]32
8 |[CH;| CH; HL? | 006 | — [m0100]0,33]0,50 | 0,67 [3,50]6,00%]2,5]2,6[2,7]5,1[8,0
9| (CH,CH,),0 | HL* | 0,06 | — | n0100]0,00 | 1,30 | 2,67 [4,31] 5,87 [3,0]3,1]33]52[73
10| H [CH,Cl-4] HL* | 0,06 | — |10100{0,00 | 1,28 [ 2,50 |3,88] 5,25 [3,3]5,0]/6,7]6,6]64
11| H |CHBr-4] HL> | 0,06 | — | 10100]0,00]0,93]1,80[2,35]3,00]5,7]58]59]5,7]5,5

Note: * — the value was obtained under the 22 MPa contact pressure.

1.0 - {.mg I-20A

0.9

0.8

Fig. 4. The correlation between the wear and the contact pressure in the friction pair «bronze BrAZ 9-4 — steel
45 with the lubricating composition «oil I-20A + thioamide» (r =20 °C, 7=3 h)

It should be highlighted that thioamides with N-aryl fragment (HL', HL*, HL®) from 8 MPa
to 16 MPa contact pressure range have the best results, while under the increasing of the contact
pressure to 24 MPa, the antiwear activity series changes into this:

HL>> HL*> HL>> HL> HL',
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that at the first approximation can be explained by the thermicpermanence increase of the
investigated heterocyclic thioamides. Thus, in the heat-resistant correlation, in the given series,
N,N-dimethylamidobenzothiazole-2-thiocarboxylic acid (HL?) is the least stable compound and is
the latest in the given antiwear activity.

Fig. 5 illustrates the graphical correlation between the antifriction properties of the
investigated lubricating compositions 7—/1 (Table 4) and the contact load.

0.09 1 f5
0,08
0,07
0,06
0,05
0,04
0,03

0,02
0,01
0,00 T T T 1

Fig. 5. The correlation between the friction coefficient and the contact pressure in the friction pair «bronze
BrAZ 9-4 — steel 45» with the lubricating composition «oil I-20A + thioamide» (¢ =20 °C, =3 h)

It should be taken into consideration that on the correlation curves f; — P the investigated
lubricating compositions have a «critical» inflection point, which is equal to 16 MPa. Under the
growth of contact load, for all compositions 7—1/ the friction coefficient linearly increases up to
16 MPa. A further contact pressure growth leads to the linear increase of the friction coefficients
only for compositions 7-9, whereas for compositions /0 and /] the friction coefficient
unexpectedly decreases. In the composition of the investigated thioamides, which revealed such
properties, there were contained the chlorine atom (HL*) and bromine atom (HL’) in the N-aryl
fragment, that explains such an anomalous correlation.

A comparison of the obtained antiwear and antifriction properties (Table 4) of the
lubricating compositions shows that in some cases the tribotechnical properties improvement does
not occur simultaneously, and it can be interpreted by the means of different mechanisms of
additives action in the investigated friction pair «bronze — steel».

Investigation of the tribotechnical systems «bronze BrAZ 9-4 — oil I-204 — thioamide — DMF
— steel 45» and «bronze BrAZ 9-4 — oil I-204 — Cu(Il) chelate — DMF — steel 45». Previous,
simpler tribotechnical systems studies revealed the organic aprotic solvents effect on the direct
dissolution of zero-valent copper, which is contained in bronze BrAZ 9-4, and impact on the
improvement of the antiwear and antifriction properties of the lubricating compositions, based on
industrial oils. During the investigation of the same friction pair and aprotic solvent replacement
with heterocyclic thioamides of the different substitutions, which included the benzothiazole
fragment, their high efficiency was demonstrated, concerning the improvement of the antiwear and
antifriction properties of the «bronze — steel» friction pair. According to Kuzharov A. S. [12] and
our previous studies, this can be explained due to the fact, that in the friction process, coordination
complexes of general formula CuL, are formed. At the same time oxygen is the oxidant, and zero-
valent copper is the reductant, which is contained in bronze:
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N NHR' 1120,
(BrAZ 9-4) Cu® + H CuL, + H,0
S S 1-20A, DMF

However, the composition of the previously studied tribotechnical system «bronze BRAZ 9-4 —
thioamide — oil I-20A — steel 45» (tables 4 and Fig. 4, 5) did not include organic aprotic solvents
with high donor activity, for instance, DMF (DNgyci; = 111.33 kJ - mol'l), which significantly
increase the metallic copper dissolution rate, and the formation of Cul, metal chelates, and,
accordingly, improve the tribotechnical properties.

In order to eliminate this disadvantage, we conducted investigations of such tribotechnical
systems:

— «bronze BrAZ 9-4 — oil 1-20A — thioamide (HL', HL’) — DMF — steel 45». It was
assumed that a comparison of the obtained results concerning the antiwear properties of the
lubricating compositions, which contain active additives (HL', HL’), (HL' + DMF) and (HL’> +
DMF), would reveal the character of the aprotic DMF solvent, as an active component of the
tribotechnical system (additional factor), with the direct copper dissolution in the friction process;

— «bronze BrAZ 9-4 — oil I-20A — chelate (CuLl2 , CuL ; ) — DMF - steel 45». It was
assumed that in the case of similar results, concerning the antiwear properties, obtained by the
investigation of the given systems: (HL' + DMF) and (CuL 12 + DMF), (HL’ + DMF) and (CuL g

+ DMF), it is possible not only indirectly to prove the formation of metal chelates CuL 12 , CuL g ,

but also to reveal the active character of the aprotic solvents, because such investigations have not
been carried out previously.
The results, obtained under the investigation of these systems are given in Table 5.

Table 5
Compounds of the lubricating compositions «I-20A oil + thioamide + DMF» and «I-20A oil + chelate Cu(Il) +
DMF» and their antiwear properties

=

S The compounds of the composition, % Wear [, mg, un(;gerl\';[hpeacontact pressure

Z )

2. : - complex

£ | (hioamide n DMF | 120A | 8 12 16 20 24

7 | HL', 0,06 - - 1o 100 | 0,043 | 0,088 | 0,133 | 0,495 | 0,850

12 | HL' 0,06 - 3,0 1o 100 | 0,040 | 0,027 | 0,030 | 0,038 | 0,039
1

13 - CuL 5 , 0,06 3,0 1o 100 | 0,010 | 0,014 | 0,018 | 0,027 | 0,013

1 1
14 | HL', 0,03 CuL 5 , 0,03 3,0 oo 100 | 0,024 | 0,034 | 0,026 | 0,041 0,034

11 | HL%, 0,06 - - 10100 | 0,000 | 0,093 | 0,180 | 0235 | 0,300

15 | HL% 0,06 - 30 | 10100 | 0,035 | 0,022 | 0,011 | 0,032 | 0,030
5

16 - CuLy 006 | 30 | 20100 | 0,000 | 0011 | 0016 | 0,025 | 0,021

5 5
17 | HL, 0,03 CuL 5 , 0,03 3,0 mo 100 | 0,000 | 0,019 | 0,034 | 0,040 0,033
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In the friction pair «bronze BrAZ 9-4 — steel 45» of the lubricating compositions /2—17, the
results of the investigation regarding the wear and contact load correlation (Table 5) and
represented in Fig. 6 and 7, and can be formulated as following:

— under the condition of the contact load change, in the investigated lubricating
compositions, in the friction pair «bronze BrAZ 9-4 — steel 45», the wear magnitude variation is
represented as a constrained values range /,: for the lubricating compositions /2—14 (Fig. 6) the
magnitude variation is 0.013-0.041 mg, and for compositions 7/5-77 (Fig. 7) the magnitude
variation is 0.011-0.04 mg;

— in the friction pair «bronze BrAZ 9-4 — steel 45», given intervals of the wear magnitude
variation are practically identical, thus, as a sequence, we obtained the same antiwear effect
mechanism of the investigated additives and lubricating compositions (Table 5);

— similar Jpvalues of the investigated compositions /2—17, for example, under the condition
when P = 16 MPa demonstrate, that the active substances, which provide the antiwear properties of

. . . . 1 5 .. .
the investigated friction pair, are absolutely CulL , and CuL 5 coordination compounds, which are

present in the I-20A industrial oil;

— the difference in I, values is 4.4 times for compositions 7 (HL'") and 12 (HL' + DMF)
(Table. 5, Fig. 6), for instance, under the condition when P, = 16 MPa, and for compositions 11 (HL’)
and 15 (HL® + DMF), Table. 5, Fig. 7, under the same contact pressure, the difference in I, values is
16.4 times, and it can be considered as a very significant aprotic DMF solvent effect regarding the
process of zero-valent copper dissolution according to the previously given scheme (4)

It was demonstrated the series of the antiwear and antifriction action of the investigated
organic solvents under the P = 8 MPa contact load.

5 DMSO | > | DMF | > | (DMF+CCl) | > |CH;C(=0)OC,H; | > | (C(=0)OC;H;),

Ig, mg DMSO > DMF > (DMF + CC14) > CH;C(:O)0C2H5 > (C(:O)OC3H7)2
DN,
SeCls | 124,73 111,33 84,00 71,57 60,00
kJ/mol
0,2 u
0.1
17
=415
0,0 16

O - LA

Fig. 6. The correlation between the wear and contact ~ Fig. 7. The correlation between the wear and contact
load in the friction pair «bronze BrAZ 9-4 —steel 45»  load in the friction pair «bronze BrAZ 9-4 — steel 45»

with the lubricating compositions «oil I-20A + with the lubricating compositions «oil I-20A +
thioamide HL' + DMF» and «oil I-20A + thioamide HL’ + DMF» and «oil I-20A + chelate
1 5
chelate CuL o » (t=20 °C, 7=3 h) CuLy» (¢=20°C, 7=3h)
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These data specify a linear correlation of the /, and f; decrease in relation to the increasing
of the donor activity of the investigated aprotic solvents (DNgyci;) and their ability to, additionally,
increase the dissolution of zero-valent copper in the friction pair «bronze — steel» with the
formation of the corresponding coordination compounds. It was found that the serial complication
of the lubricating compositions /-5, 7—/7 by the addition of the organic solvents, thioamide

1 5 .
complexones (HL' — HL?), copper(II) metal chelates, based on them (CuL 5, Cul,), to oil I-20A

allowed not only to find out a number of antiwear activity of additives, for example, for the aprotic
solvent DMF:

Additives to 1 1 1
the oil 1204 | 1720A > DMF > HLL > HL+DMF > cyL, +DMF
I, mg 0,6004 0,0928 0,0430 0,0400 0,0100

but also to investigate the influence of each of the factors on the tribotechnical characteristics in the
friction pair «bronze BrAZ 9-4 — steel 45».

Thus, the conducted investigations allow us to draw the following conclusions:

1. Organic solvents, whch are included in the lubricating compositions «oil I-20A + organic
solvent» in 1,2-8,2 and 13,3-42,4 times improve, respectively, the antiwear and antifriction
properties of the friction pair «bronze BrAZ 9-4 — steel 45» in comparison with «pure» oil I-20A.

2. Antiwear properties of the lubricating compositions «oil I-20A + organic solvent» in the
friction pair «bronze BrAZ 9-4 — steel 45» are determined by the donor activity (DNgyci) of the
organic solvents: I, = f(DNspci). The minimum wear values are observed during there were used
organic solvents (DMF, DMSO), which have the maximum values of DNgycis.

3. The injection of the organic solvent (DMF) into the lubricating composition «oil I-20A +
thioamide HL'» provides the wear decrease in the «bronze BrAZ 9-4 — steel 45 friction pair in 4.4
times, under the contact pressure of 16 MPa. Thus, the organic solvent (DMF) is an active
dissolution zero-valent copper component, which is contained in bronze.

4. Similar values of the wear in the friction pair «bronze BRAZ 9-4 — steel 45», within the
presence of the lubricating compositions «oil I-20A + thioamide HL' + DMF», «oil I-20A + chelate

CuL12 + DMF», «oil I-20A + thioamide HL' + chelate CuL12+ DMF» (according to 0.030, 0.018

and 0.026 mg under the contact pressure of 16 MPa) prove that in all cases the active antiwear

1
additive to oil I-20A is the coordination compound CuL , .

5. Coordination compounds of the general formula CuL, are the effective antiwear and
antifriction additives to industrial oils and can be recommended for industrial use and can be
applied for the general friction pairs «bronze — steel».
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®OPMYBAHHS KOOPJIAHAIIMHUX CIOJIYK MIII (IT) I YAC IIPOIECY TEPTSA
TA iX BILTMB HA TPUBOTEXHIYHI XAPAKTEPUCTUKH 3MAILIYBAJIBHUX PEYHOBUH
Hocnimxeno Tpudoximiuny cucremy «Oponsa bpAX 9-4 — opraniunmii jogarok — onmsa [-20A —
ctanbs 45», y sAKiil M Ji€r0 MEXaHIYHOTO AKTUBYBAHHS METAJICBHX ITIOBEPXOHB MAapH TEPTS TA OPraHiYHHUX
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JIOAATKIB YTBOPIOIOTHCS KOOPANHALINHI crionyky kynpymy (1I), mo 3abe3medyioTs BHCOKI IPOTH3HOIITYBaIbHI
i aHTUPPUKIIHHI BIACTUBOCTI MACTHIILHUX KOMITO3UIIiN. [ToCiiI0BHE YCKIIAJIHEHHS MACTHIBHUX KOMITO3HUILIIH
HOULIXOM J0AaBaHHs 10 0a30Boi onuBH [-20A OpraHivHHUX PO3YMHHHKIB, TIOAMIIHHX JHTaHIIB Ta MeETall-
xenatiB kynpyMy (II) Ha X OCHOBI JO3BOJNUIO BCTAHOBUTH PAJ POTU3HOLIYBANbHOI aKTHBHOCTI JOAATKIB JI0
ingycrpiansHoi onuBHU [-20A Ta JOCHIIUTH BIUTUB KOKHOTO i3 YHUHHHKIB Ha TPHOOTEXHIUHI XapaKTEPUCTHKU B
napi teptst «Oponza BpAX 9-4 — crans 45». Ha oCHOBI oTpuMaHuX pe3ynbTariB 3po0JIEHO BHCHOBOK, IIO
MOKPAIIEHHs eKCIUTyaTallifHuX XapaKTePHCTHK MACTHIBHUX KOMIIO3MIIH BH3HAYAa€ThCS YTBOPEHHSIM Y
nporeci TpHOOXIMIYHUX peakwiil koopauHaniiHuX cnonyk Kynpymy (II).

KnrouoBi cioBa: TpuOoxiMis, MacTHIIBHI KOMIO3HUMLIi, KOOpAMHALiMHI crmomyku kympymy(ll),
MPOTH3HOIIYBaBIbHI 1 aHTU()PUKIIIHHI BIaCTHBOCTI
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? Bunnuyxuii nayuonansmoii meduyuncxkuii yuusepcumem um. M.H. ITupozosa, ranskiy@gmail.com
®OPMHUPOBAHUE KOOPJUHALIMOHHBIX COEJAHEHUMA ME/M (II) BO BPEMSI
MNPOLECCA TPEHUSA U UX BJIUSHUE HA TPUBOTEXHUYECKHUE XAPAKTEPUCTUKHA
CMAS3BIBAIOIIIMX BEHIECTB

Hccnenosana tpuboxumuueckas cucrema «oponsa bpAXK 9-4 — oprannueckast npucaaka — macio U-
20A — ctanb 45», B KOTOPOil MO IEHCTBIEM MEXaHWIECKOTO aKTHBUPOBAHHS METAUTMIECKAX TTOBEPXHOCTEH
mapel TPEHHS M OpPraHUYECKHX TIPHCAJ0K 0O0pa3yloTcs KoopauHauuoHHble coenuneHus wmean(ll),
00eCreunBaoIe BBICOKHE MPOTHBOM3HOCHBIE W AHTH()PUKIIMOHHBIC CBOWCTBA CMAa30YHBIX KOMITO3HIHMA.
IMocnenoBarenbHOE YCIOXXKHEHHE CMA304HBIX KOMIO3HLUM IyTeM aoOaBieHus K 0azoBomy Macity M-20A
OpraHUYecKUX PacTBOPUTENCH, THOAMHUIHBIX JIMTaH/I0B U MeTaiui-xenaroB Menu (II) Ha ux ocHOBE MO3BOJIMIIO
YCTaHOBHTH PsiJi IPOTUBOM3HOCHOW aKTHBHOCTH MPHUCAIOK K MHIycTpHaabHOMY Macity M-20A u uccnenoBartb
BIIMSIHUE K@XIOr0 U3 (pakTOPOB Ha TPUOOTEXHUUYECKIE XapaKTEPUCTUKH B mape TpeHus «oponsa bpAX 9-4 —
ctanb 45». Ha OCHOBaHMM MOJYYEHHBIX PE3yJbTATOB CICJIAH BBIBOJ, YTO YJYYIICHHE SKCILTYyaTallHOHHBIX
XapaKTEePUCTUK CMA30YHBIX KOMIIO3HMLMI OIpeAenseTcs oOpa3oBaHHEM B Ipolecce TPUOOXMMHUUECKHX
peakuuii KOOpJUHAIIMOHHBIX coepnHenuit menu(1l).

KioueBble cjioBa: TpUOOXMMHS, CMa304HbIE KOMIIO3UIMH, KOOPIUHAIIMOHHBIE COEIUHEHUS
menu (1), npoTuBOM3HOCHBIE M aHTU(PUKIIHOHHBIE CBOMCTBA

ABSTRACT
Anatoliy Ranskiy[, Olga Gordienko', Taras Titov', Natalia Didenko’
"Vinnytsia National Technical University,
°National Pirogov Memorial Medical University, ranskiy@gmail.com
FORMATION OF COPPER (II) COORDINATION COMPOUNDS UNDER THE FRICTION
PROCESS AND THEIR IMPACT ON THE TRIBOTECHNICAL CHARACTERISTICS
OF THE LUBRICATING COMPOSITIONS
It has been investigated the tribochemical system «bronze BrAZ 9-4 — organic additive — oil I-20A —
steel 45» in which due to mechanical activation of metal particles of the surfaces of friction pair the copper(1l)
coordination compounds have been created. These complexes provide high antiwear and antifriction properties
of the lubricating compositions. The sequential complication of lubricating compositions by adding organic
solvents, thioamide ligands and metal chelates of copper(Il) based on them to base oil I-20A allowed to
establish an order of anti-wear activity of additives to industrial I-20A oil and investigate the influence of each
of the factors on tribotechnical characteristics in friction pair «bronze BrAZ 9-4 — steel 45». Based on the
obtained results, it is concluded that improvement of the operational characteristics of lubricating
compositions is determined by the formation of copper(Il) coordination compounds during the tribochemical
reactions.
Key words: tribochemistry, lubricating compositions, copper (II) coordination compounds, antiwear
and antifriction properties.
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2.3 DEVELOPMENT OF ALTERNATIVE JET FUELS MODIFIED
WITH CAMELINA OIL BIO-ADDITIVES

Anna Iakovlieva', Sergii Boichenko®, Kazimierz Lejdaz, Hubert Kuszewski’, Oksana Vovk'

Constant increase of aircraft fleet and exhausting crude oil deposits promote worsening of
the world energy crisis. As a result we observe rise in prices for jet fuel (JF) that today comprise
about 25-30 % of passenger travel [1]. Moreover, products of fuel combustion cause detrimental
impact on environment. Thus, the task of search and development of alternative JFs became
especially important.

This work is devoted to the study of possibilities of partial replacement of conventional JFs
with components of biological (plant) origin. It will allow decreasing the dependence on
exhaustible energy sources and minimizing negative impact of aviation on environment.

Today alternative fuels from various renewable feedstock are actively developed and
studied. Among them are fuels made of biomass, plant oils, animal fats, microalgae, waste from
agriculture, wood processing industry, municipal waste etc [2]. JFs produced from biomass via FT-
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synthesis and fats hydration were successfully tested and now are already implemented [3]. Theses
alternative fuels possesss high quality, however its’ chemical structure looks as completely
synthetic paraffinic kerosene [5]. It means that entering the environment fuel causes negative
impact on nature similarly to conventional JFs.

There is a good experience in use of conventional JF mixture with bio-additives produced
from plants oil up to 50 % [6]. These bio-additives are methyl or ethyl esters of plant oils or animal
fats. The most rational feedstock is rapeseed or camellina oils (CamO) [7]. Camelina relates to
energy crops with high oil content. The main consumers are the producers of biofuels. Camelina is
used in agriculture as crop rotation, which prevents reduction of soil fertility and provides
increasing of crop resistance to diseases and pests. It is not demanding to climatic conditions and
does not require substantial cultivation and care. Camelina seeds contain 40—-50 % of oil, providing
oil output of about 1250 I/ha [1-5]. Another advantage of this culture is the use of meal as feed for
livestock and poultry. The scientists believe these camelina characteristics provide “sustainability”
of the process of aviation biofuels production without creating competition in the food industry.
Nowadays this culture is widespread in the US, Canada and some European countries [2].

However, today application of these bio-additives as components of JF is at the early stage
of development and need to be studied completely. In this regards, the work is devoted to studying
persectives of development new alternative JFs with CamO bio-additives.

The purpose of this work is to study key physical-chemical and exploitation properties of
JFs modified with CamO bio-additives and to consider the possibility of using JF, blended with
bio-additives in aircrafts’ jet engines.

In order to reach the set purpose it was necessary to fulfill the next fasks:

—To study experimentally the main physical-chemical and exploitation properties of JF and
CamO bio-additive;

—To study experimentally the main physical-chemical and exploitation properties of JFs
modified with CamO bio-additives in quantity 10 %, 20 %, 30 %, 40 % and 50 %;

—To analyze and explain the influence of bio-additives on physical chemical and
exploitation properties of JFs.

The quality of fuel samples was determined according to the following physical-chemical
and exploitation properties: density, fractional composition, heat of combustion, kinematic
viscosity, freezing point, anti-wear properties, fire safety and corrosiveness. The mentioned
properties are considered to be identifying for quality control of conventional and blended JFs.

For fulfilling experimental studies conventional JF of grade Jet A-1 was used. This type of
fuels was produced by Polski Koncern Naftowy «ORLEN» (Plok, Poland), and its quality
parameters meet requirements of specifications ASTM D1655, Def Stan 91-91.

For obtaining alternative JF CamO fatty acids ethyl esters (FAEE) bio-additive were used.
It was produced in the Institute of bioorganic chemistry and petrochemistry of the National
Academy of Sciences of Ukraine.

Within the scope of the work physical-chemical and exploitation properties of pure JF, pure
sample of bio-additive and JF blends, which contained 10 %, 20 %, 30 %, 40 % and 50 % of bio-
additive were studied. The list of studied fuel samples and its designations are presented in Table 1.

Physical-chemical and exploitation properties of JF, bio-additives and JFs blended with bio-
additives were studied using standard methods and equipment based in the Laboratory
of Exploitation Materials at the Department of Internal Combustion Engines and Transport of
Rzeszow University of technology and in the Laboratory “Aviatest” of the Scientific-Research
Center of Chemmotology and Certification of Fuels, Lubricants and Technical Liquids of the
National Aviation University. Density (denoted as p) was estimated according to ASTMD4052
using device for density determination “AntonPaar”, DMA 4500M. Density was determined at
temperature 15 °C that is specified by ASTM D1655. Fractional composition was determined
according D86 using automatical fractional composition analyzer “Herzog Optidist”.
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Table 1
Description of fuels samples used for studying physical-chemical and exploitation properties

No Sample description Sample designation

1 Jet fuel of grade Jet A-1 JF

2 Bio-additive — fatty acids ethyl esters of camelina oil CamO FAEE

3 Jet fuel blended with 10 % of bio-additive JF+10 % CamO FAEE
4 Jet fuel blended with 20 % of bio-additive JF+20 % CamO FAEE
5 Jet fuel blended with 30 % of bio-additive JF+30 % CamO FAEE
6 Jet fuel blended with 40 % of bio-additive JF+40 % CamO FAEE
7 Jet fuel blended with 50 % of bio-additive JF+50 % CamO FAEE

Viscosity (denoted as v) was determined according to ASTMD445 using automatic device
for viscosity determination “HerzoglLow temperature viscometer”, HVU 482. Viscosity was
determined at temperature -20 °C that is specified by ASTM D1655 and also in a temperature range
from -20 °C to 100 °C. Heat of combustion (denoted as Q) was determined according to ASTM
using Automated Bomb Calorimeter IKA C 200 produced by IKA Werke GmbH&Co. KG. Flash
point (denoted as #3) was determined according to ASTM D93 using Pensky-Martens Flash Point
Analyzer HFP 339 (produced by Walter Herzog. Corrosiveness was determined according to
ASTM using Analyzer for Corrosion Testing of Fuel (also LPG) To Copper produced by ANKO.
Freezing point (denoted as #) was determined according to TOCT 5066-91 (UCO 3013-74) using
Petroleum products low-temperature properties analyzer UTF 70 produced by Crioholod. Antiwear
properties were investigated using a T-02U four-ball tester by means of determining the scuffing
load applied to the friction pair of the tester. The rotation speed during tests was 500 rpm, with the
load increase rate of 409 N/s. The initial temperature of the fuel sample at the start of the test run
was 20+ 1.0 °C.

Today there are strict requirements to JFs connected with efficiency, reliability durability of
aircraft equipment and environmental safety [1, 2, 7]. Among the general technical requirements
special attention should be paid to:

—High level of evaporability that provides reliable flammability and completeness of fuels
combustion;

—Good low temperature properties, which provide reliable fuel pumpability at low
temperatures;

—Chemical and thermal stability with minimal tendency to form deposits in the fuel system
of theair craftengine;

— Absence of negative impact on metal and non-metal parts of the engine fuel system,
equipment for fuel storage and transportation;

—Good lubricating properties thate liminate excessive wearing of fuel assemblies friction
parts;

—The optimal level of electrical conductivity, which excludes fuel electrification and
provides safe fuel transfer and filling of fuel tanks;

—Absence of toxic components, impurities and additives, minimum content of sulphur
compounds, which lead to harmful products in there sultof fuel combustion.
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This complex of requirements is provided by physical-chemical, exploitation and ecological
properties of jet-fuels, which are determined by nature and properties of raw material, methods of
basic fractions productions, methods of their purification and mixing, additive sapplied [3].

At thef irst stage of the work we were studying physical-chemical properties of conventional
JF Jet A-1 and CamO FAEE bio-additive. Characteristics of conventional JF and bio-additive are
presented in Table 2.

It is seen from the table that properties of conventional JF completely meet the requirements
of standard. However, bio-additive differs from properties of JF. Next, the compatibility of bio-
additive with conventional JF and its influence on key physical chemical and exploitation
properties of modified JF were studied.

Table 2
Physical-chemical properties of conventional jet fuel and biocomponents
N | Property ASTM D1655 Jet fuelJetA-1 CamO FAEE
! Density at temperature 15 °C, kg/m3 775-840 794.03 874.49
2
Fractional composition °C:
- 10 % distilled at temperature max 205 169.15
- 50 % distilled at temperature max registered 186.2 )
- 90 % distilled at temperature max registered 217.13
- final boiling point max 300 243.44
3
Kinematic viscosity, mm?/s:
- at minus20 °C max 8.0 3.2923 16.413 (-10)
-at20°C - 1.5004 6.422
4 Freezing point, °C max minus 47 minus 57 minus7
> | Flash point, °C min 38 43 35
6 Higher heat of combustion, kJ/kg - 46368 39842
7 Copper strip test 1 la 1b
8 Lubrici
ubricity:
Scuffing load, N ) 523 2644

Density. The density p of JFs is one of its main physical characteristics that influences
directly on the flammability of fuel: the processes of evaporation, fuel-air mixture formation,
completeness of combustion and fuel flow of the aircraft. The required density of JFs ensures
reliable operation of fuel system of JE [4, 8].

The density of the JFs depends on its chemical and fractional composition. The increase of
heavy fractions, aromatic hydrocarbons and reduction of paraffinic hydrocarbons contribute to
increasing fuel density [8].

Fuel density plays an important role for evaluation its energy properties, including energy
value and heat of combustion. Increase of aromatic hydrocarbons content in JF leads to increase of
density and to rise of fuel boiling point, and as a result, increase of JF energy value [9].

The density of the JFs depends on its chemical and fractional composition [4]. CamOFAEE
bio-additivepossesses much higher density value comparing to conventional JF (Table 2). It can be
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explained by its chemical structure. Unlike hydrocarbons of conventional JFs, which contain 5+16
carbon atoms, acyl radicals of ester molecules contain on average 15+26 carbon atoms [4]. This is
the reason of a strong dispersion interaction forces between them and, consequently, higher density
compared to JFs.

According to the research of bio-additives samples impact on JFs’ density (Fig. 1), it was
found that density dependence is additive in nature and may be depicted as a straight line.

Density of blended JFs increases with increasing content of bio-additives, which happens
due to strengthening of the dispersion forces of interaction between molecules of hydrocarbons and
acyl radicals of esters on one hand, and the appearance of induction force of interaction between
hydrocarbons of JF and carboxylic groups of esters on the other [3, 4, 9].

It is known that JFs of greater density and higher final boiling point were developed in order
to improve the energy properties of JFs, mainly its energy content, [6]. However, this was limited
by negative impact on fuel evaporability and their low-temperature properties. It can be assumed
that the addition of bio-additives to JFs will expand the range of boiling points also. Thus, the next
step is to study the fractional composition of JFs blended with bio-additives.
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Fig. 1. Density of tested fuel samples with CamO bio-additive at ¢ 15 °C

Fractional composition. JFs are a mixture of hydrocarbons of various structures [2, 7]. The
data on JF’s fractional composition allow evaluating the exploitation properties of JF and operation
of the aircraft’s fuel system: fuel evaporability, tendency to vapor locks, completeness of fuel
combustion, absence of smoke and carbon inside the combustion chamber [8, 9].

Since bio-additives are also a mixture of organic compounds, a range of boiling points is
also typical for it [2, 4, 5]. They belong to another class of organic compounds, which differ from
petroleum hydrocarbons and from each other by structure, molecular weight and boiling points [5,
8].

Next, the influence of bio-additives on fractional composition of JFs was studied (Fig. 2).
Fuel samples containing CamO FAEE in JF of grade Jet A-1 in quantities of 10 %, 20 %, 30 %,
40 % and 50 % (v/v) were studied.

The graph shows that blending JF with bio-additives affects its fractional composition,
extending toward the final boiling point. Increasing of boiling points of modified JFs is explained
by much stronger intermolecular bonds between esters molecules and higher heat of evaporation
values of ester consequently: 58.6—69.3 kJ/mol for FAEE comparing to JF’s hydrocarbon 31-47
kJ/mol.

116



From the graph it may be seen that boiling of fuel samples starts at about 76—77 °C. This
means that CamO bio-additive contains some amount of ethanol that left in esters mixture after
production process. Analyzing the data on the graph it may be concluded that the content of ethanol
is up to 5-7 % The final boiling points of fuel sample are about 347-350 °C, which are similar to
final boiling points of pure bio-additives.

Widening of the fractional composition in a result of JF modification with esters, mainly
towards the final boil point ensures reduction of light fractions, thus reducing its evaporabiity. This
in turn will reduce fuel losses from evaporation, reduce the possibility of vapor locks formation of
and improve its fire safety.
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Fig. 2. Fractional composition of JF of grade Jet A-1 blended with CamO FAEE

However, the lighter fraction composition and higher vapor pressure, the better starting
properties of JFs. Thus, fuels with high evaporability are able to provide jet engine launch with
poor fuel-air mixture comparing to fuels with lower evaporability. In addition, increased volatility
of fuels contributes to the increase of completeness of combustion and reduction of carbon
formation in combustion chambers [4, 6, 9]. Studies of modified JFs showed that initial boiling
point and temperature of 10 % (vol.) of recovery, which characterize evaporability and starting
properties of JFs are within the values, which are set by specifications for JF of grade Jet A-1.
Thus, the use of blended fuels should not have a negative impact on the launch of JEs. The final
boiling point of modified JFs (up to 350 °C) significantly exceeds the norms established by
specifications (up to 300 °C). This heavy fractional composition due to increased density of
blended JFs will increase their energy value.

Energy properties. The heat of combustion is one of the most important physical and
chemical parameters of JF quality that characterizes its energy properties [5, 6]. The purpose of the
fuel in the engine is converting its chemical energy into heat one for heating of air that entering the
turbine and jet pipe of the aircraft [4, 9]. For heating the required amount of air and obtaining the
desired thrust characteristics of the engine it is better to use JF with the highest energy value.

According to specifications for JF the standard value is net heat of combustion. The heat of
combustion is determined by its elemental composition: the more content of hydrogen in fuel, the
higher is heat of combustion. Besides elemental composition, heat of combustion depends on the
structure of fuel hydrocarbons. Thus, hydrocarbons of different structure have different energy of
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intramolecular bonds distruction. Among the components of JFs the maximal heat of combustion is
typical for alkanes, then cyclic alkanes (naphtenes) and then aromatic hydrocarbons.

Data about the elemental composition of JF allows calculating its heat of combustion.
Higher heat of combustion Qy, takes into account the heat of condensation of water vapors, which
are formed during combustion. During the process of water condensation 2500 kJ/kg of energy is
released. It is known that heat of vapors condensation is not used during engine operation, so the
lower heat of combustion Qyis used to characterize the fuel. Its value is less than higher heat of
combustion on heat of water vapors condensation.

The method ASTM D4809 allows experimental determination of Oy, of fuel samples. Thus,
within the scope of this work energy properties of fuel samples were estimated by the value of
higher heat of combustion.

The results of measurements and calculations of heat of combustion of JF and CamO bio-
additive are presented in Table 2. It is seen that heat of combustion of bio-additive is lower on
about6600 kJ/kg, that is explained by differences in elemental composition of bio-additive: esters
contain ~12 % of hydrogen, while JF — 14 %. Esters contain 11-11.5 % of oxygen, which almost
absent in conventional JF.

Later the higher heat of combustion Oy, of JFs modified with bio-additives was investigated.
It was found that blending of conventional JF with bio-additives reduces its higher heat of
combustion (Fig. 3).
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Fig. 3. Net heat of combustion of tested fuel samples

The results have shown that the blending JFs with bio-additives decreases its heat of
combustion. Due to the fact that esters and blended JFs have higher density, it is reasonable to
analyze in future works the changes in heat of combustion and energy value with increasing content
of esters in JFs.

Kinematic viscosity. Stable operation of jet engine’s fuel system at low temperatures largely
depends on the fluidity of JFs that is measured by viscosity — a property of liquids to resist
deformation of its volume by external forces. According to specifications for JF the standard value
for describing viscosity is kinematic viscosity v, mm?s.

The viscosity affects pumpability of JF within fuel system. Using high-viscous fuels can
cause reduction of productivity of fuel pumps, reduction of injection pressure and quality of fuel
spraying, especially at low temperatures [3, 6]. This leads to the deterioration of JF volatility and
completeness of combustion. Low viscosity is also undesirable. Fine dispersion of fuel causes local
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oversaturation of fuel-air mixture and narrowing range of the stable operation of combustion
chamber. In addition, low viscosity values adversely affect the anti-wear properties of JFs [3].

Bio-additive based on FAEE of CamO is characterized by much higher viscosity values
comparing to petroleum-derived JFs (Table 2).

The reason for this is chemical structure of bio-additives. Chain length determines the large
size of the compounds, which leads to higher energy of intermolecular interaction [9]. Viscosity
characterizes the strength of intermolecular interaction within the fuel [1, 2]. The greater energy of
intermolecular interaction, the greater is viscosity. It explains stronger dependence of esters’
viscosity on temperature.

Viscosity-temperature dependence of esters can be explained by the fact that decreasing of
temperature causes reduction of thermal energy of motion as well as mobility of molecules [3].
Temperature decrease leads to association increasing and rising of esters’ viscosity. Hydrocarbon
are characterized by smaller sizes and the energy of it’s interaction is lower comparing to esters [3,
8].

CamO FAEE bioaditive possesses comparatively low viscosity values (if to copare with
other types of bio-additives). Probably, this may be explained by the presence in bio-additive of
small quantity of ethanol that possesses much smaller viscosity. Later the influence of CamO bio-
additives on kinematic viscosity of modified JFs at 20 °C was studied (Fig. 4).
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Fig. 4. Kinematic viscosity of tested fuel samples with CamO bio-additive at 20 °C

It was found that blending of JFs with bio-additives causes increase of its kinematic
viscosity. We suppose that this happens due to the appearance of forces of intermolecular
interaction between JF’s molecules and esters’ molecules [4, 7].

Low-temperature properties. Low-temperature fuel properties of JFs are characterized by its
behavior at low temperatures [6, 9] and are strictly controlled by specifications. During exploitation
jet engines usually have to work at very low temperatures, especially in winter. In summer period
fuel also can be cooled during high-altitude flights of subsonic jet aircrafts. The reason for this is
that the ambient temperature at an altitude of 9—12 km reaches minus 50-70 °C [1, 3]. Cooling of
JFs may be accompanied with clogging of fuel filters that may be associated with aircrafts
accidents and disasters. Cooling of fuel also reduces spraying efficiency by fuel nozzles and
worsening fuel pumps operation [2, 5].

Low-temperature properties of fuels are characterized by physical and chemical phenomena,
which occur in fuels at temperatures below 0 °C. Low temperature is a condition for occuring
insoluble organic precipitates that affect fuel system operation. The reasons for its occurrence are
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the sharp decrease of solubility of some components in fuel at low temperatures and phase
transitions [2, 7, 8].

The main source of low-temperature precipitate in JFs is the crystallization of fuel’s
hydrocarbons when freezing point (FP) is reached. Decreasing of temperature causes crystallization
of hydrocarbons, rise of crystals concentration and fuel gradually loses its fluidity and then freezes
[7, 8].

Bio-additives based on FAEE of CamO are characterized by significantly higher values
of FP comparing to JF (Table 2). High value of bio-additive’s FP is stipulated by chemical structure
of molecules and by Van der Waals interactions between them. The length of the hydrocarbon
chains (C;s+Cys) defines the large size of the compounds. Due to this binding energy between
molecules is higher comparing to conventional JFs [2, 3].

Due to the existence of intermolecular interaction forces the speed of random motion of
esters molecules is insignificant. With temperature decrease its association is growing fast. Further
temperature decrease causes viscosity rise to such a degree that esters freeze and loose mobility [8].
Presence of double bonds in esters makes them curve-shaped, that makes it difficult to locate
compactly [8, 9].

The experimental results have shown that modifiying JFs with bio-additives increases its FP
(Fig. 5). When concentrations of bio-additives are small, they are uniformly distributed in the
volume of JF and distances between esters’ molecules are not enough for interaction appearance.
Further increase of esters content causes rise of FP that gradually approaches to values typical for

pure esters.
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Fig. 5. PP of tested fuel samples with CamO bio-additive

When content of bio-additives in JF exceeds 30 % the content of comparatively large esters
molecules is sufficient for their associations due to attraction forces, and also due to the interlinking
of molecules chains. A special role in the process of "interlinking" is played by unsaturated esters
of curved form. Thus, associated esters’ molecules initiate formation of structure within blended
JFs. The other explanation of FP rise may be proposed: during temperature decrease small
molecules of JF bond with single molecules or group of associated esters molecules. This promotes
association of hydrocarbons and freezing of blended JFs.

Basing on the results of experiments we can make the conclusion that sample of modified
JFs, which contain up to 20-25 % of CamO FAEE, satisfy requirements of specifications.
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From the studies [8] it is known that the reason for the decreasing of fuel pumpability at low
temperatures is a significant increase in fuels’ viscosity. In order to evaluate viscosity of modified
JFs at low temperatures we have studied the mutual influence of temperature and concentration of
bio-additives on the above mentioned property (Fig. 6).

Increasing the concentration of esters and reduction of the temperature are factors that
contribute to the association of molecules of modified JFs primarily due to increasing the number
of collisions (contacts) of esters’ molecules. And reduction of temperature is a factor that
strengthens the ties between associated molecules by reducing the speed of molecules thermal
motion and, consequently, increases the viscosity and FP.

From the studies [3, 5] it is known that curves of JFs viscosity dependance on temperature
change in the area of low temperatures very rapidly. Fig. 5 shows that even insignificant increase of
temperature causes a significant decrease in fuels’ viscosity. To avoid potential problems with
blended JFs spraying at low temperatures it is possible to increase fuel pressure before the nozzles.
This technical solution is well-known for a long time and has been successfully used during JEs
exploitation. This allows achieving the required fineness of spraying and sufficient quality of fuel-
air moxture in the combustion chamber.
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Fig. 6. Kinematic viscosity of tested fuel samples with CamO FAEE bio-additive asafunction of temperature

Anti-wear properties. It is known that antiwear properties of JFs determine reliability and
operational life of aircrafts’ fuel system equipment and friction pairs in particular [3, 7]. These
pairs usually work in regimes of rolling friction, sliding friction and combined friction at various
loads, temperatures, pressure, speed of relative movement [9]. At semi-liquid friction the antiwear
properties of JFs are determined by:

- JF viscosity that provides hydrodynamic effect of wearing surfaces division by liquid,
- presence of surfactants in fuel that form high strength absorption layer at the wearing
surface and divide surfaces with decreasing of friction coefficient and wearing details.

As it is noted in works [2, 3, 7] using of fatty acids esters positively influences on
lubricating properties of fuels. The data in Table 2 shows that conventional JF’s lubricity evaluated
by the value of scuffing load Ps is significantly lower, comparing to CamO FAEE.

Surfactants in fuel cause its surface activity — ability of fuel or its components to absorb at
the surface of metal, form the boundary film and thus prevent dry friction of details [2, 3, 7]. Fuel
hydrocarbons almost do not protect friction pairs from wear. Substances, which are considered to
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be surface active, are gums, oxygen-, sulfur- and nitrogen-organic compounds. But presence of
these substances is undesired, because of thermal stability and corrosion properties of fuel.

Fatty acids esters are natural surfactants. Presence of oxygen atom in carboxyl group in
molecules stipulates strong polarity of esters. Such structure provides ability to absorb on surfaces
of solid bodies and thus, ability to form polymolecular film — boundary layer. In a result of
experimental data processing the dependence of scuffing load Pg of the friction pair in the medium
of studied modified JFs on the content of bio-additives (Fig. 7) was obtained. In general obtained
results indicate that increasing portion of bio-additives in modified JFs improves its antiwear
properties [3].

Such view on lubricating properties of fatty acids esters allows us explaining obtained
experimental results: gradual improvement of antiwear properties of JF with increasing content of
bio-additives. During modifying JF with bio-additives the total content of surfactants in fuels rises.
In a result the boundary film between friction pair become stronger. We can make a conclusion that
blending conventional JFs with bio-additives improves its antiwear properties.
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Fig. 7. Friction pair load in medium of tested fuel samples as a function of CamO bio-additives content

Fire safety. According to modern international specifications one of the dominant
operational properties of JFs is its fire safety [7, 8]. JFs belong to flammable liquids. They are
characterized by high volatility, easy form a flammable mixture with air, during combustion form a
large number of products of combustion and are good insulators. According to its fire safety JFs
belong to hazardous liquids at high temperatures.

Traditionally fire safety of JFs is characterized by its flash point (FIP) #5. This parameter
shows the conditions under which the fuel becomes fire dangerous. Specifications for JFs regulate
the lower limit of this parameter. Thus, the fuels of grade Jet A-1 should have FIP values, which are
not lower than 38 °C. According to experimental results of fire safety researches it was found that
CamO FAEE is characterized by lower value of FIP comparing to conventional JFs (Table. 2). This
result is explained by the presence of ethanol in bio-additive, left after the production process.

Corrosiveness. It is known that corrosivenessis one of the most important exploitation
properties of JFs [3, 4]. It influences on durability, and reliability of jet engines. During
exploitation details of fuel system equipment are the most subjected to corrosive influence of fuel;
details of the jet engine’s jet pipe are subjected to corrosive influence of fuel combustion products
[8]. Corrosiveness is characterized by the presence of corrosively aggressive components in fuel.
These components include sulfur and sulfur containing compounds, where the most aggressive are
hydrogen sulfide and mercaptanes (thiols). Except that, the reasons of JFs corrosiveness are
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oxygen-containing heterogenic compounds, water-soluble alkalis and acids, dissolved oxygen and
insoluble moisture [4, 6].

The process of chemical corrosion takes place during chemical interaction of corrosively-
active substances, which are present in fuel, with color metals or their alloys that are used for
producing details of aircrafts’ fuel systems. The processes of corrosion are especially intensive
when the water is present. The highest activity among sulfur compounds is typical for mercaptanes,
elemental sulfur and hydrogen sulfide. Sulfides, disulfides, thiophenes and thiophanes are related to
neutral sulfur compounds. However, at temperatures more than 120 °C these compounds
decompose and form mercaptanes and hydrogen sulfide. Other words, they become corrosively
active. Copper (bronze) alloys and steel details with coating (usually cadmium) are subjected to
most intensive corrosion during exploitation.

Among JFs the highest corrosive activity is typical for fuels, which are produced from sulfur
oils. Hydrogen sulfide is removed from fuels completely during crude oil processing. However,
because of the technological reasons elemental sulfur and mercaptanes are still present in JFs is
small quantities.

Corrosive action of JF sisrevealed at firstin destruction of copper surface; later significant
corrosive sediments of black color appearon copper details. With time these sediments cut from
surface and accumulate in fuel in the form of black in soluble particles, which cause clogging of
filtering equipment. Corrosion of fuelling equipment, which are made of copper alloys, also
depends on products of JF oxidation that are contained in fuel [4].

The method for JFs corrosiveness control is copper strip test. The degree of copper strip
corrosion is estimated comparing to etalon sample (Fig. 8).

Fig. 8. The standard samples for determination copper strip corrosion

The results of tests of JF, bio-additives and samples of JFs blended with bio-additives on
copper strip are presented in Table 3.

Table 3
The result of copper strip test of fuel samples
Bio-additive | JF ofgrade| 100% |JF+10% | JF+20% | JF+30% | JF+40% | JF+50%
Jet A-1 bio- of bio- of bio- of bio- of bio- of bio-
additive additive additive additive additive additive
CamO FAEE la 1b la la la 1b 1b
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According to the requirements of ASTM and Def Stan specifications for JF of grade Jet A-1
the degree of copper strip corrosion have to be not more than 1 according to the scale on Fig. 8.
As we can see from the data in Table 3 the degree of corrosiveness of JFs modified with bio-
additives completely satisfies requirements of existing specification.

This diversity of technologies provides the ability for JF production using various
feedstocks. Scientists believe that the most promising feedstocks are plants with high oils content,
algae and some types of industrial and household waste. This work was devoted to studying
alternative JF produced by it modifying with CamO components.

In are sultof the work the complex of physical-chemical and exploitation properties and
quality parameters of JF and Cam O esters were studied. The results have shown that the main
characteristics of bio-additives differ from conventional JFs.

The dependencies of JF density, fractional composition, heat value, viscosity, freezing
temperature and lubricity on the content of bio-additives were obtained. It is found that
modification of JF with CamO esters results in increasing of fuel density and viscosity, rising of
freezing temperature, decreasing of heating value and widening of fractional composition due to
the rise of final boiling point. At the same time addition of CamO esters improves anti-wear
properties of JFs. It was determined that jet fuel modification by biocomponents will have
controversial effect on exploitation properties of new fuels. On one hand it may negatively
influence on combustion process, and on the other hand it allows improving certain exploitation
characteristics and making new JF more environmentally clean.

It may be concluded that modification of conventional JF by CamO bio-additives is
possible. At the same time there is a need in more detailed influence of bio-additives on fuel
properties for optimization of jet engines operation using new kind of fuel.
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DEVELOPMENT OF ALTERNATIVE JET FUELS MODIFIED
WITH CAMELINA OIL BIO-ADDITIVES
This paper is devoted to the development and study of physical-chemical and exploitation properties
of new alternative jet fuels modified with camelina oil bio-additives. The current condition of environment is
analyzed as well as the impact of aviation industry on the environment. During the study the following
physical-chemical properties were investigated: density, viscosity, fractional composition, heat of combustion,
lubricity, corrosiveness and freezing point. It was found that properties of bio-additives are significantly
different from properties of jet fuels. As a result of the work, the complex comparative characteristic of
physical-chemical and exploitation properties and quality parameters of jet fuel, camelina oil bio-additive
and blended jet fuel samples, was developed.
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24 MEANS OF QUALITY CONTROL OF BIOFUELS, THEIR PRODUCTION
AND COMBUSTION

Artur Zaporozhets, Serhii Ivanov, Roman Serhiienko

In the structure of Ukraine’s exports, products of the agricultural sector and the food
industry occupy the highest position. This draws attention to Ukraine because of the potential for
the development of bioenergy through the processing of biomass and agricultural waste into fuel
briquettes and pellets. Moreover, according to the «New Energy Strategy of Ukraine» [1], by 2020
the share of renewable energy sources should be at least 11 %, a substantial part of which will be
solid fuel of plant origin. For achieving these indicators, an integrated approach to improve the
efficiency of pellet production is needed, as well as to control not only the quality of the finished
product, but also the parameters of such fuel burning. This requires methodological and hardware
control of informative parameters at each stage of the existence of this plant fuel: from the
preparation to the combustion of raw materials.

Production control. The technology of manufacturing of fuel pellets from vegetable raw
materials involves three main stages: preliminary grinding, drying, and the formation of the
finished product by pressing.

m raw material cost W pressing

m pre-drying m staff

B grinding » general expenses
m storage I cooling

Fig. 1. The diagram of the cost of production of vegetable pellets

In the cost structure of production of fuel briquettes or pellets from woodworking or food
industry waste, the cost of drying raw materials can reach 45 %, therefore one of the promising
ways to reduce the cost of such fuel is the efficient using of energy for the drying process.

The criterion for optimizing the drying process of any material is the Rebinder criterion [2],
to determine which it is necessary to know the heat capacity of the material and the heat of
evaporation of moisture from it for a specific temperature and humidity of the studied raw
materials. Plant materials are heterogeneous in structure, biological material, drying of which is
accompanied by secondary exothermic and endothermic processes, such as crystallization,
structural changes in proteins, changes in the concentration of the components of organic
substances during evaporation, etc. It is extremely difficult to take into account the influence of
such factors on the amount of evaporation heat using analytical methods, therefore it is preferable
to use data from direct experimental measurements. For an experimental study of the specific heat
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of evaporation and the heat capacity of inhomogeneous wet materials, a measuring system [3] was
developed and created, which allows to implement two different research methods using a single
device (Fig. 2).
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Fig. 2. Appearance of the device (a) and the structure of the thermal block (b)

The device is constructed as a block-modular system, each of the individual blocks of which
implements separate functional tasks.

The thermal unit is designed to accommodate the sample and the implementation of the
temperature conditions of the experiment. The sample is placed in one of two differentially
connected calorimetric cells, which are mounted into a common high-heat conductive base and
form a calorimetric platform.

Several calorimetric platforms with cells of different configurations have been designed for
the device (Fig. 3).

Fig. 3. Different types of calorimetric platforms

Platforms are designed as replaceable elements of the thermal unit, which allows to
significantly expand the range of materials under study. Such solution makes it possible to obtain
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correct data on the heat capacity and heat of evaporation in the study of liquors, viscous samples,
capillary-porous bodies, thin-sheet materials with a tendency to deform during drying, bulk
materials of varying degrees of dispersion, etc. In the upper and lower parts of the working
chamber, as well as directly in the calorimetric platform, electric heaters are mounted with an
independent temperature control system to provide an isothermal environment in the working
chamber of the device. The calorimetric platform is connected to an analytical balance, which
ensures registration of the mass loss by the sample during drying. The air with the moisture, which
was removed from the sample, are evacuated from the working chamber convectively through
flexible tubes by a compressor.

The control unit is used for setting and maintaining the temperature conditions of the
experiment. In addition, it is necessary to convert the data from the thermal block on the parameters
of the sample under investigation into digital form for its further processing by software.

Determination of heat of evaporation. To determine the specific heat of evaporation, the
device provides for the using of the method of synchronous thermal analysis and the simultaneous
application of the methods of differential calorimetry and thermogravimetric analysis. The method
is based on the assumption that under isothermal conditions, the heat that is supplied to a thin layer
of inert moist material is consumed to evaporate the liquid from it. The system provides for the
reproduction of the isothermal environment in which the sample under study is placed. Heat is
supplied to the sample by conduction, and its quantity is recorded by heat flow sensors that are
connected in a differential measurement circuit. At the same time, the amount of liquid that has
evaporated from the surface of the sample in the same time is determined.

The heat of evaporation r for an arbitrary point in time in a generalized form is defined as
the ratio of these quantities:

m(T) = (Ql — Qz) , (1)
dm/dr

where r (T) — specific heat of evaporation at the temperature 73 (), — eat flux recorded by the cell sensor with
the sample; Q2 — heat flow recorded by the sensor of the empty reference cell; dm/ dt — sample mass loss

rate.

Calibration device for the heat of evaporation is performed by examining the unknown
quantities in pure well-characterized model substances. Distilled water and propanol were used as
such exemplary substances. The results of the verification showed that the error in determining the
heat of evaporation using the presented instrument does not exceed 1.5 %.

The determination of heat capacity in the presented device is carried out using a
standardized method of step-by-step scanning. According to this method, the temperature range in
which the research is planned to be carried out is divided into separate intervals (steps) of
successive increase in temperature in the working chamber. The duration of each interval should be
sufficient for the formation in the working chamber of a stationary temperature regime. A sample
of a known mass is placed in the working cell of the device, after which the cells are hermetically
sealed with a vapor barrier to prevent the sample from changing its mass throughout the
experiment. Heat flow sensors measure the amount of heat that was spent on heating a sample in a
sealed cell with an increase in temperature in the working chamber for a given interval, as shown in
Fig. 4.

The specific heat 71 in the generalized form for one interval is determined by the formula:

c=1/m-| [(© -0, )dr [T,-T) @
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wherec — specific heat of the sample; 7, — 7} — the difference between the final and initial temperature values

within the same interval.
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Fig. 4. Temperature change (a) and recorded heat flux (b) during using the step-by-step scanning method

The instrument is calibrated for heat capacity by studying the heat capacity of samples of
pure inert materials with previously known well-studied thermophysical characteristics. According
to the recommendations of the standard [4], a sample of leucosapphire with a purity of at least
99.99 % is used as such a reference material.

The results of verification showed that the study of heat capacity by the method of step-by-
step scanning using the presented system does not exceed 2.5 %.

The system was used for studying a wide range of wet materials, including complex
integrated studies of the thermophysical and thermodynamic parameters of the plant components of
biofuels [5].

Quality control. Formed and ready-to-use biofuels (fuel pellets), depending on their
characteristics and properties, are assigned a quality category according to one of the international
standards, for example EN 14961-2. The most informative parameter is the calorific value of the
fuel, which is traditionally used to determine the method of bomb calorimetry.

The method of bomb calorimetry is based on measuring the amount of heat that is released
when a sample of the fuel under investigation is burned in an oxygen atmosphere. Since solid fuel
of plant origin is heterogeneous in structure and characteristics, special requirements are placed on
bomb calorimeters for studying such material, including the need to ensure high capacity to
accommodate a sufficient amount of the material under study, the ability to measure relatively
powerful heat fluxes and, at the same time, the ensure high accuracy of measurement.
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Improving the accuracy of measuring the heat of combustion is achieved by using a
differential measurement scheme, which is not always convenient when studying heterogeneous
types of fuel, because the calorimeter with two full-sized cells has a significant inertia, high mass
and low speed. An alternative could be a quasidifferential bomb calorimeter on Fig. 5. The
appearance of the structure of the core of such a calorimeter is shown on Fig. 6. As in the classical
calorimeter to determine the heat of combustion, this device has two cells, in one of which (the
bomb) the sample is located, and the second (auxiliary) remains empty and serves to reduce the
environmental impact on the measurement result. Both cells have their own heat flow sensor which
has a cylindrical shape and covers the entire side surface of the cell.

A feature that distinguishes a quasidifferential bomb calorimeter from the classical one is
the presence of an auxiliary cell, the dimensions of which are much smaller than the main one.
Comparing the signals of the working and auxiliary cells is achieved by selecting the
thermophysical parameters of the auxiliary cell's bomb simulator and amplifying its signal using a
separate correction unit. The signal gain is determined at the instrument calibration stage.
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Fig. 5. Differences between differential (a) and quasidifferential (b) scheme of a bomb calorimeter

(b)

Fig. 6. The appearance of a quasidifferential bomb calorimeter (a) and the design of the devices's core (b): 1 —
fuel sample bomb; 2 — bomb simulator
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The principle of operation of the calorimeter is based on measuring the heat flux generated
during the combustion of a fuel sample, and its integration, as a result of which it is determined the
heat released during the fuel combustion.

Compared to other models of KTS calorimeters [6], a number of improvements have been
added to the design of the KTS-4 device (Fig. 6), aimed at improving manufacturability, reducing
preparation time and improving measurement accuracy. The measurement range of the calorimeter
is from 10 to 40 kJ, the measurement error is £+ 0.1 %, the duration of the preparation process is no
more than 90 minutes, the duration of the measurement process is 30 minutes. Technical
characteristics of the KTS-4 bomb calorimeter are given in Table. 1.

Table 1
Main technical characteristics of the KTS-4 bomb calorimeter
Parameter Value

Range of measured quantity of heat, kJ 1040
The limits of permissible relative error, % +0.1
Total preparation time for measurements, min <90
Measurement time, min 30
Power (220 V, 50 Hz), W <850
Indication of measurement results digital
Mass, kg

- thermal unit 50.0

- electronic unit 15.0

- calorimetric bomb 2.5

The KTS-4 bomb calorimeter includes:

1) a thermal unit designed to place a sample of fuel in it, to ensure the required
temperature mode of operation and to measure heat generation from a bomb when a sample of fuel
is burned;

2) two calorimetric bombs BKU-2 intended for burning a sample of fuel in the oxygen
atmosphere;

3) an electronic unit designed to regulate the thermal regime, measure and process signals
from the primary transducers, generate an electrical pulse to burn a fuel sample, and transfer
measurement information to a personal computer.

The thermal unit of the device (Fig. 7) has a cylindrical sensitive heat-metering shell 6, in
the internal space of which a calorimetric cell 5 is placed. Externally the heat-metering shell is
surrounded by a thermal diffusion case 7. A reaction vessel is placed in the cell — a calorimetric
bomb containing a cup 3 with a lid / and a seal 2. In the lower part of the case, a compensation cell
10 is coaxially mounted, surrounded by its own calorimetric shell 9, which has the same diameter,
design and density of thermoelements as the main shell. The compensation cell contains a
simulated reaction vessel simulator with elements /2, /3, /4 and has a specific heat capacity per
unit area of the shell surface identical to the main one. There is an air gap 4 between the bomb glass
and the working cell, and a gap // between the simulator and the compensation cell, and the case is
protected by end insulation §.

Analytical solution of the non-stationary problem of heat conduction for the described
model is almost impossible to obtain. At the same time, the presented model consists mainly of two
types of structural elements, some of which have low thermal resistance and high heat capacity,
while others have high resistance and low heat capacity. Such a system is quite well modeled as a
system with lumped parameters.

Measurement of the amount of heat released during the combustion of a fuel sample is as
follows. A fuel sample, prepared in accordance with the standards, is burned in a calorimetric
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bomb, which is installed in the thermal unit of the calorimeter and filled with oxygen with a

pressure of 2.5...3 MPa. The surface temperature of the heat unit is stabilized with an electronic
regulator.
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Fig. 7. Simplified model of the thermal unit of a quasi-differential calorimeter

The heat that is released during the combustion of a fuel sample is determined by integrating
the heat flux, which is measured by a thermoelectric heat flux converter. Measurement and
processing of information are carried out on the basis of a microprocessor device, and the result is
displayed on a digital display of an electronic unit in the form of units of the amount of heat
released during fuel combustion (J/kcal). The result is transmitted to a computer for further
processing, specifically for the calculation of the highest and lowest calorific value, amendment,
printing of the protocol. To eliminate the influence of temperature and air convection, the heat
block of the calorimeter is placed in the climate chamber. To stabilize the supply voltage in the
network using the mains voltage regulator.

During preparing the sample, the masses of the sample of the fuel material M., copper
inflammatory wire M,,;, plastic packaging M, and filler Mj; are measured. During conducting a
calorimetric experiment, the heat Oy, generated by the sample burning is determined. After the
experiment, the residual mass of the inflammatory wire M,,,is measured. The specific heat of fuel
combustion in a bomb is calculated by the formula:

q, = [Q_ﬁl(’l —-q,- (Mwl _sz) -4, M,, Y M/ill :I/M_/uel > ®)

where g, — specific heat of fuel combustion in the bomber calorimeter, J/g; Qp; — measured heat of fuel
sample combustion, J; ¢,, — specific heat of burning wire combustion (2510 J/g); g, — specific heat of the
polyethylene packaging (46382 J/g); g — specific heat of filler combustion (16700 J/g).

Fig. 8, for example, shows graphs of the change in heat flux Q during the measurement

time ¢ at the transition between stationary levels during the combustion of biomass samples in a
bomb calorimeter.

In the course of experimental studies, two separate measurements of the heat of
combustion of identical samples of wood pellets were carried out. It was established that the heat of
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combustion (after integrating the signal from the heat flow sensors) of the 1st sample was Qy; =
11243 J, the 2nd — Qu, = 13273 J (in Fig. 8, the graphs of E; and E,, respectively).
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Fig. 8. Changes in heat flux during experimental studies on a bomb calorimeter

The work [7] confirmed the possibility of applying the method of reducing the time for
measuring the specific heat of fuel combustion by interpolating the obtained data of the change in
heat flux over time after reaching its peak value (=90 s). To use this method, it is necessary to have
empirical information about the nature of the non-stationary mode of combustion of a particular
type of fuel in a bomb calorimeter.

The advantages of such calorimeter are: improved speed, weight and size parameters are
reduced by 1.5...2 times (compared to a similar differential bomb calorimeter) while maintaining
measurement accuracy in the range of 0.1 %. The effectiveness of the calorimeter was confirmed
experimentally by studying biofuels of various nature [8].

Combustion control. To maintain high efficiency of the fuel system is not enough to use
high-quality fuel, it is necessary to use effective modes of burning such fuel. Monitoring of the fuel
combustion is reduced to monitoring the content of exhaust gases, while the objects of investigation
are the fuel systems and air-fuel path [9]. The structural diagram of monitoring the fuel combustion
is shown in Fig. 9.
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Fig. 9. Structural scheme of monitoring of combustion process
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The efficiency of the fuel system unit is determined on the basis of the efficiency of its
components: burners, heating surfaces, heat exchangers (economizers, air heaters), draft machines
and other devices. One of the most important components of the combustion process is the
efficiency of fuel combustion, that is, the economy of the operation of the burners themselves and
associated equipment (fans and smoke exhausters).

The main losses of heat during the natural gas combustion are heat losses with outgoing
gases; thermal losses associated with chemical incompleteness of combustion; heat losses from
heating surfaces. The heat losses with flue gases depends on: the temperature difference between
the exhaust gases and the air supplied to the boiler furnace, and the residual oxygen content in the
off-gas, that characterized the air excess ratio (AER, o) or the air-fuel ratio. These losses are
significant (for small and medium-sized fuel systems they can be from 10 % to 26 %, for gas fuel
system and boilers of power plants — 6-12 %) and mainly affect the efficiency of the fuel system.

In Fig. 10 shows heat losses with exhaust gases, calculated by the method of M.B. Ravich,
for different values of the temperature of the outgoing gases.
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Fig. 10. Heat losses with exhaust gases in the fuel system with different composition
of combustion products

According to the methodology based on the generalized characteristics of the fuel, during
the combustion of natural and associated gases g, is determined by the formula (%):

4, =0,01-2-(1, ~1,), @)

where z takes the tabulated value, #, — the temperature of the exhaust gases, #, — the ambient temperature. At
the same time, increasing #, by 10 °C above the normal value for a given fuel system load cause increasing g,
by at least 0.5 %, and increasing a by 0.1 cause increasing g, by about 1 %.

A number of requirements are put forward for the design and use of burners operating on
liquid gaseous fuels, including compactness and ease of use, long service life and relatively low
cost. But one of the most important requirements is the need to ensure complete and reliable
combustion of fuel with a minimum excess of air, that is, burners must ensure the formation of a
stoichiometric air-fuel mixture. Fig. 11 shows the factors affecting on the process of fuel
combustion.
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A stoichiometric air-fuel mixture is a mixture containing exactly the same amount of
oxidant as is necessary to completely oxidize the fuel. In practice, a lean air-fuel mixture is formed
for fuel combustion, caused by a number of factors: insufficient fuel and oxidizer mixing, structural
features of the fuel system, and the like.

Fig. 12 shows the theoretical dependences of the change in the mass ratio of the amount of
air per unit of fuel for different AER values for some hydrocarbons [10].

Considering the problem of changes in combustion parameters over time, fluctuations in
fuel quality and external factors of influence, it is effective not to use regime maps, but to regulate
the parameters of their operation based on real-time computerized combustion control systems, by
maintaining high efficiency of operation of fuel systems for solid fuel.

A fundamentally new approach to monitoring the fuel combustion is based on the using of a
broadband oxygen sensor (Fig. 13)

A control block of the system of the fuel combustion in fuel systems of small and medium
power based on an oxygen probe is shown in Fig. 14.

At present, oxygen probes are widespread in the automotive industry due to the constantly
growing stringent regulations for the toxicity of off-gases. An essential advantage of such probes is
the CO oxidation on the surface of the sensor containing ZrO; in its composition. This makes it
possible to obtain information on the actual oxygen concentration in the combustion products. The
disadvantage of their application is the impossibility of detecting chemical underburning in the
zone of o> 1, however, as experimental data showed, supporting the fuel system operation with an
air excess ratio 0>1,1-1,15 excludes the possibility of CO formation at a level of more than 200
ppm.

The probe construct assumes the presence of two chambers (cells): measuring and pumping
(Fig. 13b). Through the hole in the wall of the pump cell, the output gases enter the measuring
chamber (diffusion gap) in the Nernst cell. This configuration is characterized by a constant
maintenance of the stoichiometric air-fuel ratio in the diffusion chamber. The electronic circuit for
the supply voltage modulating maintains in the measuring chamber the composition of the mixture
corresponding to o=1. For this purpose, the pump cell removes oxygen from the diffusion gap into
the external medium with a lean mixture and an excess of oxygen in the flue gases, and, with the
enriched mixture and insufficient oxygen, pumps the oxygen molecules from the surrounding
medium into the diffusion gap.
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Fig. 13. Broadband oxygen probe: a — appearance; b — structural scheme
(I —Nernst cell, 2 — reference cell, 3 — heater, 4 — diffusion slit, 5 — pumping cell,
6 — air and fuel tract)
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The main purpose of the control system is the speed regulation of the fan motor drive. This
will encourage the optimum combustion regime in the boiler furnace, that is, provide the most
favorable conditions for complete fuel combustion. The system supplies the required quantity of air
to the furnace in terms of information received from its primary sensors (oxygen probe,
temperature sensors and vacuum).

The task of maintaining the optimum combustion regime is ensured by selecting the
necessary speed of motors rotation of the traction mechanisms with fully open guide devices in
practically the entire range of the operating capacity of the O,-corrected combustion.

Technical characteristics of the monitoring system for the fuel combustion in fuel systems
are given in Table. 2.

Fig. 14. A control block of the system of the fuel combustion in fuel systems:
1 —broadband oxygen probe, 2 — alpha indicator, 3 — controller, 4 — USB interface

Table 2
Technical characteristics of the monitoring system
Parameter Value
Output signal of the measuring probe, V +0.1...45.0
Recall (time delay of indication) for 50 % step perturbation, s 0.1...0.3
Initial preparation time for measurements, s <30.0
Measuring range of the parameter o 0.5...15
Relative error, % 3
Indication of measurement results LED
Cable length, m <5
Ambient temperature at relative humidity up to 80 %:
display unit, °C 5...50
boxes of the measuring probe, °C 5...70
Conditions at the measurement point:
ambient temperature, °C 50...250
flow rate, m/ s <15
pressure, Pa <+-500
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The program controls the air-fuel volume ratio depending on the duration of the analysis of
the composition of the exhaust gases. The resulting graph can be obtained during the entire
monitoring time and saved to a file with the .log extension for further analysis and information
processing.

This software has a direct connection with the developed digital a-indicator, which allows
controlling the PNC using a frequency controller, that is, to realize the possibility of correcting the
operating modes of the fuel system by introducing feedback based on oxygen sensor signals. Fig.
3.23 shows the interaction of the a-indicator with the software for different values of the air-fuel
ratio.

The specified control system provides:

- rational using of the natural gas (savings of 5—10 % per year);

- reduction of electric power consumption by asynchronous wire motors of traction
mechanisms (savings of 30—75 % per year);

- reduction of harmful substances in the atmosphere due to the complete combustion of fuel.

Fig. 16. The interaction of the a-indicator and the developed software product in various modes of operation
of the fuel system: (a) enriched mixture; (b) a mixture close to stoichiometric; (c¢) lean mixture
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A system was developed and tested to determine and control the amount of heat of
evaporation and the heat capacity of wet inhomogeneous materials, the use of which allows to
experimentally obtain correct data to optimize the process of drying raw materials and,
consequently, reduce costs and improve the quality of the final drying facility.

The proposed method and means of quasidifferential bomb calorimetry, which reduces the
impact of external interference by 3...7 times compared to single-cell bomb calorimetry, or allows
reducing the weight and size characteristics by 1.5...2 times compared to the classical differential
bomb calorimetry.

Experimental studies of environmental and thermal parameters of the created system of
monitoring and control of the process of fuel combustion in fuel systems with a stepwise correction
of the ratio of the air-fuel mixture components were catried out. The use of such a system allows
you to increase the efficiency of the fuel systems by 6...20 % compared with manual adjustment,
reduce fuel consumption by 10...25 %, maintain the concentration of CO and NO, in the exhaust
gases at the level of European Union standards.

The combined use of the presented methods and means of improving production efficiency,
quality control and fuel combustion from plant biomass makes it possible to increase the share of
high-quality biofuels for the domestic market and for Ukraine to enter the international market for
biofuel energy resources as one of the exporters of plant fuel cells.
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Apmyp 3anopoxceyw, Cepeiil Isanos, Poman Cepeicnro
Inemumym mexuiunoi mennogizuxu HAHY, a.o.zaporozhets@nas.gov.ua
3ACOBHM KOHTPOJIIO IKOCTI BIOIIAJIMB, iX BAPOBHUIITBA TA CITAJIIOBAHHS

IpencraBneHo HPHCTpiil 11 BUMIPIOBAHHS TEIUIOEMHOCTI i TEIUIOTH BHIIAPOBYBAaHHS BOJIOTH Ta
OpTaHIYHUX PIiIVH 3 HEOJHOPIJHUX MaTepialliB, SKUH peali3ye METOJ] CHHXPOHHOI'O TEPMIYHOrO aHAIi3y.
Po3risaaoThCsl KOHCTPYKIiSL MPUCTPOIO 1 METOJH, LI0 BUKOPHCTOBYIOTHCS IIiJ| 4ac JOCIIJDKEHHS 3pa3KiB
6ionanuBa. HaBeneHo MeToau KanmiOpyBaHHS KaJIOPHUMETPUYHMX IUIATGOPM 3 BUKOPUCTAHHAM €TaJOHHOTO
HepeTBOpIOBaYa TEIIOBOrO MOTOKY. IIpencraBieHO MEeTOAM 1 TeXHIUHI 3acO0M KalIOPUMETPUYHOIO aHANi3y
TEIUIOTH 3ropaHHs OiomanuBa. 3arnponoHOBaHO KBasiaudepeHuiaubHui OOMOOBHMH Kajopumerp Ui
BUMIPIOBaHHSI IINTOMOI TETNIOEMHOCTI CIIAIOBAHHS 3pa3KiB IAllBa, PO3TISIHYTO HOTO CTPYKTYpPY, MOJENb i
TEXHIYHI XapaKTePHCTUKH. 3alpONOHOBAHO CHUCTEMY KOHTPOJIIO SIKOCTI IIpOLECYy TOpiHHA B NAJMBHHUX
cUCTeMax, sika 0a3yeThCsl Ha 3MiHI IIBHIKOCTI OOEpTaHHS JYTTEBOTO BEHTHIISATOpA 3a CHUTHAJIAMU ceHcopa
KHUCHIO.

KiouoBi cioBa: OiomanuBa, TEIUIOTAa BUIAPOBYBAHHS, TEIUIOEMHICTh, OOMOOBHH KalopuMeTp,
3rOpSIHHS, KOHTPOJIb.
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CPEJACTBA KOHTPO.JISI KAYECTBA BUOTOILJIUB, UX IPOU3BOJACTBA U C)KUT'AHUSA

IpencraBneHo yCTPOMCTBO JUISI HM3MEPEHHUs TEIUIOEMKOCTH W TEIUIOTHl HCIApeHHs BIarkd M
OPraHMYeCKHX JKHIKOCTEHl M3 HEOJHOPOJHBIX MaTepuaioB, KOTOPOE pealM3yeT MeTOJ CHHXPOHHOTO
TEPMHUYECKOTO aHaiuM3a. PaccMaTpHBArOTCS KOHCTPYKIMS YCTPOWCTBA W METOIBI, HCIOJB3YeMBIC MPH
HCClIeI0BaHUM 00pa3oB OuoTorumBa. IIpuBeseHBl MeTOIbI KaIMOPOBKU KaJOPUMETPUUECKUX IIAaT(HOpM C
HCIIONB30BaHUEM 3TaJIOHHOTO NpeoOpa3oBaTels TEIIOBOTO MOTOKA. [IpeacTaBieHbl METOABI U TEXHUYECKHE
cpeicTBa  JUIL  KAaJIOPUMETPUYECKOTO  aHauM3a  TEeIUIOTHI  cropaHmst  Ouortommsa.  IIpemiokeH
kBazuau(GepeHnanbHbli OOMOOBBIH KaIOPUMETp IS HM3MEPeHHs YIENbHOH TEINIOEMKOCTH COKHTaHHS
00pa3loB TOIUIMBA, PACCMOTPEHBI €0 CTPYKTypa, MOJENb W TEXHHYECKHE XapakTepHUCTHKHU. [IpemmoxeHa
cHcTeMa KOHTPOJIISI KauecTBa IpoIecca TOPEHHUs B TOIUIMBHBIX CHCTEMaX, KOoTopas 6a3upyercss Ha M3MEHEHHH
CKOPOCTH BpalleHHs TyTheBOTO BEHTHIATOPA 10 CUTHAJTIaM CEHCOpa KUCIOpPOa.

KiioueBble cjIoBa: OHOTOIUIMBA, TEIUIOTA HCHAPEHUs, TEIUIOEMKOCTh, OOMOOBBIH KalopuMeTp,
CrOpaH¥usi, KOHTPOJIb.
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ABSTRACT
Artur Zaporozhets, Serhii Ivanov, Roman Serhiienko
Institute of Engineering Thermophysics of NASU, a.o.zaporozhets@nas.gov.ua
MEANS OF QUALITY CONTROL OF BIOFUELS, THEIR PRODUCTION AND COMBUSTION

A device for measuring the heat capacity and heat of evaporation of moisture and organic liquids from
inhomogeneous materials is presented, which implements the method of synchronous thermal analysis. The
installation design and methods used in the study of biofuel samples are considered. The methods of
calibration of calorimetric platforms using a reference transducer of heat flow are given. Methods and
technical means for calorimetric analysis of the calorific value of biofuels are presented. A quasidifferential
bomb calorimeter for measuring the specific heat of combustion of fuel samples is proposed, its structure,
model, and technical characteristics are considered. A system for monitoring the quality of the combustion
process in fuel systems, which is based on the change in the rotational speed of the blower fan according to the
oxygen sensor signals, is proposed.

Key words: biofuels, heat of evaporation, heat capacity, bomb calorimeter, combustion, control.

REFERENCES

1. Chernyak O. Energy Perspective 2030 for Ukraine in the Context of the EU integration / O. Chernyak,
G. Kharlamova, A. Stavytskyy // Emerging Issues in the Global Economy, ed. by Mirginean S., Ogrean C.,
Orastean R. — 2018. — P. 113-129. DOI: 10.1007/978-3-319-71876-7_10.

2. Ivanov S.0. The system for determining the heat of evaporation and the heat capacity of moist materials:
dis. Cand. Tech Sciences: 05.11.04 / Ivanov Sergey. — K., 2017. — 179 p.

3. Theoretical and applied bases of economic, ecological and technological functioning of energy objects /
[V. O. Artemchuk, T. R. Bilan, I. V. Blinov et al.]; eds. A. O. Zaporozhets, T. R. Bilan. — Kyiv, 2017. — 312 p.
4. Ivanov S.0. Non-identity compensation of heat exchange conditions of measuring cells of a differential
calorimeter during the study of the heat of evaporation / S.O. Ivanov // Information systems, mechanics and
management. — 2017 — Ne16. — P. 100-104. DOI: 10.20535 / 2219-3804162017100799.

5. Research of thermal characteristics of willow shoots by devict of synchronous thermal analysis /
N.V. Dmytrenko, S.O. Ivanov, Yu.F. Snezhkin, L.V. Dekusha // Industrial Heat Engineering. — 2015. — Vol.
35.—Ne2.—P. 77-84. DOI: 10.31472/ihe.2.2015.09.

6. Serhiienko R. Methods of Quality Control of Energy Efficient Characteristics of Biofuels and its
Combistion / R. Serhiienko, S. Ivanov, A. Zaporozhets // International Journal “NDT Days”. —2018. — Vol. 1.
—Ne2. — P.222-227.

7. Analysis of the approximation of the results of measurements of a bomb calorimeter heat flux in
nonstationary mode / V.P. Babak, A.O. Zaporozhets, A.O. Nazarenko, A.O. Redko // ScienceRise. — 2017.
—T.37.—Ne 8. —P.24-32. DOI: 10.15587 / 2313-8416.2017.108935.

8. Research of the Energy Characteristics of Municipal Solid Waste in Cherkassy / [O. Sigal, Q. Boulanger,
L. Vorobiov et al.]. // Journal of Engineering Sciences. — 2018. — Vol. 5. — Nel. — P. 16-22. DOL
10.21272/jes.2018.5(1).h3.

9. Provision of Diagnostic Systems for Energy Facilities / [V.P. Babak, S.V. Babak, M.V. Myslovych et al.];
ed by. V.P. Babak. - Kyiv, PH “Akademperiodyka”, 2018. - 134 p. DOL
10.15407/akademperiodyka.353.134.

10. Zaporozhets A.O. Investigation of the stoichiometric mixture of "air-fuel" organic compounds. Part 2.
Alcines, alkins / A.O. Zaporozhets // Knowledge-based technologies. — 2014. — No 4. — P. 393-399. DOI:
10.18372/2310-5461.22.6803.

140



DOI: doi.org/10.18372/38236

UDC: 667.637.22:629.7.065(045)

2.5 INFLUENCE OF ELECTROMAGNETIC TREATMENT OF FUELS AND OILS
ON THE FORMATION OF WEAR RESISTANCE OF FRICTION PAIRS

Igor Trofymov, Mykhailo Svyryd, Olena Matveyeva, Oleksandr Sydorenko

The studies referred to in the article relate to the engineering industry. In connection with
the sharp rise in the cost of natural resources, increasing the performance properties of lubricants
(L) becomes an urgent scientific and technical problem. Therefore, the issue of improving the
operating properties of working fluids, in particular, by performance of electromagnetic field
(EMF) or magnetic field (MF), is one of the components when considering priority areas to ensure
the reliability of motor equipment and friction units.

Modern technic is equipped with complex hydraulic systems that perform important
functions in the control of aircraft and ground equipment. The reliability of the fuel and hydraulic
units largely depends on the performance of precision friction pairs. As a result of increased wear,
destruction and jamming of friction pairs, failures of hydraulic units arise, and it becomes
necessary to replace worn parts systematically. The most common defects include the jamming of
plunger, plate and spool pairs, the destruction of rolling bearings, wear of the grommets of
plungers, etc. The specificity of these friction pairs requires a critical approach in the matter of
using to them the existing concepts of the relative influence of lubricants, the mechanical properties
of materials, the roughness of the mating surfaces, the speed of their relative movement.

The purpose of the work is to increase the reliability of fuel systems parts by eliminating the
causes of unit failures, analyzing the structural, technological and operational factors that determine
their performance, and developing measures on this basis to ensure trouble-free friction pairs. In
continuation of the research, the purpose of the work was also to study the change in the energy
state of M10G2k oil under the influence of MF by passing a white light beam through it and
determining the energy aspects of the interaction of oil with MF, which will allow adjusting the
wear rate of friction surfaces, treated in MF media.

The most important condition for the implementation of reliability, embedded in the design
of fuel-hydraulic units, is to improve the performance properties of operating fluids. Today, the
requirements for the modes and operation properties of the fuels and lubricants determine the need
to increase their anti-wear properties and search for new directions and methods for this.

In this work the electrophysical treatment is proposed to improve the operating properties of
fuels, which occurs when they are passed through an electromagnetic or magnetic field.

Analysis of the literature [1-3] shows the interest of the authors in experimental and
theoretical development of improving the antiwear properties of precision friction pairs and studies
of the influence of the electromagnetic field on the state and property of working fluids.

One of the ways to extend the service life and restore tribo-triggers is tribomodification of
friction surfaces due to the formation of metal-containing films, through the use of lubricants that
are under the action of a magnetic field.

As it is known, lubricants, treated with MF possess high antifriction and wear-resistant
properties [1], therefore they are used for lubricating magnetic bearings, gears, etc.

Nowadays, considerable attention is paid to research on the modification of motor oil by
treating it with physical fields, the results of which are shown in the works of many scientists,
namely, I.A. Portnoy, E.M. Lisikova, N. A. Pivovarova, E.S. Wenzel, L.I. Pogodaeva, S.V.
Putintseva et al. [4-6].

In [7], it was shown that one of the ways to improve the operative properties of fuels is their
electrophysical processing, which occurs when the working fluid is passed through a magnetic field
while simultaneously applying a high-frequency electromagnetic field with a frequency equal to the
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proton precession frequency in a given magnetic field. The authors found that the electrophysical
treatment of diesel fuel reduces the hourly and specific fuel consumption by 2 ... 4 % at all
crankshaft rotational speeds, while the greatest effect was observed at idle (hourly fuel
consumption decreased by 8 ... 12 %).

A number of researchers [8, 9] proved that when treating a fuel with an electric field, its
drops, in addition to the molecular forces that determine their strength, also have aerodynamic and
electric forces directed in the opposite direction. Reducing the surface tension of the droplet leads
to a thinner dispersion of the liquid, improving combustion and, as a consequence, reducing the
toxicity of exhaust gases.

The authors of [10] conducted research on the effects of the electromagnetic field on
aviation fuel in order to extend the service life of rolling bearings on the fuel flow meter sensors.
The authors established the effect of electromagnetic treatment on the antiwear properties of
hydrocarbon interfaces. In their opinion, one of the features of chemical conjugations in organic
compounds is the spatial orientation, in which the molecule acquires a certain geometric structure,
the chemical bonds in it are covalent in nature and are relatively easily polarized. The shift of
electrons in molecules, caused by the mutual influence on atoms, actively influences the
physicochemical properties of hydrocarbons.

The quantum mechanics says that the greater the frequency of the light flux, or its change
from red to violet, the greater its energy [11]. Therefore, a change in the color of a substance is an
energy indicator in the formation of the internal state of hydrocarbon SS, which can be changed by
the external influence of a magnetic field.

To understand the experiments conducted by us and described below, it is necessary to
select something from the theory of magnetism: a magnet is a permanent source of photons; a
photon is a movable discrete transverse electromagnetic disturbance, which consists of an electric
quantum and a magnetic flux quantum and represents an excited state of the field. A photon that
moves forms partial electromagnetic waves, which, according to Huygens' principle, due to
interference, are not emitted, but move together with the photon as a single entity, representing a
package of partial waves as a train. If we add two such quanta, we get a quantum of double energy
(E = h.2), which is usually called a photon. The more quanta in a photon, the more powerful it is,
since a photon consists of a larger number of minimal portions of energy. Although the photons
have no mass, they have different energies. If we see a red ray of light, this means that the photons
of which it is composed have energy at the level of 1.68—1.98 eV.

Planck's quantum hypothesis was that for elementary particles, any energy is absorbed or
released only in discrete portions. These portions consist of an integer number of quanta with an
energy proportional to the frequency v with a proportionality coefficient determined by the
formula: E=h-v =hw, where: h is the Planck constant. Thus, a change in the color of light is the
change in photon energy.

The color of the oil when light passes through it in the MP changes in the direction of an
increase in frequency (in color from yellow to green), the frequency increases from 510 THz to 600
THz, which means that the photon energy that passes through the oil increases and thereby
increases its activation.

In the presence of MF, the quantum part, which has a spin magnetic moment, receives
additional energy AE={i- B proportional to its magnetic moment [i (Zeeman effect). Acquired

energy leads to the removal of atomic states by the magnetic quantum number m; and the splitting
of atomic lines. However, the authors of [11] experimentally confirmed that the quanta of the
electromagnetic radiation flux have a field structure, that is, they consist of electric and magnetic
fluxes and, accordingly, all laws of electrodynamics apply to them. According to electrodynamics,
in an electromagnetic wave, the energy of an electric flux is always equal to the energy of a
magnetic flux. Under the conditions of physicochemical interactions of lubricants with a metal
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surface under friction, besides adding chemicals to the lubricants, physical methods are known for
its processing with sound and ultrasonic waves, irradiation with light of different wavelengths, etc.

The study of the influence of magnetic fields on liquid environment was carried out by the
authors of [12], who determined the influence of external magnetic fields on the transfer processes
in ferrosuspensions. The researchers argue that such a powerful influence is explained by the
structure formation in a fluid-dynamic system as a result of the dipole-dipole interaction of
ferromagnetic particles and the orientation of the structure elements along the MP force lines. At
the same time, the geometry and magnitude of the magnetic field, the concentration and size of
particles, their magnetic properties and other factors affect the transfer processes. The rheological
properties of ferrosuspension, namely plasticity and effective viscosity (magnetorheological effect),
are most intensively changed. Also, in [12], the results of studies of the magnetorheological effect
are summarized — a sharp change in mechanical properties (viscosity, plasticity, elasticity) under
the action of a magnetic field. It is shown that the electrical and magnetic permeability of liquids
varies considerably.

The method of treating fuel and lubricants with an electric field has been improved, which
makes it possible to increase the antiwear properties of fuels and oils several times [13, 14].

In this regard, the question of the influence of electrophysical treatment of fuels on the
formation of wear resistance of friction pairs of fuel systems remains open.

In order to determine the influence of the magnetic field on the physicochemical and
operational properties of hydrocarbon fuels, a method for treating fuel [14] and a filter activator
fuel [15] were developed, the essence of which is that due to the influence of electromagnetic field
pulses generated around coils wires of high voltage during the passage of high-voltage pulses of
electric current from a source of high voltage pulses through it, frequency pulsed electromagnetic
processing of fuel is carried out, as a result of which the fuel is activated, in particular, the
physicochemical properties of the fuel are improved.

Processing (activation) of fuel by electromagnetic field pulse lines causes an improvement
in fuel performance such as pumpability, evaporation, flammability, flammability, as well as an
improvement in fuel energy characteristics such as volatility, a decrease in flammability
temperature, and an increase in combustion stability.

Electromagnetic pulses provide fragmentation, changes in the structure and configuration of
fuel molecules, weakening the bonds between them, reducing their surface tension. In addition,
some fuel molecules are charged for a sufficient period of time, as a result of which they more
actively combine with the oxidizing agent — oxygen. This contributes to a more optimal mixing of
the air-fuel mixture in the combustion chamber and, as a consequence, an increase in the
completeness of combustion.

It was found that the fuels subjected to this electromagnetic treatment were characterized by
a decrease in viscosity and density, and for 12 hours after the treatment, an increase in the acidity
index was observed.

«TC-1» jet fuel was selected as a working fluid, which has low anti-wear and rheological
properties and provides friction at the nodes. Also, the gasoline A-92, which acts as fuel for cars,
trucks and special vehicles, was amenable to electrophysical processing. The tests were carried out
using the finger-plane friction scheme; material of samples IIIX15 — photographic glassg =0.30;
0.630 m/s, P =5 N. The sample finger size: diameter — 4 mm, length — 25 mm. Sample No. 1 and
No. 3 worked in the base (not processed) environment of aviation fuel «TC-1» and gasoline A-92,
respectively. Sample No. 2 and No. 4 worked in the environment of aviation fuel «TC-1» and,
respectively, gasoline A-92, treated with fields for 1 hour at a voltage of U = 32,000 V and field
strength E = 4. 106 V/m Sample No. 5 worked in the environment of gasoline A-92, treated with
EMF, after 24 hours of the relaxation period. The mass of prototypes was measured on an
analytical balance of increased accuracy "ADV-200 2KI".
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Given these changes in the physicochemical properties of fuels, it would be legitimate to
assume that similar changes in the anti-wear properties of the treated fuels are possible, which are
an important performance indicator. In this regard, to study the effect of electrophysical treatment
of fuels and low-viscosity liquids on the change in antiwear properties and friction coefficient, a
complex was used to study the tribological characteristics of fuels and lubricants, developed by the
authors [16]. The technical conditions of the complex make it possible to take photographic images
and video footage of surface transformations in a dynamic mode.

The results of the experiments are given in Table. 1. From Table 1 it can be seen that under
the same experimental conditions and with the same distance traveled (in the medium of jet fuel —
12 km, in gasoline — 3 km) for sample No. 1, the amount of wear after mass was 0.0013 g, for
sample No. 2 — 0.0003 g, the difference was —0.001 grams. For sample number 2, the difference
over the mass of 0.001 g was only after 22 km of the distance traveled. For sample No. 3, the
amount of wear after mass was 0.0032 g, for sample No. 4, 0.0012 g, the difference was 0.002
grams. For sample number 5, the difference was — 0.0025 grams.

Table 1
The results of experiments conducted on the complex to study the tribological characteristics of fuels and
lubricants
Sample . .. L9 Load, P, N
Number/Environment Mass, m, g Distance, S, km | Friction velocity, V', m/s
Sample Ne 1 2,1478 0
/ «TC-1» 2,1465 12
2,1539 0 0,630 5
Sample Ne 2
! «TC-1» gmp 2,1536 12
2,1529 22
2,1575 0
Sample Ne 3 0330 5
/A92 2,1543 3
Sample Ne 4 2,1543 0
! A-92pup 2,1531 3
0,330 5
SampleNe 5 2,1545 0
! A-92pmry, 2,1520 3

The results of studies of the friction coefficients of the tribocouples are shown in Fig. 1-2.
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Fig. 1. Dependence of the friction coefficient of steel SHKh15 on the electric field strength at sliding speed =
0.6 m/s in «TC-1» jet fuel
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Fig. 2. Dependence of the friction coefficient of steel SHKh15 on the sliding speed at a specific load P =
5 kg/em?: 1 — in the «TC-1» jet fuel in the delivery condition; 2 — in the aviation fuel processed by the EMF
for 1 hour at a voltage of U = 32000 B and field strength E = 4.10° V/m

It has been established that with an increase in the electric field strength, the coefficient of
sliding friction decreases (Fig. 1). This can be explained by an increase in the mobility of parts of
molecules, caused by the fragmentation of sedentary large molecules of lubricating media using an
electromagnetic field.

A reduction in the friction coefficient of steel SHKh15 with an increase in the sliding speed
was established. The friction coefficient during lubrication of the contact with jet fuel «TC-1»,
treated with an electromagnetic field is 1.3 times less in comparison with the coefficient of friction
obtained in «TC-1» in the delivery condition (Fig. 2). The decrease in the friction coefficient can be
explained by a decrease in the magnitude of the surface tension of the fuel during its processing by
the EMF, which has also been established experimentally.

Optical comparison of the friction surfaces of the samples shows (Fig. 3) that in the case of
their operating time at = 0.63 m/s and the same friction paths in the «TC-1» jet fuel treated with an
electric field, oxidation films begin to form much later and in comparison with 1000 m of the
traversed path of oxidative films is almost not found.

Investigating the surface of samples produced at 9=0.38 m/s, after 1000 m of friction, the
subsequent formation and accumulation of oxidative films was detected, after 12000 m of friction —
films that occupy a sufficiently large area of friction are clearly visible. But for samples developed
in «TC-1» treated with an electromagnetic field after 12000 m of friction, a sharp decrease in the
number of secondary structures and a decrease in their area on the friction surface were found. This
gives the right to argue about their destruction and removal of friction from the surface at the
specified distance traveled. A similar picture was observed in micrographs of the surface of

samples produced at 8- 1.2 m/s after 12000 m of the traversed friction path, and in the case of
accumulation in the «TC-1» basic fuel, oxide films look clearly formed and have clear limits for the
transition from the secondary structure to the main structure metal. At the same time, for samples
developed in the aviation fuel processed by EMF — more subtle and elastic.

Comparing the friction surfaces of the samples (Fig. 4) developed in gasoline treated with
EMF at a constant speed = 0.330 m/s and load P = 5 N, it was found that oxidizing films are thinner
and more elastic, which fully explains obtaining a lower wear value at the same traversed friction
path. On both surfaces, the secondary structures directed behind the movement of friction and at the
stage of formation look the same.

After 3000 m of the path, the films of the sample produced in the EMF-treated gasoline
become significantly larger with the length and width, and they also have destroyed areas that
alternate with the sections of the films themselves (in comparison with the films of the sample
obtained in the base gasoline).

Sample treated in gasoline with an EMF after 24 hours after treatment showed that the films
looked completely formed and oriented behind the direction of movement, and the friction surface
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itself is very similar to the friction surface of the sample worked out in the base gasoline with the
same path traveled.

Operation time of the samples in the base Operation time of samples in the aviation fuel
aviation fuel «TC-1» processed by the electromagnetic field «TC-1»gyp

Sample surface through 1000 m friction path Sample surface through 1000 m friction path
9‘ =0,63 m/s,P=5N

Sample surface through 12000 m friction path Sample surface through 12000 m friction path
8 =0,8m/s,P=5N

=t

Sample surface through 1000 m friction path Sample surface through 1000 m friction path
8 =12m/s,P=5N

Fig. 3. Micrographs of steel samples I1IX15 surfaces; x150
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Operation time of the samples in the base Operation time of samples in the fuel processed by
fuel A-92 the electromagnetic field A-92gyr

Sample surface through 3000 m friction path Sample surface through 3000 m friction path

Sample surface through 3000 m friction path (Operation time of the samples in the gasoline after 24 hours
of relaxation)

8‘ =0,330 m/s,P=5N
Fig. 4. Micrographs of steel samples 111X 15surfaces; X150

To determine the change in the energy parameters of oil in MF, we designed a device for
assessing the energy-information state of liquid carbon materials (Fig. 5.), which consists of: a
computer for capturing the image of changes in liquid carbon materials /; light sources 2; lens for
processing light 3; permanent magnets 4, which create a magnetic field for processing liquid SS;
dielectric glass capacitance 5, which is located between the magnetic field and the test material,
microscope "MPD-1U11" 6; “Quick Cam Express” cameras 7.

The dielectric glass container 5 is placed between two permanent magnets 4. Then it is filled
with liquid carbon material and placed on the optical axis of the microscope 6. Then, using a light
source 2 and an objective for processing light 3, they pass a beam of white light through the liquid
material under study field. Its induction value is 0.3 T1.

Next, using the camera 7, the image of energy-information changes in liquid carbon
materials is processed and recorded, which can be seen on the computer monitor /. Accordingly, all
the necessary experimental results were recorded and stored on electronic device.

Thus, the change in the energy state of the oil depending on the change in its color under the
action of a magnetic field was studied, namely, the orange color is characterized by the light energy
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1.98 eV, green — 2.48 eV.The essence of the presented technique is to change the frequency of
white light, that is, the light that passes through the layer of oil that is in the MF. Each color has its
own energy component (see Table. 2).

Fig. 5. A device for assessing the energy-information state of liquid carbon materials in a magnetic field: / —a
computer for fixing the image of energy-information changes in liquid carbon materials; 2 — light source; 3 —
lens for processing light; 4 — permanent magnets; 5 — dielectric glass capacitance; 6 — microscope "MPD-
1U11"; 7 — “Quick Cam Express” camera

Table 2
Energy parameters of light
Color Wavelength range, nm Frequency range, THz Photon energy range, eV
Green 500-565 600-530 2,19-2,48
Yellow 565-590 530-510 2,10-2,19
Orange 590-625 510480 1,98-2,10

The presented methodology for studying changes in the energy state of liquids is
characterized by the possibility of monitoring changes in the energy-information state of liquid
carbon materials in MF.

The conditions for changing the energy state of the medium are explained by the physical
properties of the influence of the magnetic field on the magnets, which are in the composition of
the oil and changes in their orientation in space (Fig. 6).

On the basis of the experiment, a beam of white light, which is characterized by a frequency
range (400 ... 790 THz) and a photon energy (15.81 ... 17.39 eV) passes through the layer of the test
oil. In the case of passing a beam of light through the oil without the action of the MP (Fig. 2a)
after scanning, we obtain the energy of orange color, which has a value (1.98 ... 2.1 eV) and a
frequency range (480 ... 510 THz). This color meets the conditions of the oil, which is located
between the poles of the magnet (Fig. 7.)
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Fig. 6. The physical content of the experiment: (@) the study of the energy state of the oil M10G2k
by passing a beam of white light through it; (b) study of the influence of MP on the energy state of
the oil M10G2k by passing a beam of white light through it

In Fig. 7 shows the results of studies of the change in the energy state of motor mineral oil
M10G2k in MF. The influence of MF on the change of the state of the environment was
determined by the change in color to the lumen. Green color characterizes oil at the poles of a
magnet that corresponds to energy (2.19 ... 2.48 eV) with the highest energy content. That is, in this
position, the oil holds the auxiliary energy of the MF.

The energy component affects the placement of oil dipoles and we believe that they are
located along the MF lines, that is, perpendicular to the surface of the magnet. The transition zone,
which is located between the poles of the magnet, has an orange color of lower energy (1.98 ...
2.1 eV). Thus, the oil that is located between the poles has the same energy; in our case, we
designated it as the initial one (No.0). The transition zones from the initial to the traits (Fig. 7.) N/S
No.2 S/N or No.2 (to green) are characteristic of mixed shades of blue-violet and green, which
indicates a change in the arrangement of the conglomerates of the environment (Fig. 7.) N/S No.1
S/N or No.1. In addition, each condensation has its own energy component, their chaotic location
characterizes the preparation for changing the state of the oil, this can be expressed:

79 /510
W 400 =W 450 + Wi

When studying the influence of MF on the energy state of the oil M10G2k by passing a
beam of white light through it (Fig. 6b), in addition to the energy of white light, the energy of MF
(W) also affects the oil, and after translucent we get energy of green color, which has a value
(2.19 ... 2.48) eV and a frequency range (530 ... 600) THz, plus the energy of the losses.
Mathematically, it will look like this:

W 400 + Wit =W 530 + Wi g,
Thus, the energy of the MP, which acts on the oil, is determined from the previous two
formulas, as:
Wi + W0 W= Wi + W%
Here: Wyr= W% - W% =(2,19...2,48) - (1,98...2,1) = (0,21...0,38) eV.

Therefore, under the action of MF magnetic induction of 0.3 T on oil M10G2k, the amount
of energy with which the MF acts on oil is (0.21 ... 0.38) eV.
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Fig. 7. The results of studies of the change in the energy state of mineral oil M10G2k, which is under the
action of a permanent magnet MF with intensity B = 0.3 Tl, by passing a beam of white light through it

To determine the percentage contribution of MF energy to oil, the energy of orange color,
without the action of MF (1.98 ... 2.1) eV, is taken as 100 %. Under the action of MF, the green
color (2.19 ... 2.48) eV for x %. We get the following proportion:

(1,98...2,1) —100 %
(2,19...2,48) —x %

After calculations, we obtain that the percentage contribution of MF energy to oil is 11 %—
11.8 %.

The change in the energy state of the system is reflected in the tribological parameters of the
friction pair. Tribological studies were carried out according to the finger-plane scheme following
the procedure described in [17]. The normal load was 1 kg per Hertz contact, the speed was
0.1 m/s. Friction pair: IIIX15 steel — LS59-1 alloy. Wearing of steel (regardless of the direction of
the MF) is characterized by initial wear, but when the energy component changes, the processes of
repairing the friction surface of steel IIIX15 take place. The results of the experiment are shown in
Fig. 8.
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Fig. 8. Dependence of the level of wear on the value of the photon energy of light in oil

Thus, the dependence of the level of wear on the amount of energy of the oil shows that with
an increase in the energy state of the oil, the wear of the material during friction decreases and goes
into repair conditions. It has been established that the influence of MF on the antiwear properties of
the oil is extremely positive, namely: the level of energy of the oil increases, the level of wear
during friction decreases and other operational parameters do not deteriorate.

Consequently, the obtained results confirm the relevance of using the MF effect on the
working environment during friction.

As a result of the experimental studies found that:

—treatment of aviation fuel «TC-1» and gasoline A-92 by EMF leads to an improvement in
their antiwear properties;

—at the same values of sliding speeds and the traveled distance, the mass wearing of
samples in the «TC-1» accumulated in the EMF-produced aviation fuel «TC-1» is 3.5 times less
than that accumulated in the basic aviation fuel. For samples worked out in EMF-treated gasoline
A-92, 2.5 times less than those worked out in base gasoline;

—it was established that the friction coefficient during lubrication of contact with jet fuel
«TC-1», treated with an electromagnetic field is 1.3 times less compared to the friction coefficient
obtained in «TC-1» in the delivery condition;

—a general view of the friction surfaces shows that the accumulated tribological films on
friction surfaces, which worked in the EMF-treated «TC-1» fuel and A-92 gasoline, are more
uniform and dense, compared with similar parameters of the samples working in the same media in
the delivery condition;

—the energy aspects of the interaction of the oil with the MF, namely the amount of energy
with which the MF acts on the oil is (0.21 ... 0.38) eV or 11 %—11.8 %;

—during the course of research, it has been established that with an increase in the photon
energy, the level of wear decreases, and this makes it possible to adjust the wear rate of friction
surfaces in the media of processed MFs;

—it is established that the higher the frequency, the greater the activation energy of the oil,
respectively, increases the reliability of the interaction of the oil with the friction surface, which in
turn is also activated at the points of actual contact.
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BIIJIUB EJIEKTPOMATHITHOT'O OUUIIEHHS ITAJINB TA OJINB HA ®OPMYBAHHS
3HOCOCTIMKOCTI ®PUKLINHUX [TAP

VY craTTi NpoaHaNi30BaHO BIUIMB €NEKTPOMATHITHOI OOpOOKM MamuB 1 ONUB Ha (opMyBaHHA
3HOCOCTIHKOCTI Tap TepTs, IOJAaHO pe3yIbTaTH NESAKMX IOCHIIKeHb y Wil ramysi. OCHOBHOIO METOIO
JIOCIIJDKEHHS OyJI0 IOJIINIIEHHS eKCIUTyaTallifHUX BIACTUBOCTEH NMAIMB €IEeKTPOQi3HYHOI0 00poOKOI0, sKa
BinOyBanacs mpu iX IpOIYIICHHI Yepe3 eleKTPOMArHiTHE Moje, aHaji3 BIUIMBY MArHiTHOTO IOJII Ha 3MiHY
CHEPreTHYHOTO CTaHy 3MAallyBaIbHHX CEpemoBUIN. Y poOOTI BHKOPHCTaHO KOMIUIGKC JUIi BHBYCHHS
TpUOOJOTIYHUX XapPAKTEPUCTUK MNAIUBHO-MACTHIBHUX MarepiaiiB, SAKUH Ja€ MOXIMBICTb pOOUTH
¢dororpadiuHi 3HIMKH i BiIe03MOMKY TIOBEPXOHb y THHAMIYHOMY pexuMi. [IpencTaBiena MeToanka oOpoOKu
MAJIMB eJIEKTPOMArHiTHAM II0JIEM JIO3BOJISE€ JIOCSTTH ITOKPAIIECHHS 1X MPOTU3HOCHHX BJIACTUBOCTCH, 3HIKCHHS
KoedilieHTa TepTs, OTPUMAHHS OUTBII PIBHOMIPHHX 1 IIIBHUX OKHCHHMX IUIIBOK Ha IMOBEPXHIX TEPTH.
PesynbpraTi JOCHIDKEHHS MOXYTh OYTH 3aCTOCOBaHI B Trajy3i MAamIMHOOYIYBaHHS ISl ITiJBHIICHHS
HaJiMHOCTI JAeTaneil NMalUBHUX CHCTEM, BOHH MOXYThb OyTH BHUKOPUCTaHI €KCIIEpTaMH 3 TPHOOJIOTIi,
ximMoTouorii, ¢axiBusgMu y cdepli eKCIuryaTalii MaIMBHUX 1 3MallyBaJbHUX CHCTEM Ha3eMHOI W aBialliiHoi
TexHikd. [IporHo3u momo po3BUTKY 00'€KTa BUBYEHHS — IIPOJIOBKEHHS JOCIIKEHb 3 BIUIMBY CHUJIOBHX IIOJIiB
Ha TIPOTH3HOCHI BJACTHBOCTI INAIbHO-MACTWIIBHUX MarepialiB, a TaK0X MOXIMBICTb KOHTPOJIOBATH
Ta PEeryJIOBaTH eIeKTPOMAarHiTHIMH TTOISIMHA ITapaMeTpH 3HOIITYBAHHS.

Knrouosi cioBa:HafiliHicTh, enekTpodisnuHa 00poOKa, €NeKTPOMAarHiTHE Iojie, MaluBO, (OTOH,
3HOCOCTIHKICTh, IPOTU3HOCHI BIIACTUBOCTI, KOC(ILIEHT TEPTS, IOBEPXHS TEPTS, BTOPUHHI CTPYKTYPH.

PE®EPAT
Hzopo Tpogumos, Muxaun Ceupuo, Enena Mameeesa, Anexcanop Cudopenro
Hayuonanvhuii asuayuonnwiii ynugepcumem, troffi@ukr.net, svirid_mn@ukr.net
BJUSAHUE SJEKTPOMATHUTHOM OYACTKHU TOILJIMB U MACEJ HA ®OPMHUPOBAHME
N3HOCOCTOMKOCTH ®PUKIIMUOHHBIE MMAP

B naHoii cTaTbe HPOAaHANTM3MPOBAHOBIHMSHUE JJIEKTPOMArHUTHON OOpabOTKM TOIUIMB M Macesl Ha
(opMHpoBaHHE U3HOCOCTOMKOCTH Iap TPEHHS,IPEJCTABICHO pE3yNbTaThl HEKOTOPHIX U3 HAIIUX
HcclenoBaHui B 9ToH obmacti. OCHOBHO# ILIENBIO HCCIEJOBAHMS OBLIO YIIYHYIISHHs SKCILTyaTal[HOHHBIX
CBOWCTB TOIUIMB 3JeKTpodu3nueckoii o6pabOTKOM, KOTOpas NPOMCXOJWNA INPU HX HPOITyCKaHHH depe3
3JIEKTPOMArHUTHOE TOJIC, aHAIU3 BIMSHUS BO3JCHCTBUS MAarHUTHOTO IO Ha M3MEHEHHE 3HEPIreTHYECKOTO
COCTOSIHHS CMa3bIBalOIIMX cped. B paboTe HCIONb30BaH KOMIDIEKC IS HM3Y4YEHHS TPHOOJIOTHYECKUX
XapaKTEePUCTHK TOPIOYe-CMa30YHbIX MAaTepUaoB, KOTOPBIH MO3BONACT AenaTh (GoTorpaduueckue CHUMKH U
BHJEO CBEMKY IOBEpXHOCTeil B AMHAMHYECKOM pexxume. IIpencraBieHHas MeToAuMKa OOpaOOTKH TOILIMB
JNEKTPOMATHUTHBIM TIOJIEM TIO3BOJISICT JOCTUUBYIyUIIEHHE WX HPOTHBOM3HOCHBIX CBOMCTB, CHIDKCHHS
ko3¢ duIeHTa TpeHus, MoiydeHne Oojee PaBHOMEPHBIX M IUIOTHBIX OKHCHBIX IDIEHOK Ha IIOBEPXHOCTAX
TpeHus. Pe3ymbraTel BccienoBaHU MOTYT OBITh HPHMEHEHBI B OTPACIUMAIIMHOCTPOCHUS IS MOBBIIICHUS
HafAE&KHOCTU JETaleH TOIUIMBHBIX CHCTEM, OHH MOTYT OBITh HCIOJIB30BaHBIIKCIEPTAMU TPHOOJIOTAMH,
XHMMOTOJIOTAMH, @ TaKXkKe CIELHAIMCTaMU B O0JIACTH DKCIUTyaTallUH TOIUIMBHBIX M CMAa3bIBAIOIIMX CHCTEM
Ha3eMHOH W aBHAIMOHHON TEXHWKH. I[IPOTHO3BI 1O pa3sBHTUIO OOBEKTAa H3YYEHUs— IPOAODKEHHUE
UCCIEOBAaHUH MO BIMSHUIO CHJIOBBIX IOJIH Ha NPOTUBOW3HOCHBIC CBOMCTBA TOpPIOYE-CMa30YHBIX
MaTepHaloB, a TaKKEBO3SMOXKHOCTh KOHTPOIHMPOBaTH M DETYIHPOBaTh JIEKTPOMArHUTHBIMH IIOJISIMU
MapaMeTphl H3HAITHBAHUS.

KnroueBble ci10Ba: HaAEKHOCTD, MEKTpodu3nueckas o0padoTKa, SIEKTPOMATHUTHOE HOJIE, TOILIUBO,
(hOTOH, HM3HOCOCTOMKOCTH, NPOTHBOM3HOCHBIC CBOHCTBA, KO3()(UIMEHT TpPEHUS, MOBEPXHOCTb TPEHUS,
BTOPHYHBIE CTPYKTYPBL

ABSTRACT
Igor Trofymov, Mykhailo Svyryd, Olena Matveyeva, Oleksandr Sydorenko
National Aviation University, troffi@ukr.net, svirid_mn@ukr.net
INFLUENCE OF ELECTROMAGNETIC TREATMENT OF FUELS AND OILS
ON THE FORMATION OF WEAR RESISTANCE OF FRICTION PAIRS
This article discusses the effect of electromagnetic processing of fuels and oils on the formation
of wear resistance of friction pairs and presents the results of some of our research in this area. The main goal
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of the research was to improve the performance properties of fuels by electrophysical treatment, which
occurred when they were passed through an electromagnetic field and to study the effect of the influence of
a magnetic field on the change in the energy state of lubricants. In the work, a complex was used to study the
tribological characteristics of fuels and lubricants, which allows you to take photographs and video images
of surfaces in a dynamic mode. The presented method of treating fuels with an electromagnetic field makes it
possible to acheivean improvement in their anti-wear properties, a decrease in the friction coefficient, and
a more uniform and dense oxide films on the friction surfaces. The research results can be applied in the field
of mechanical engineering to increase the reliability of parts of fuel systems, they can be applied by experts by
tribologists, chemotmologists, as well as experts in the field of operation of fuel and lubricating systems of
ground and aviation equipment. Predictive assumptions on the development of the object of study — the
continuation of research on the effect of force fields on the antiwear properties of fuels and lubricants, as well
as the ability to control and regulate wear parameters by electromagnetic fields.

Key words: reliability, electrophysical treatment, electromagnetic field, fuel, photon, wear resistance,
antiwear properties, coefficient of friction, surface of friction, secondary structures.
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2.6 INFLUENCE OF ANTIOXIDANTS AND ANTIWEAR ADDITIVES ON JET FUEL
PROPERTIES

Sergii Boichenko', Yuri Golych’, Anna lakovlieva’, Iryna Shkilniuk’, Petro Topilnytskyi®,
Victoriia Romanchuk?, Olufemi Babatunde®

Production of fuels for aviation engines is one of the developing directions of the oil
refining industry. First of all, this is due to the increased number of aircrafts in the world.
According to the Forecast International marketing company data, 5835 large air liners and transport
planes were built in the world during 2004-2013. Today, according to World Air Fleet data [1],
there are about 2,000 airlines in the world which are using 50,000 airplanes. Airlines of the world
were transported about 2.5 billion passengers. According to Boeing’s data [2], passenger
transportation increases annually by 5.1 %, and cargo traffic (expressed in ton-kilometers) — by
5.6 %.

According to the analytical site [3], about 875,000 tons of jet fuel are produced and
consumed in the world every day. In Ukraine (UPECO consulting company data [4]) the amount of
consumed jet fuel is about 300-350 thousand tons per year, the half of which falls on Boryspil
State Airport.

The quality of jet fuels in comparison with other petroleum products depends to a large
extent on the nature of oil and the boiling range of fractions obtained by atmospheric distillation.
Fractions of direct distillation are purified in various ways, depending on the oil composition and
the quality specifications.

All jet fuels are divided into two subgroups: direct and thermostable ones. In each subgroup
there are 2-3 grades of fuel of different fractional composition: i) fuels of wide-fractional
composition; ii) flammable fuels (naphtha-kerosene); iii) fuels of heavy-fractional (kerosene-
gasoil) composition with high flash point. The following operational properties of jet fuels are
accepted: pumpability, evaporation, flammability, combustibility, deposits formation tendency,
compatibility with structural materials, frictional, anti-wear, protective, cooling properties and
toxicity. Each operational quality is characterized by a set of physico-chemical indicators of
quality.

To classify jet fuels it is accepted in the world to use such indices as evaporation (boiling
range), flammability (flash point) and pumpability (chilling point). The basic requirements for the
fuels quality are formed by the International Air Transport Association (IATA), the American
Society for Testing and Materials (ASTM), Directorate of Engine Research and Development
(DERD, UK Ministry of Defense jet fuel specification) and the «CheckList» [1].

Oil is the main raw material for the production of aviation fuel, as well as other types of
fuel. Traditionally, jet fuels are produced via direct distillation; as well as via cracking processing.
Jet fuels are medium-distillate oil fractions with boiling range of 140-280 °C. [5-8].

Fuel of «TC-1» grade may be virgin (most often it is a fraction of sulfuric oil that boils in
the range of 140-250 °C) or mixed. In the latter case, components after hydrofining or
demercaptanization, as well as gas fraction after hydrodewaxing can be added to the straight-run
fraction of oil. Hydrofining or demercaptanization are used when the total and sour sulfur content is
high, hydrodewaxing is used to improve the low temperature properties of kerosene fractions. From
literary sources it is known that hydrofining is used when the content of total and sour sulfur in
kerosene distillates does not meet the requirements of the standard, demercaptanization — when
only the content of sour sulfur does not meet the standard requirements. Fuel of «TC-1» grade is
used as fuel for subsonic and supersonic aircraft with limited flight duration.
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Fuel of RT grade is obtained by hydrofining of a straight-run fraction 135-280 °C from
various oils, as well as by the addition of various additives to the hydrodeparaffined straight-line
kerosene fraction. The raw materials for hydrofining are distillates, from which it is impossible to
produce «TC-1» due to the high content of total and sour sulfur. When oil distillate is hydrofined,
aggressive and unstable compounds containing sulfur, nitrogen and oxygen are eliminated; thermal
stability increases and corrosion activity decreases. RT is a thermostable fuel for thermally stressed
aircraft engines with an extended duration of supersonic flight. It fully meets the requirements for
aviation fuel of the highest quality. Moreover, this aviation fuel is universal, since it can be used for
both subsonic and supersonic aircraft.

Modern jet fuels must meet a number of requirements related to the cost-effectiveness,
reliability, durability, as well as environmental safety [9].

Reliable and durable operation of the aircraft is ensured if the fuel has a fractional
composition, capable of maintaining a stable combustion process in all modes of engine operation
and does not form vapor locks in the fuel system during altitude flights; if the fuel and its products
of combustion do not cause damage of the fuel system and engine details; if the fuel provides
reliable operation of the engine in a wide range of external conditions (temperature, pressure,
humidity, etc.).

Economic work of the aircraft is provided when the fuel has a low price, high heat of
combustion and high density; has such a chemical and group composition, which guarantees the
most complete combustion process, as well as low evaporation during altitude flights and long-term
storage.

Environmental safety of fuel is provided in case of its least impact on the environment at all
stages of operation (production, transportation, storage, refuelling of the aircraft, direct combustion,
etc.).

The main technical requirements for jet fuels are the following:

— high level of evaporation, which provides reliable flammability and completeness of fuel
combustion;

— satisfactory low-temperature properties, ensuring reliable pumpability at low
temperatures;

— chemical and thermooxidative stability with minimal tendency to form deposits in the fuel
system of the engine;

— absence of negative influence on metal and non-metallic details of engine fuel systems,
equipment for storage and transportation of fuel;

— high lubricity, eliminating the increased wear of fuel assemblies;

— optimal level of electrical conductivity, which prevents the electrification of fuel and
ensures safety during pumping and loading-unloading operations with fuel;

— the absence of toxic components, impurities and additives, the minimum content of sulfur-
containing compounds that form environmentally hazardous combustion products.

The fuel stability, namely chemical stability and thermal oxidative stability, is the most
important technical requirement for jet fuels. At elevated temperatures some components of fuel
become thermally unstable, resulting in an intense formation of a deposit and increased corrosion
activity, which leads to the fuel lines plugging and the plunger wear. This reaction is especially
intensive at high temperatures typical of the aircraft fuel system.

Thermal oxidative stability is defined as the oxidation stability with the formation of
resinous deposits at elevated temperatures (100-120 °C, subsonic aircraft). Some of resinous
deposits are insoluble in fuel and can lead to the filter plugging and engine failure.

Jet fuels must meet the increased requirements for thermal oxidative stability:

— under statistical conditions;

— under dynamic conditions.
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In addition to temperature effect, the thermal oxidative stability of fuel can be affected by
metals, which are used for the manufacture of fuel engines: copper, bronze, brass, alloy steels, etc.
These metals at high temperatures are the catalysts of fuel oxidation.

The presence of resins in fuel leads to increased formation of deposits. At the same time, the
negative role of these substances is revealed only at their certain concentrations, below which the
presence of resins increases stability and anticorrosive properties of jet fuels. This inhibitory effect
is explained by the presence of some sulfur-, nitrogen- and oxygen-containing compounds in resins.

Sulfur compounds play an important role in the formation of insoluble deposits and other
oxidation products in fuels. Resins, carbon deposits and lacquer always contain a large amount
of sulfur and oxygen. Partial transition of sulfur compounds from fuel to resins and from resin to
solid deposits occurs at low temperatures during long-term storage, as well as at high temperatures
for several hours. Sulfur compounds of different classes have different effect on the thermal
stability of fuels. The least stable components at elevated temperatures are mercaptans and
disulfides. The presence of elemental sulfur in reactive fuels, even at a concentration of 0.001 %,
contributes to a sharp increase in the fuel corrosion activity.

Along with the corrosion activity and low thermal stability the sulfur compounds are
characterized by antioxidant properties, which are clearly observed when the content of these
compounds in fuel is low. The antioxidant properties of sulfur compounds, for example sulfides,
can be explained by their easy interaction with the formation of hydroperoxides, subsequent
destruction and, consequently, the prevention of the oxidation chain reaction development. The
removal of nitrogen-containing compounds from fuels contributes to the increase of thermal
oxidative stability.

The quality of jet fuels depends on used additives to a large extent. Antistatic and antiwear
additives, fuel system icing inhibitors and antioxidants are added to the jet fuels. The main
requirement for aviation fuel additives is their high effectiveness, i.e. they should be introduced in
small concentrations without worsening the fuel quality relative other indices and retain their
properties for a long time both in pure form and in fuel composition. In the world practice the
additives quantity and composition must be approved by aircraft builders and engine manufacturers
and specified by the relevant developers in the documentation.

In order to increase the chemical and thermal oxidative stability of jet fuels during storage
and transportation the antioxidants (oxidation inhibitors) are added. Such additives should be
introduced into fuels that undergo a hydrofining in order to prevent the formation of peroxides.
«TC-1» may contain antioxidants by agreement. Antioxidants are compulsorily introduced into
hydrotreated fuels («PT», «T-6», «T-8B») to compensate the reduced chemical stability as a result
of hydrofining. Antioxidants do not have any known side effects that could negatively affect the
properties of fuel. The mechanism of antioxidants action is based on the idea that oxidation of
hydrocarbons is a chain process, in which the origin of chains and their development occurs with
the participation of free radicals. In other words, the action of oxidation inhibitors is aimed at
preventing the formation of primary oxidation products — peroxides and consists in breaking and
preventing the development of the oxidative reactions chain with the formation of hydroperoxide
and stable free radical inhibitor:

InH + ROO —In + ROOH.

In order to increase the antiwear (protective) properties of jet fuels the antiwear additives are
used. Their main purpose is to increase the lubricating properties of fuel. Components of the engine
fuel system and fuel regulation devices are designed to be lubricated by fuel. Differences in
structures and materials of the fuel system components lead to different sensibilities of the
equipment to the fuel lubricity. Aviation fuels, in turn, differ in their level of lubricity. The
incipient operational problems are classified starting from cost reduction to the unplanned
mechanical failure, which may cause the engine shutdown during flight. Physico-chemical
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properties of jet fuels do not provide sufficient lubricity of fuel at high temperatures and high loads.
Hydrotreated jet fuels are characterized by worse lubricating properties than those obtained via
direct distillation.

Antiwear additives are intended to restore the lubricating properties of fuels after
hydrofining. They are introduced into fuel at the refineries along with antioxidants. Among the
substances that improve antiwear properties are fatty and naphthenic acids, their esters and salts.
Such components of antiwear additives as surfactants have the following properties:

— they improve the lubricating properties of petroleum products in relation to metals in the
«petroleum product — water» system and slow the anode process of metal ionization;

— they form strong chemosorption protective films on the metal surfaces that prevent
corrosion.

One of the widely used additives is the antiwear additive Hitec-580. It is a transparent
amber-colored liquid with flash point > 66 °C and acid number of 80—100 mg KOH/g.

The purpose of this work was to study the efficiency and influence of antiwear additive
Hitec-580 and antioxidants Agidol-1 and AO-80 on the properties of hydrotrated fraction of jet
fuel.

For the experiments we used a hydrotreated fraction of jet fuel, the physico-chemical
characteristics of which is presented in Table 1.

Table 1
Characteristics of hydrotreated fraction
Indices Values
1. Fractional composition, °C
initial boiling point 117
10 % 151
20 % 166
30 % 176
40 % 185
50 % 196
60 % 203
70 % 213
80 % 221
90 % 236
95 % 245
98 % 270
Weight content of sulfur compounds, % 0.037
Flash point, closed-cup, °C 37
Viscosity at 20 °C, mm*/s 1.50
Weight content of aromatic hydrocarbons, % 19.2
Ash content, wt % 0.002

Antioxidants Agidol-1 and AO-80 and antiwear additive Hitec-580 were used to determine
their influence on jet fuel properties.

The additive Agidol-1 (Tonol, (2,6-di-tert-butyl-4-methylphenol) is a white crystalline
powder without foreign impurities, with a melting point > 69.5—70.0 °C and chilling point > 69 °C.
This additive allows to completely prevent the oxidation of hydrogenation fuels, including that
occurred at elevated temperatures (up to 150160 °C).

The additive AO-80 is an alkylphenolic antioxidant containing at least 75 % of 2,4-
dimethyl-6-fert-butyl-phenol and maximum 25 % of fert-butyl methyl and tert-butyl-dimethyl-
phenol. Appearance — a colorless or yellowish-colored liquid that prevents the formation of resins,
oxidation and prevention of peroxides formation during storage.
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Hitec-580 is the antiwear additive without phosphorus for low-sulfur aviation fuels used to
reduce the wear of fuel pumps and regulators of aviation engines. It is a clear amber oily liquid
with the density of 920 kg/m”’, pour point of mines18 °C, flash point > 66 °C and acid number of
80-100 mg KOH/g. Hitec-580 is a multicomponent mix, the main active substance of which is a
dimer of linoleic acid.

Standard and analytical methods, as well as heuristic methods according to the Complex of
Methods for Qualitative Assessment («KKMKO») for jet fuels were used for the investigations.

At the first stage we tested hydrotreated fraction of jet fuel with different additives
according to KMKO. The amounts of additives were chosen as maximum concentrations
recommended by the manufacturer: Agidol-1 0.004 wt. %; AO-80 0.0024 wt. %; Hitec-580
0.004 wt. %. The results of studies are presented in Table 2.

Table 2
Results of testing the hydrotreated fraction of jet fuel according to KMKO
Indices . Fraction with additives '
Agidol-1 AO-80 Hitec-580
Compatibility with resins, % 0.54 0.43 0.58
Microbiological phase absence
Carbon number, carbon factor, NACA factor 313.412 313.412 313.412
Opacity index SVI 281.92 281.92 281.92
Luminometernumber 59.5 59.5 59.5
Refraction index 1.4426 1.4426 1.4423
Mechanical admixtures, wt. % absence

Then we studied the influence of Agidol-1 (0.004 wt. %) and AO-80 (0.0024 wt. %) on the
properties of hydrotreated fraction of jet fuel. The results are presented in Table 3.

The influence of Hitec-580 (0.004 wt. %)) on the properties of hydrotreated fraction of jet
fuel is shown in Table 4.

At the last stage of research we compared the samples with different additives to evaluate
the efficiency of additives and their influence on the quality performance of commercial aviation
fuel. The samples contain the following mixture of additives:

— antiwear additive Hitec-580 and antioxidant Agidol-1;
— antiwear additive Hitec-580 and antioxidant AO-80.
The research results are presented in Table 5.

Table 3
Properties of hydrotreated fraction of jet fuel with additives Agidol-1 (0.004 wt. %) and AO-80 (0.0024 wt. %)
Experimental results Standard values
No. Indices Hydrptreat.ed Hydrhotreat‘ed 32%%(()?55933
fraction with | fraction with : :
Agidol-1 AO-80 007-97)
1 2 3 4 5
1 Acidity, mg KOH per 100 cm’of fuel 0.184 0.18 No more than 0.7
2 | Acidnumber, mg KOH per 1 gof fuel 0.046 0.046 -
3 | Existentgum content, mg per 100 cm’of fuel 1.22 1.08 No more than 4
4 | Corrosiveness to copper strip at 100 °C for 3
hours stand the test | stand the test stand the test
Thermal oxidative stability under static conditions at 150 °C
5 | weight content of deposit,
mg per 100 ecm’ of fuel 1.64 1.6 No more than 6
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Table 3 continue

1 2 3 4 5
6 | Water soluble acids and alkali absence absence absence
7 | Mechanical admixtures and water absence absence absence
Thermal oxidative stability JFTOT at the control temperature below 260 °C
a) differential pressure of filter, kPa 0 0 -
8 b) color of deposits over tube according to the
color scale (in the absence of non-typical 1 1 -
deposits), points
High-temperature corrosion, mass loss during test, g/mz, at 120 °C
9 | for copper 0.47 0.44 No more than 3.0
for bronze 0.42 0.38 No more than 2.5
10 | Compatibility with resins, % 0.54 0.43 -
11 | Specific electric conductivity, pS/m
- without antistatic additive at 20 °C | 3 | 3 10
Table 4
The influence of on the Properties of hydrotreated fraction of jet fuel
with the additive Hitec-580 (0.004 wt. %)
Experimental results Standard values
No. Indices Hydrotreated fraction with RT (GSTU 320.00149943.
AO-80 007-97)
1 Weight part of total sulfur, % 0.002 No more than 0.25
2 Kinematic viscosity, mm*/s
—at 20 °C 1.54 No less than 1.25
—at minus 40 °C 6.9 No more than 16
—at minus 20 °C 5 -
3 Mechanical admixtures and water absence absence
4 ?gzgagl%c?ggc;r;llxmres, % according absence 0.0003
Antiwear properties under sliding friction at the device UPS-01
5 - antiwear properties criterion, % 132 No less than 95
- wear spot diameter, mm - -
Table 5
Properties of hydrotreated fraction of jet fuel with the mixture of additives
Samples
No Indices Fraction + Hitec-580 (0.003 wt. Fraction + Hitec-580 (0.003 wt.
%) + Agidol-1 (0.003 wt. %) %) + AO-80 (17 mg/dm®)
1 2 3 4
1 Density, kg/m’
-at 20 °C | 789 | 789
2 Fractional composition, °C
initial boiling point 147.2 146.7
10 % 172.5 171.1
50 % 189.4 188.4
90 % 214.4 212.2
98 % 239.8 227.2
3 Kinematic viscosity, mm*/s
- at20°C | 1.57 1.59
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Table 5 continue

1 2 | 3 4
- at minus 40 °C 6.95 6.95
4 Low heat value, kJ/kg 43363.84 43363.84
5 | Acidity, mg KOH per 100 cm’ 0.38 0.4
of fuel
6 Acid number, mg KOH per 1 g 0.062 0.063
of fuel
7 Flash point, closed-cup, °C 51 48
6 Chilling point, °C minus 60.5 minus 61
7 Thermal oxidative stability under static conditions at 150 °C
weight content of deposit,
mg %)er 100 cm’® of ﬁlljel 1.6 1.48
8 Weight content of aromatic 17.5 175
hydrocarbons, % )
Existentgum content, mg per
i 100 cm%f fuel ¢P s 1.25
10 | Weight content of total sulfur, % 0.0015 0.0012
11 1C6) (;'I'OO é lf“;ern§ S}1S01Iros copper strip at stands the test stands the test
12 | Water soluble acids and alkali absence absence
13 | Mechanical admixtures and water absence absence
14 Reaction with water, points,
- state of interface 1 1
15 | Specific electric conductivity, pS/m
- without antistatic additive 2.4 2.8
at 20 °C
16 | Thermal oxidative stability JETOT at the control temperature below 260 °C
a) differential pressure of filter,
0 0
kPa
b) color of deposits over tube
according to the color scale (in the | |
absence of non-typical deposits),
points
17 | Antiwear properties under sliding friction at the device UPS-01
antiwear properties criterion, % | 137 134
18 | High-temperature corrosion, mass loss during test, g/m’, at 120 °C
for copper 19.2 31.2
for bronze 0.92 2.0
19 | Compatibility with resins, % 0.58 0.59
20 | Microbiological phase absence absence
21 Carbon number, carbon factor,
NACA factor 310.213 309.51
22 | Opacity index SVI 283.17 278.23
23 | Luminometernumber 59.48 59.48
24 | Refraction index 1.4425 1.4425
25 Mechanical admixtures, wt. % absence absence
26 Content of antioxidant, wt. % 0.003 0.002

The experimental results show that introduction of Agidol-1 in amount of 0.004 wt. % does
not significantly affect the properties of the hydrotreated fraction of jet fuel. At the same time, if we
compare the samples with different amount of Agidol-1, we observed the decrease in the existent
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gum content. This value is 1.25 mg per 100 cm’ of fuel (for Agidol-1 in amount of 0.003 wt. %)
versus 1.22 mg per 100 cm® of fuel (for Agidol-1 in amount of 0.004 wt. %). Moreover, a slight
decrease in the corrosive effect of the fuel with 0.004 wt. % of Agidol-1 was observed as well.

Antiwear properties of jet fuels were determined by a set of physico-chemical indices, in
particular: the kinematic viscosity at 20 °C and minus 40 °C, the mass fraction of total sulfur, the
content of mechanical admixtures and water, antiwear properties under sliding friction at the device
UPS-01. For all of these parameters, the samples with antiwear additive Hitec-580 in various
concentrations fully meet the requirements of the regulatory document for jet fuel (GSTU
320.00149943.007-97 «Fuel for jet engines «PT» . Specifications»).

The introduction of AO-80 in amount of 0.0024 mg/l shows a positive effect on the
properties of the fuel fraction, which characterizes its chemical and thermal oxidative stability.
These samples fully meet the requirements of the regulatory document for jet fuel (GSTU
320.00149943.007-97 «Fuel for jet engines «PT». Specificationsy).

The additive AO-80 has a positive effect on thermal oxidative stability of fuel under static
conditions. So, the weight content of the formed deposit was 1.6 mg per 100 cm’ of fuel. It should
be noted that existent gum content in the samples with AO-80 significantly decreased and
amounted to 1.0 and 1.08 per 100 m® of fuel. This indicates the efficiency of AO-80.

The additive AO-80 has also a positive influence on corrosion properties of fuel. There is a
significant decrease in the corrosive effect on both copper and bronze of the fuel with a minimum
content of additive to compare with the sample with the maximum concentration of AO-80.

The experimental results of hydrotreated fraction of jet fuel with a mixture of additives
showed ambiguous effect on the quality parameters of the fraction. It should be noted that the use
of antiwear and antioxidant additives in the mixture does not have a negative effect on the quality
parameters. The positive influence is observed relative to the antiwear properties. Thus, the
antiwear properties criterion for the sample + Hitec-580 + Agidol-1 increased in comparison with
the sample + Hitec-580 + AO-80. Such values as existent gum content and thermal oxidative
stability under static and dynamic conditions had not essential differences. The difference was
within the limits of the error. A slight increase in acidity (acid number) of the samples was
observed. However, their numerical values were within the limits defined by the normative
documentation.

We observed a significant loss in the sample mass during the experiments indicating the
corrosive effect of the samples on copper and bronze compared with the samples with antioxidant
additives only. In general, the results show the need for more detailed studies of the influence of the
complex application of application packages on the properties of fuels for air jet engines.

A comparative study of the hydrotreated fraction of jet fuel with antioxidants and Hitec-580
was carried out. The efficiency of additives and their influence on the quality of commercial
aviation fuel were evaluated.

The results show the effectiveness of the antiwear additive Hitec-580 in the maximal
amount recommended by the manufacturer. The antioxidant Agidol-1 exibits low antioxidative
effect but it does not have a negative effect on the quality of commercial jet fuel, which meets the
requirements of regulatory document GSTU 320.00149943.007-97 «Fuel for jet engines «PT».
Specificationsy.

The antioxidant AO-80 is effective as an inhibitor of oxidation. It also does not have a
negative effect on the quality of commercial jet fuel, which meets the requirements of regulatory
document GSTU 320.00149943.007-97 «Fuel for jet engines «PT». Specificationsy.

It is recommended to conduct more detailed studies on the complex influence of the
additives on the properties of jet fuels, in particular in the conditions of long-term storage, as well
as studies on the possibility of expanding the range of antiwear and antioxidant additives for jet
fuels.
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HA BJIACTHUBOCTI MAJIUB OJI5S1 PEAKTUBHUX JIITAKIB
CrarTsi IPUCBSYCHA BUBYCHHIO BIUTHBY MPOTHOKHCHIOBAIBHUX Ta MPOTU3HOLIYBAJIbHHUX JOJATKIB Ha
peakTuBHe manuBo. J[o rizpoounmieHol ¢pakmii mamvBa Ui MOBITPSHO-PEAKTUBHUX BHUIYHIB NOAABAIU
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JBUTYHIB, HE YHHATH HAa HBOTO HETATHBHOTO BIUIMBY, a HOr0 TOKA3HWKH BiMOBIAlOTh BHUMOTaM
HOPMATHBHUX JOKYMEHTIB.
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BJIUSHUE AHTUOKCUJAHTOB U ITPOTUBO3HUCHBIX IPUCAJIOK
HA CBOMCTBA TOILIHUB J1J151 PEAKTUBHBIX CAMOJIETOB
CraThsl TOCBAILCHA H3YYCHHIO BIMSHHS MPOTHBOKHUCIHMTEIBHBIX W MPOTHBOU3HOCHBIX T00ABOK Ha
peakTHBHOE TOILIMBO. Bo ¢pakumio TOmIMBa Ui BO3MYIIHO-PEAKTHBHHX JBHIATeNeH T'MAPOOYHIICHHOTO
JOOABILTH TPOTUBOKHUCIUTENBHEl N00aBku Arunon-1, AO-80 u mpoTUBOM3HOCHYIO n00aBky Xaiitek-580
B KOHIICHTPAIUSIX, PEKOMEHIOBAHHBIX POM3BOANTENIEM. Y CTAHOBJICHO, YTO J00aBICHHE 3THX MPUCAIO0K, KaK
OT/ICNIFHO TaK U B KOMIUIEKCE, YIydliaeT GU3UKO-XHMHUUCCKUE CBOWCTBA TOBAPHOTO TOILIMBA JUIS TOIUIUBHO-
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INFLUENCE OF ANTIOXIDANTS AND ANTIWEAR ADDITIVES ON JET FUEL PROPERTIES
The article is devoted to the study of antioxidants and antiwear additives influence on reactive fuels.
The antioxidants Agidol-1, AO-80 and antiwear Hitec-580 were added to the hydrotreated fuel fraction for air-
jet engines in the concentrations recommended by the manufacturer. It was established that the addition of
these additives, both individually and in combination, improves the physical and chemical properties of
commercial fuel for fuel-jet engines, does not affect it, and its properties meet the requirements of normative
documents.
Key words: reactive fuel, thermal oxidative stability, antioxidant additives, antiwear additives.
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2.7 NITROGEN OXIDE AND DISPERSE PARTICLES EMISSION REDUCTION
IN DIESEL ENGINES

Georgy Kuharyonok, Denis Kapsky, Vitaly Berezun

Constant toughening of requirements for diesels has directed the development of the world
engine manufacturing to improving ecological indeces. The major difficulty for diesel engine-
building is nitrogen oxide (NOx) and particles mater (PM) emission reduction. Their level limit is
determined by the requirements of technical guidelines. Concerning available at the moment
technologies, the strategy of emission reduction (ER) is conditioned by the compromise between
the degree of diesel design complexity and fume cleaning efficiency [1, 2, 3].

Among the factors considered above the following parameters are worth mentioning: the
injection pressure, the fuel injection advance angle and the exhaust fume recycle rate for reasons of
the major influence on fume emission and the fuel-economic indicator. At the same time the
effective value range shift of varying parameters is determined by the basic diesel engine design
parameters. The use of injection systems allows to control flexibly the injection pressure and the
fuel injection advance angle without making the engine design too complex. Together with the use
of the exhaust gas recirculation (EGR) system the injection systems allow to coordinate design
parameters and engine-on mode specifications.

The improving potential of diesel engine operating cycle is currently not exhausted: it is the
main means of attaining up-to-date regulated markers, which makes the research of the fume
emission reduction potential by means of improving engine workflows relevant and requested.

The most difficult task for diesel engines is to meet the requirements of NO, and PM
emission reduction [3].

The purpose of the research is to reduce the so called “unrefined” NOx and PM emission by
means of choosing design and adjustment parameters of diesel engines workflows taking into
account the priority of fuel economy.
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A test facility for complex research of diesels workflows and NO, and PM emission
estimation has been worked out (Fig.1). Its peculiar features are the following: automation of
measurement and data smoothing processes, on-line monitoring of the eye diagram changes, the
beginning of injection and injection duration, recycle rate control of CO, concentration in engine
exhaust of the inlet gas.

The test facility meets all the international UNO requirements (Rules NeNe 24, 49, 96).An
investigating methodology has been developed. According to it, for the efficient use of time and
labor costs reduction the sequence of parameter changes Pinj, ® and pegr in providing an operating
mode speed and torque = const was defined by the saturated plan of the experiment, which allows
to express the acquired results in terms of quadric regression equations. The required engine power
was compensated for changing the quantity of the injection rate. For engine trend monitoring in
order to reject misleading tests data while carrying out experimental research the verification of
fuel-economic and ecological figures was provided on the chosen in advance control point with the
equal fuel-injection equipment alignments and the degree of EGR.

The reproducibility of measurements was provided by systematic equipment calibration and
check-out.

Configuration parameters study has been carried out with account for ecological
performance improvement and corrected car economy (ge) on the basis of a produced by Minsk
Engine Plant 90 kilowatt turbocharged diesel (/1-245 production number) which is equipped with
the electronic fuel injection system. The following characteristics have been investigated: the shape
of the combustion chamber, angular placement of the spray sparger, its configuration and the
quantity of its nozzle holes, swirl ratio of inlet ports of the engine cylinder head (ECH), gas
distribution phases and the way of exhaust gas recirculation (EGR) organization [4]. As a result,
regulated EGR contoured by high pressure with the chill of circulated exhaust gas (EG) has been
chosen. The developed elements of the configuration are in Fig. 2.
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Fig. 1. Test facility lay-out
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Fig. 2. Developed elements of the study object configuration

It has been revealed that the adjustment parameters Pinj, ® and pegr, which are changing in
the engine’s working process, play a crucial role in the working process organization that provides
upholding ecological safety standards.

In order to conduct calculated analyses an integrated mathematical model of the diesel with
ERG system working process has been created. It is based on the first law of thermodynamics and
includes N. Razleitsev’s analysis technique of the fuel combustion process with updated
coefficients, deduced empirical dependence for calculations of disperse particles emission and the
temperature of the exhaust gas after the turbocharger [4].

For mathematical model verification the calculation data for the nominal rating was compared with
the experimental data.

Conformance checks of the indicator diagram (ID) design form by Fisher’s criterion have
been performed [5], which is the quotient obtained when the variance estimate of inadequacy Sp is
divided by the variance estimate of the single observation error S.:

F:SD/(Pn
Se/(pd

b}

where ¢, — number of degrees of freedom of random quantity numerator F; g4 — number of degrees of freedom
of random quantity denominator £.

The observed value F = 1,08 < Fcr= 1,16 for statement performance probability Pb = 0,95
provides support for the model adequacy.

Dispersion numbers of the effective marker in examining the calculation sufficiency NOx,
PM u Tr' do not drop lower than 94 %. It testifies to the high statistical significance of
characteristic curve for its calculation.

The calculation algorithm was implemented in programming environment Delphi.

As a result, three means of the workflow organization have been singled out which influence
NOx and RM emission in different ways. These means are determined by the type of ID that are
shown in Fig. 3.
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Fig. 3. Indicator diagrams

The first type (I type) is a one-humped ID depicting the ratio of peak combustion pressure to
compressive pressure pz/pc>1; II type is a double-humped ID depicting pz/pc>1 and III type is a
double-humped ID depicting pz/pc<1 (with an indistinct peak pz).

Calculated analyses of PM and NOx emission adjustment parameters according to the
saturated plan of the experiment for each NRSC (Non-Road Transient Steady-state Cycle)
ecological cycle mode have been conducted. The margin limits of the variation range have been
chosen according to the working processes in the area of the ID (three types). The variation range
of pinj and pegr has been limited by the fuel consumption rate of the initial related type stage along
with the correlated ecological parameters. As an additional restricting parameter the exhaust gas
temperature after the turbocharger (Tr') has been taken, which has been restricted with account of
the study subject technical specifications. The margin limits of the adjustment parameters allow to
define the minimization area ge as well.

In order to choose the fuel supply parameters and the exhaust fume recycle rate the
simulation data has been analyzed as well as the obtained regressional dependence with regard of
the ID type. Taking into consideration generally accepted emission reduction strategies for each
peak of NRSC cycle target-oriented approaches to solving the problems have been searched for.
For the peak of the ecological cycle H-100 substantiation of combustion process parameters data is
in Fig. 4. The data analysis has been performed in the following three directions:

1. Minimization ge (emin);

2. PM minimization (PM .,,);

3. NO, minimization (NOy p;,)-

Parameter selection has been conducted with the help of an imbedded program module
«finding solutions» from the Microsoft Excel Table, where a principle of non-linear optimization is
laid down.

For the first direction the following parameters have been chosen: pj,; = 160 mPas, 0 = 10
degrees u peg, = 0,12 if emitted NO,= 6,07 g/lkWh, PM = 0,04 g/kWh and g.= 214,2 g/kWh.

While calculating the whole body of data the results of the search for NOx and PM
minimization determine nonrational parameters from the point of view of fuel-economic figures.
It shows itself in the choice of extreme settings of the working process in the range under
consideration.
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Fig. 4. PM-NOx diagram for nominal conditions

Consequently, for the 2" and 3" directions the solutions have been searched for in limiting
fuel consumption in relation to the data of the 1st direction (g mi,). To minimize PM the search for
solutions was made in the following two ways: NO, increasing and NO, decreasing by means of
imposing an additional boundary condition. The simulated result of the three directions of the
emission reduction strategy for the cycle H-100 is depicted in. As percentage in figure 5 fuel
consumption variation is expressed.

In the proposed variant of decision making organization the parameters of fuel consumption
degradation tend to organize the working process with the initial stage of the indicator diagram and
a transition from type I to type IIl. This is reflected in the fact of 0 decrease while Pinj is
maintained at the upper variation limit. The difference in NO, and PM minimization consists only
in the fact that in the former case pegr is in the value range of 0,16, but in the latter case
it approximates 0.
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Fig. 5. Dimensions of ecological indices improvement for nominal operation conditions
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In the range of obtained values the study of diesel emission reduction strategies has been
carried out. For their estimation the following characteristics have been singled out:

Ag. — fuel consumption change in regard of the basic cycle, defined by workflow
management adjustment parameters which provide ge minimization at all toxicity level;

AT,,, — average toxicity level temperature change in regard of the basic cycle;

Cpm, Cnox — desired degree of PM and NO, clean-up system conversion in order to meet
Stage 4 regulations. The degree is defined as difference quotient between the values of «raw» and
normable diesel emission reduction to the value of «raw» emission.

Five stages of workflows calculation have been identified with account for fuel consumption
with load increase, toxicity level factor weight and the presence of the EGR system (Table 1).

At the first stage to compose the basic toxicity level for each mode the workflow settings
have been chosen which provide ge minimization. The summary NO, and PM emission indicators
have been 8,1 g/kWh and 0,031 g/kWh respectively. At the same time the exhaust gas temperature
according to the toxicity level constitutes 647 K.

At the 2" and 3" stages a PM reduction strategy has been fulfilled involving the use of EGR
system and its excluding. As a result, for the engine configuration without the EGR system the
cycle with NO, and PM of 13,1 g/kWh and 0,014 g/kWh has been obtained respectively. It allows
to meet PM Stage 4 regulations without the use of the EGR system. Herewith, Ag. is 2,4 %, but the
AT, increase is 4o. For the engine configuration without the EGR system NO, and PM emission
constitutes 5,1 g/kWh and 0,089 g/kWh respectively, Ag. is 10,9 % and the AT,,, increase is 54o0.

Table 1
NOx and PM emission reduction strategies data
Cal;l:llgaetlon gl/\{(c\)yi(]’h g/ri(l\\;[\;h Agea % ATavrao CPM CNOx EGR
1 8,1 0,031 - - 0,20 0,95 +
2 5,1 0,089 10,9 54 0,70 0,92 +
3 13,1 0,014 24 4 - 0,97 -
4 7,7 0,025 24 4 - 0,95 +
5 2,5 0,265 12,0 81 0,91 0,83 +

At the 4th calculation stage the strategy of meeting PM reduction within the framework of
Stage 4 regulations was considered with the opportunity to reduce NOx by using the EGR system.
The PM value of 0,025 g/kWh within a cycle has been successful with the NOx emission of 7,7
g/kWh and with the ATavr increase of 4o together with the Age increase of 2,4 %.

At the 5th calculation stage a NOx reduction strategy has been fulfilled. The cycle obtained
provided NOx and PM with 2,5 g/kWh and 0,265 g/kWh respectively, Ag. has increased by 12 %
and AT, — by 8lo.

The choice of the emission reduction strategies was made with regard of fuel consumption
and the reduction of engine configuration elements. Especially appealing are the strategies within
the framework of PM Stage 4 regulations (variants 3 and 4).

PE®EPAT
Teopeaiti Kyxapvonox, /{enuc Kancokuii, Bimaniti bepe3yn
binopycokuil hayionanvhuii mexuiunui yHigepcumem, kux@tut.by
3HUKEHHS BUKHIB OKCHUAIB A30TY TA JUCHEPCHUX YACTUHOK JU3EJIA

BukonaHo ouiHky HanpsiMiB 3HMKeHHs BUkuaiB NO, i PM uepe3 posrisa BapiaHTiB oprasizanii
poGodoro mporecy 3 ypaxyBaHHSIM MPiOpHTETY TATMBHOI €KOHOMIYHOCTI NpH 3pOCTaHHI HaBaHTAXKCHHS,
BaroBux (HakTopiB IHUKIY TOKCHUYHOCTI, KOMIUICKTAIl IBHTYHA, a TaKOX HEOOXIMHOI AJsi JOCSTHEHHS
L[iTbOBOTO CTYIEHIO €KOJIOriuHOi Oe3mexku cTymeHs KoHBepcii cucremu oummeHHs OI' i 3MiHM cepenHbOL
temnepatypu OI' UKy TOKCHYHOCTI.
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BusnaueHo mapamerpu mojaui nanusa i crynens POI, 110 JO3BOMHMIM peali3yBaTH B €JICKTPOHHOMY
Orowi AW3ens aNrOpUTM YNpPaBIiHHSA, IO 3a0e3nedye NMPOTIKaHHS PoOOYOro MpoIecy B MexaX BHKOHAHHS
HOpM Stage 4 mo PM 0e3 3acTocyBaHHS caxeBUX (inbTpiB.

Konrouosi ciioBa: musens, mapaMmeTpu nojadi MaauBa, peHUPKYIIALis BiANpalbOBaHUX Tra3iB, OKCUAU
a30Ty, JUCIIEPCHI YaCTUHKH.
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CHHWXEHUE BBIBPOCOB OKCHUA0B A30TA U JUCIIEPCHBIX YACTHUI JU3EJISA

IIpoBenena oneHka HanpasiaeHUH cHKeHUs BbIOpocoB NO, u PM myTeM paccMOTpEeHUs BapHaHTOB
opraHuzanuu paboyero npoiuecca ¢ yueToMm NPHOPUTETA TOIUIMBHOM SKOHOMHUYHOCTH IPH POCTE HarpysKu,
BECOBBEIX (PAKTOPOB LIMKJIA TOKCHYHOCTH, KOMIUICKTALlMH JBUTATENs, a TAKKe HEOOXOAUMON IS TOCTHIKCHHUS
LETIEBON CTYICHN JKOJOTHYECKON 0E30MacHOCTH CTENEHH KOHBEpCHH chcTeMbl ouncTku O u m3MeHeHus
cpenHeil Temneparypsl OI' mukIa TOKCHYHOCTH.

OmpeneneHbl  mapaMeTpsl  ToIMBomojaun u  cremeHn POIN, mo3BonmBIIME — peasM30BaTh
B DJIEKTPOHHOM OJIOKE AM3eNs alIrOpPUTM YIpaBieHUs, oOecreuuBalonMii NpoTeKanue pabodero mpouecca
B IPaHUIIAX BBINOJIHEHUS HOpM Stage 4 1o PM 6e3 npuMeHeHHs caXXeBbIX (QUIBTPOB.

KitioueBble cjioBa: Ju3enb, HapamMeTpbl TOIUIMBONOJAYM, PELUPKYJISALUS OTpabOTaBIIMX TIa30B,
OKCHJIbI 230Ta, TUCIEPCHBIE YACTUIIBI.

ABSTRACT
Georgy Kuharyonok, Denis Kapsky, Vitaly Berezun
Belarusian National Technical University, kux@tut.by

NITROGEN OXIDE AND DISPERSE PARTICLES EMISSION REDUCTION IN DIESEL ENGINES

The paper focuses on the directions of the strategy to reduce emissions of NOx and PM. They were
assessed by considering options for organizing the workflow taking into account the priority of fuel economy
with increasing load, toxic cycle weight factors, engine configuration, as well as the degree of conversion of
the exhaust gas cleaning system and average temperature required to achieve the target environmental safety
level Exhaust cycle toxicity.

The fuel supply parameters and the degree of EGR are determined, which allowed to implement
a control algorithm in the electronic block of a diesel engine that ensures the flow of the working process
within the limits of the fulfillment of Stage 4 standards according to the RM without the use of particulate
filters.

Key words: diesel, fuel supply parameters, exhaust gas recirculation, nitrogen oxides, particles mater.
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2.8 MODIFICATION OF DIESEL FUEL COMPOSITION WITH METHYL ESTERS
OF FATTY ACIDS FROM NON-EDIBLE FATS

Elena Shevchenko, Valeriia Kameneva, Alyona Shkekina

The demand for oil will be growing by 1 % per year until 2035, all over the world. As a
result, instead of the current 84.5 million barrels per day, the global market will need 111.7 million
barrels a day. Oil consumption will reach 106 million barrels a day in 2030. This is in line with the
forecast of the International Energy Agency.

Forecasts show that the existing energy efficiency policy and the role of alternative fuels
with high energy prices will curb the growth of energy consumption and ensure the transition to
renewable energy sources.

Solution of the modern environmental problems requires the search for alternative sources
of raw materials and energy. It is related not only to the need to reduce pollution of the
environment, but also the importance of the transition from exhaustible raw materials to the
increased use of renewable resources. Work in this direction has been conducted around the world
for a long time. Oil crops are the most important source of renewable raw materials among modern
bioresources, because vegetable oils could be used to produce fuels and lubricants as an alternative
to petroleum raw materials. The renewability of the raw materials causes the expediency of
expanding the use of vegetable oils in technology at present. In addition, the products derived from
vegetable oils have less reliable as compared with the synthetic products, which are biodegradable
[2].

An important fact is that the use of fats and fatty waste is possibly not only in the production
of lubricants, but also in the production of fuels — gasoline, diesel, boiler houses. This makes it
possible to use machines and mechanisms that work only on products of plant origin.

At present, Ukraine has a shortage of oil fuels (oil and gas condensate production is below
4 million tons, lacking more than 10 million tons), while production of biofuels from vegetable oils
(rapeseed, sunflower, etc.) is relatively cheap process. Therefore, this is a promising area for
research. Fuels of vegetable origin from rapeseed oil (a mixture of rapeseed oil fatty acid methyl
esters) and glycerol are produced by methanolysis. Currently, more than 1.5 million tons of
biofuels are produced in Europe (Germany, France, Austria, etc.).

Biodiesel can be used in diesel engines without constructional changes or swap. Fuel
consumption is increased by 10 % when the engine is running on biodiesel (methyl esters of fatty
acids are oxygen-fueled). The emission of harmful substances in the exhaust gases is reduced by
25-50 %. Therefore, this type of fuel can be used in environmentally sensitive areas (city zone,
recreation area, etc.) [1].

Biofuels of the first generation are made according to the traditional technologies of sugar,
starch, vegetable oil and animal fat. The main sources of raw materials are seeds or fruits. For
example, vegetable oils are obtained by pressing seeds of sunflower. The resulting oil can be used
to produce biodiesel. The starch is obtained from wheat. After transformation of starch, bioethanol
is produced. But such sources of raw material are important in the food chain of people and
animals. In addition, many first-generation biofuels are investment intensive and cannot compete
with fossil fuels by value (for example, oil). Some first-generation fuels slightly reduce greenhouse
gas emissions. Emissions from the production and transportation of the first-generation fuels often
exceed emissions from the use of conventional fossil fuels [3].

The main task of biofuel technology of the second generation is to increase the amount of
biofuel made of residual non-food parts of plants remaining after the removal of the food part, such
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as stems, leaves, husk. Non-food plants (millet, jatropha) and industrial waste, such as wood chips,
peel and pulp from fruit pressing, etc., can also be used for the production of the second generation
fuels.

The second generation biofuels technologies are designed to extract useful substances for
the production of fuels using wood biomass. Wood biomass contains useful sugars in cellulose and
lignin. All plants contain cellulose and lignin. They are complex carbohydrates (molecules based on
sugar).Lignocellulosic ethanol is obtained by separating sugar molecules from cellulose, using
enzymes, steam heating and other pretreatments.Ethanol can be obtained from sugar base using
fermentation as well as in the processes of the first processing. The by-product of this process is
lignin, which can be used to generate energy. Obtaining ethanol from lignin and cellulose reduces
greenhouse gas emissions by 90 % compared with petroleum [3].

The first and second generation biofuels use existing technologies for the production of
alcohol and vegetable oils. While the third generation of biofuels uses new technologies with
photosynthetic algae. These algae use energy of light to absorb carbon dioxide from the air and
produce organic compounds. Microalgae have very small size about 1, 2, 3, 10 micrometers. They
are able to produce a lot of lipids inside their cells. Lipids can be isolated and transformed into
biofuels. Microalgae grow up very quickly, do not occupy land areas, and are technologically
processed.

Algae can be used to produce motor fuels that are very similar to the traditional ones. The
microalgae have the following benefits:

—  high yield,;
ability to develop in water, not on the ground, which can be used for other food crops;
ability to absorb large amount of carbon dioxide; and

—  low use water for cultivation.

The paths for biomass conversion into biofuels of the first, second and third generations are
shown in Fig. 1.

First generation Second generation
A
( A ( \
0il crops Grain Sugar. Agricultural Trees and Biomass
Cultures cropsil crops grass
Third \ \ \ /
generation
Cellulose,
Fats Starch Sugar hemicellulose ::1?32?1?:55
and oils and lignin
Chemical Biological Thermochemical
I Transetherification | |Alc0hol Fermentation | | Pyrolysis |
- - Conversion
I Hydrotreating I |Enzymat1c hydrolysis I- 1Catalytic conversion | stage

|Anaer0bic fermentation |- l Gasification |

1

Biodiesel | Methane Carbohydrates, diesel Products
I:I and gasoline substitutes,

I Renewable diesel | | Ethanol, butanol I butanol

Fig. 1. Ways of biomass conversion for biofuels of the first, second and third generations [4].
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At first, microalgae should be grown. Then this biomass should be collected.The collected
algae can be immediately sent for recycling. The hydrocracking process will take place and the
fraction of bio-oil will be separated at high pressure and temperature. This bio-oil can be purified
by conventional petroleum distilleries. There is another option. First, the separated microalgal
biomass fraction can be isolated and then recycled into biofuels by chemical methods. So, there is a
range of technologies.

Microalgae provide an opportunity to get by order of magnitude more biofuels as compared
with conventional crops. The agricultural crops grow for a long time, and microalgae grow in 2
weeks.

There is no algae fuel in Ukraine due to the absence of strains. Algae strains that can be used
in the industry are costly. But such algae can be a promising source of raw materials for the
production of biodiesel fuel. Data indicate that 1 hectare of land can give 446 liters of soybean oil
or 2690 liters of palm oil, while the same area of the water surface can yield about 90.000 liters of
biodiesel. The development of the third-generation biofuels production is an important task for
Ukraine.

The development of alternative energy sources and the production of biofuels are topical in
our time due to the energy crisis. Biofuel production from microalgae has a number of significant
advantages over the production of biofuels from oilseeds and rape. But now the project for
obtaining biofuels from algae is only at the stage of experimental development.

The fourth generation of biofuels is a technology using photosynthetic cyanobacteria.
Bacteria produce the final product using CO, and sunlight. This method greatly increases the
system performance. The photosynthetic cell can be genetically modified for ethanol production.
The surface of water in a special reactor, where the cyanobacteria live, is heated by sunlight. The
alcohol evaporates from the surface of the water and is collected by condensation. This is a very
interesting process without intermediate stages of biomass collection and processing. By now, such
technology is under development in the USA.

The fifth generation of biofuels is now being developed. Electric biosynthesis is the basis of
this process. There are microbes that can consume electricity from the electrode in solution. These
microbes perform very high energy conversion efficiency, potentially. Some microorganisms are
able to use up to 80 % of the electrons obtained from the electrode for the synthesis of organic
compounds. The processes of obtaining biofuels of the fifth generation do not affect agricultural
areas and drinking water. The use of electric biosynthesis may increase the production of food and
biofuels [4].

The National standard of Ukraine 4840:2007 «Diesel fuel of high quality. Specificationsy»
limits the content of methyl esters of fatty acids by not more than 5 %. Sunflower and rapeseed oils
are traditional sources of triglycerides in Ukraine. The production of biofuels from this raw
material is limited by its high price (sunflower oil of the 1st grade is 22 UAH / kg, rapeseed oil is
up to 18 UAH / kg), and is now not economically profitable. In addition, large agricultural areas
should be used to grow these crops. It is more rational to use sunflower oil as a food product, and it
is better to import rapeseed oil. Non-standard vegetable oils (such as worked or dark sunflower oil)
can be used to synthesize biofuels.

A significant amount of technical animal fat is available in Ukraine. Non-food animal fats
are of lower value than high quality vegetable oils. For example, if the fats do not meet the
standards of color, transparency, contain impurities, etc. they can be used for FAME synthesis. This
is a mixture of pork-beef fat, chicken fat and fish oil, they are meat-processing residues.
Approximate price of such fats: pork beef — 10 grn, chicken — 12 and fish — 6 grn per kilogram.

Technical pork-beef fat is burned. Chicken and fish oils are partly used as additives to
animal feed. The rest, which is most of the chicken and fish oil, can go for FAME. Ukrainian
enterprises receive about 1000 tons of chicken fat per month.
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The advantages of using technical fats and oils are: availability throughout the year,
independence from the weather conditions, safe process of transesterification. The production of
fuel or fuel components from waste companies can reduce the self-cost of products. Also, the use
of biofuels can increase the level of energy independence of the country.

We used chicken fat, fish oil, pork beef fat and palm oil, sunflower oil and soybean oil as
raw material for the synthesis of fatty acid methyl esters. Such a wide range is due to the following
factors: sunflower oil and soybean oil are best studied and widespread; palm oil and technical fish
oil are the cheapest; pork-beef fat and chicken fat are undocumented industrial waste. The
processing of technical animals of low-fat fats is not only an additional source of raw materials for
the synthesis of the MES, but also a partial solution to the problem of waste recycling in the food
industry.

All samples of the FAME were synthesized by specialists at the Department of Chemical
Technology of High-Molecular Compounds, and the study of the physical-chemical properties of
the FAME was carried out at the Department of Chemical Technology of Fuels at the Test
Laboratory of Petroleum Products at the Ukrainian State Chemical-Technological University.

The transesterification reaction allows obtaining products close to diesel fuel according to
physical and chemical and operational characteristics. But methyl esters of fatty acids are
unsuitable as an additive to fuels for a number of indicators, although this possibility is considered
in some cases. We have investigated samples of products derived from Ukrainian raw materials in
comparison with diesel fuel (Table 1).

Table 1
Properties of fatty acid methyl esters from fats and oils
Fatty acid methyl esters (FAME)
Standar | Diesel | _ 3 _ <
Property d Class | 8 _ | = g = 3 E
ENS90 | C | 2&| £& g 2 E =3
O E 2 £ B o
2 g
wnn N
1.Distillation recovered
at 250 °C, %V/V 65 49 - - 6 - - -
350 °C, %V/V 85 87 100 100 75 100 100 100
95 % V/V recovered
at, °C 360 360 - - 360 - - -
2 Boiline range. °C i 180— | 298| 324— | 302- | 259- | 290- 318
~ooring range, 360 | 340 | 348 | 360 | 348 | 350 350
3.Cetane no. min. 51 51 54 56 53 54 52 53
4 Density at 15 °C, kg/m® 88240; 825 899 896 899 892 889 -

>-Kinematic viscosity at 2045 | 35 | 832 658 | 54 | 668 | 7.19 | 7.12

40°C,mm?/s

6 Flash point, closed cup >55 55 | 150 | 142 | 154 | 151 | 169 | 165
°C, min.

7.Pour point,°C - -14 -3 -5 -7 -3 5 6
8.Cloud point,°C - -4 7 0 0 2 15 21
9.CFPP,°C -5/-20 -8 2 -4 -1 -1 9 20
10.Acid no., mg KOH/g, - - 2,1 2,0 0,029 2,2 0,75 0,75
11.Sulphur content, mg/kg <10 10 9 2 0 0 0 0
12.Ash content, % m/m <0,01 0,01 0 0,006 | 0,029 | 0,016 0,05 0,015
13.Iodine Value, g 1,/100 g - - 89,1 91,6 101,7 96,9 60,0 60
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Significant deviations exist in such properties as: fractional composition, viscosity, density,
acid number, iodine value, low-temperature properties. But some of these indicators fit into the
norms, as biodiesel is used only as an additive to fuel. First of all, it refers to the viscosity (Fig. 2)
and density (Table 1, Fig. 3).

Table 2
Analysis of viscosity-temperature dependence of the biodiesel fuel samples
Kinematic viscosity, mm?/s at, °C
Fatty acid methyl
esters (FAME)

10 20 30 40 50 60 70 80 90 100
Fish fat 15,6 114 | 8,67 | 633 | 5,1 | 443 | 3,76 | 3,22 | 2,82 | 2,46
Soy oil 12,36 | 8,63 | 6,71 | 542 | 44 | 3,81 | 3,04 | 2,62 | 2,27 | 2,0
Palm oil - - - 7,28 | 5,8 | 4,73 | 3,95 | 3,31 | 2,85 | 2,51
Chicken fat - - - 8951 7,03 | 5,6 | 4,65 | 3,85 | 3,29 | 2,95
Sunflower oil 15,62 | 11,25 | 8,69 | 6,32 | 5,05 | 4,24 | 3,81 | 3,21 | 2,77 | 2,42

Graphs of viscosity-temperature dependence are built according to the data of Table 2.

The excess of these indicators will not greatly affect the processes of mixture formation and
combustion, due to the fact that biodiesel is a strong surfactant.

The low-temperature properties of mixed fuels are unsatisfactory. This limits their use only
in warm seasons. Numerous attempts to lower pour points and filterability with depressor additives
made it possible to establish that there are polyalkyl methacrylate additives in a concentration of up
to 1 % or copolymers of ethylene with vinyl acetate. However, the effect of these additives is
individual and applies only to the studied samples. On the other hand, this indicates the possibility
and selection of effective depressors.
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Fig. 2. Viscosity-temperature dependence of biodiesel fuel on the basis fats and oils
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A high iodine number depends on the fatty acid composition of biodiesel, more precisely, on
the amount of unsaturated esters. This can adversely affect the thermal-oxidative stability of the
mixed fuel.

The fatty acid composition of biodiesel was determined with chromato-aspirometer on the
HP 6890 chromatograph with a flame ionization detector and a HP-INNOWax capillary column.
[=30m, d=0.53 mm, 2= 1 pm, Conditions: -injector temperature is 220 °C, detector temperature
is 275 °C, hydrogen flow rate — 30 ml/min, air flow rate — 300 ml/min, Helium flow rate —
10 ml/min; Sample volume — 1 pl. The results of the analysis are presented in Table.

Table 3
Typical fatty acid (FA) groups in fatty acid methyl esters from fats and oils
Fatty acid methyl esters (FAME)
Property
Chicken Fish Sunflower | Soy Palm Tallow
fat fat oil oil oil (pig & beef)

Myristic acid, Cy4.9 - 9,1 - 0,06 3,03 5,05
Palmitic acid, Ci¢:g 17,8 21,2 5,8 9,96 | 34,74 29,4
Palmitoleic acid, C4:4 4,7 9,2 0,2 0,06 0,41 2,0
Stearic acid Cg:¢ 5,2 71,5 3,4 6,61 4,5 16,7
Oleic acid Cyg:y 37,9 24.9 69,2 25,6 40,5 38,0
Linoleic acid Cig:, 33,4 3,4 19,6 51,16 16,4 6,8
Linolenic acid Cyg:3 0,4 1,3 0,5 6,4 0,02 0,5
Eicosanoic acid Cy: 0,4 9,2 0,5 - - 0,15
Behenic acid Cy,: - 13,0 0,4 - - 0,55
Others 0,2 1,2 0,4 0,15 0,4 0,85

Oxidative stability was determined by three methods.
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Method EN 14112 is Rancimat test. According to this method, a stream of air is passed
through the sample at a given temperature. The vapors that are released as a result of the oxidation
of the sample pass into the flask with distilled water together with the air. There is an electrode in
the flask that measures the electrical conductivity. The end of the induction period comes at the
time when the electrical conductivity begins to increase rapidly. This is due to the fact that
oxidation products begin to flow intensively into water and dissociate. This method allows
determining the role of radical-chain reactions in the course of oxidative processes in the sample.

Method EN ISO 12205. The method involves oxidation of the sample at the temperature of
95° C for 16 hours. At the same time, oxygen is passed through the sample. The sample is cooled
and filtered after oxidation to determine the amount of insoluble products. Resinous products are
washed from the vessel and their quantity is also determined. The intensity of all processes is
characterized with the total number of solid products and resinous products.

The third method is testing the samples is under native oxidation. For this, the biodiesel
samples are kept in a glass dish in the dark for a year. The acid and peroxide numbers of the
samples were determined every three months.

The results of the native oxidation of biodiesel samples are presented in tables 4 and 5.
It should be noted that biodiesel is quite stable when stored under normal conditions. The increase
in acid and peroxide numbers 1.2-2.0 times can be considered insignificant. The standards of the
most countries regulate the acid value of biodiesel at the level of 0.5-0.8 mg KOH/g [5].

Table 4
Dynamics of the biodiesel acid number increase during one year of storage
Period of Fatty acid methyl esters (FAME)
sorage, Fish Chick Tall Sunfl
months is icken allow unflower . .
fat fat (pig & beef) oil Soy oil Palm oil
0 0,30 0,25 0,22 0,23 0,15 0,31
3 0,31 0,29 0,27 0,26 0,31 0,37
6 0,34 0,32 0,30 0,31 0,26 0,40
9 0,36 0,35 0,31 0,33 0,28 0,42
12 0,37 0,38 0,32 0,34 0,31 0,45
Table 5
Dynamics of biodiesel peroxide number increase during one year of storage
Period of Fatty acid methyl esters (FAME)
sorage, Fish Chick Tall Sunfl
months is icken allow unflower . .
fat fat (pig & beef) oil Soy oil Palm oil
0 15 17 10 22 6 18
3 16 23 13 23 7 31
6 17 32 17 24 8 25
9 19 39 21 27 9 28
12 19 40 21 27 10 30

However, biodiesel is actively oxidized with increasing temperature and in the presence of
oxygen. The intensity of oxidation depends on the total amount of unsaturated compounds in
biodiesel when tested according to EN-14112 (determination of the induction period) (Table 6).
The number of isolated double bonds in the molecule did not matter.
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Table 6
The dependence of biodiesel oxidation resistance on its fatty acid composition

Fatty acid methyl The total content of The Content.of Oxidation resistance

esters (FAME) unsaturated hydrocarbons with two at 110 °C, h
hydrocarbons, % bonds and more, %

Fish fat 38,8 4,7 12

Tallow (pig & beef) 473 73 11

Palm oil 57,3 56,9 9

Chicken fat 76,4 33,8 8

Soy oil 79,2 57,6 6

Sunflower oil 89,5 20,1 7

Such dependence is not observed in the oxidation of biodiesel according to EN ISO 12205.
This indicates that compounds prone to reaction seals without oxygen or with a very small amount
of oxygen are present in the biodiesel. To know what processes occur during the oxidation of
biodiesel and how to inhibit them, it is necessary to know the exact composition of biodiesel.
Biodiesel may contain substances that slow down or accelerate oxidative processes. The schematic
diagram of the compaction processes occurring in oil fuels is already known. Acidic oxidation
products play an important role in these processes. They catalyze polymerization, polycondensation
and polyesterification reactions. Their activity can be reduced by the addition of neutralizing
compounds, in particular, amines. The effectiveness of some amines has been tested by us. It turned
out that amines perform an inhibitory effect on the formation of sludge and tar. Alpha
naphthylamine was the best of them. Some results are presented in Table 6. At the same time, the
test was not conducted with «clean» biodiesel, but diesel fuel containing 7 % biodiesel.

Table 7
The results of the oxidation of a mixture of diesel fuel with 7 % biodiesel
Oxidative stability, g/m’
Fuel Sample Non-inhibited Inhibited oxidation, additive, 0.06 %
oxidation Shielded phenol Additive based on aromatic amine

diesel without biodiesel 4 - -
diesel with biodiesel from:

Chicken fat 35 6,5 4
Fish fat 45 7 5
Sunflower oil 55 8,3 6
Soy oil 30 5,8 4
Palm oil 14 3,5 4
Tallow (pig & beef) 4 - -

Low-temperature properties. Depressor additives can reduce important parameters such as
the pour point and the cold filter plugging point (CFPP), but practically do not affect the cloud
point.

The use of depressant additives is an efficient way to improve the low-temperature
properties of diesel and increase fuel resources.

We have also studied depressor additives based on copolymers of ethylene with vinyl
acetate — CEVA-1, CEVA-2, CEVA-3. They differ in their usage for fuels with different fractional
composition.
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Data for FAME from sunflower oil are given as an example. These additives were tested in
diesel, too. The results are presented in tables 8 and 9.

Table 8
Low-temperature indicators of diesel with additives
Property Cloud point,°C Pour point,°C CFPP,°C
Diesel 3 -13 -4
+0,05 % CEVA -1 -2 -24 -12
+0,05 % CEVA -2 -3 -29 -17
+0,05 % CEVA -3 -4 -20 -9
Table 9
Low temperature indicators of sunflower oil intermediate with additives
Property Cloud point,°C Pour point,°C CFPP,°C
FAME of Sunflower oil 1 -14 -6
+0,05 % CEVA -1 1 -16 -7
+0,05 % CEVA -2 -2 -18 -8
+0,05 % CEVA -3 1 -15 -6

The fractional composition of the methyl esters of fatty acids of sunflower oil has been
taken into account for a more detailed study (Table 1). The influence of depressant additives on
narrow fractions of diesel has been studied extensively. The results of the studies are presented in
Table 10.

Table 10
Low temperature parameters of diesel fractions with additives
Property Cloud point,°C Pour point,°C CFPP,°C
Fraction 180-220°C -22 -33 -28
+0,05 % CEVA -1 -20 -38 -36
+0,05 % CEVA -2 -20 -39 -37
+0,05 % CEVA -3 -20 -34 -29
Fraction 220 - 260°C -28 -31 -26
+0,05 % CEVA -1 -30 -33 -35
+0,05 % CEVA -2 -30 -39 -37
+0,05 % CEVA -3 -24 -32 -28
Fraction 260 - 300°C -12 -22 -17
+0,05 % CEVA -1 -15 -36 -20
+0,05 % CEVA -2 -16 -37 -22
+0,05 % CEVA -3 -12 -23 -17
Fraction 300 - 360°C 4 -12 2
+0,05 % CEVA -1 1 -19 -3
40,05 % CEVA -2 1 -20 -4
+0,05 % CEVA -3 4 -12 2

The research results have shown that depressor additives work the worst in the diesel
fraction of 300-360°C. FAME of sunflower oil has exactly this fractional range.
The depression of pour point and CFPP with depressor additives are shown in diagrams (Fig.
4-5). Depressor additive CEVA-2 operates most effectively.
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The content of methyl esters of fatty acids which is expedient to use in a mixture of diesel fuels
does not exceed 30 % by weight. Such mixtures can be used in diesel engines without constructive
changes.

Table 11
Low temperature properties of the diesel fuel mixture and FAME of sunflower oil
Property Cloud point,°C Pour point,°C CFPP,°C
70 % Diesel +30 % FAME of Sunflower oil 3 -8 -4
+0,05%CEVA -1 -1 -17 -13
+0,05 % CEVA -2 -1 220 -16
+0,05 % CEVA -3 -1 213 9
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Additive CEVA-2 reduces the pour point by 12 °C, and CFPP — by 9 °C. Low temperature
properties of diesel fractions mixtures with FAME and depressor additive of CEVA-2 has been
determined. The results are presented in Table 12.

Table 12
Low temperature properties of diesel fractions mixtures andFAME of sunflower oil
Property Cloud point,°C Pour point,°C CFPP,°C

70 % fr.180-220 °C+30 % FAME of Sunflower oil -15 -21 -17

+0,05 % CEVA -2 -19 -28 -23
70 % fr. 220-260 °C+30 % FAME of Sunflower oil -12 -20 -18

+0,05 % CEVA -2 -15 -25 -22
70 % fr. 260-300 °C+30 % FAME of Sunflower oil -8 -12 -11

+0,05 % CEVA -2 -10 -18 -15
70 % fr. 300-360 °C+30 % FAME of Sunflower oil 8 2 4

+0,05 % CEVA -2 6 -4 -1

Additive BEC-2 effectively operates in the mixtures of all fractions with FAME. Pour points
are reduced by 5 + 7 °C, and the CFPP are reduced by 4 + 6 °C. In the fraction of 300-360 °C, the
pour point is reduced by 6 °C, and CFPP — by 5 °C.

The low-temperature component (LTC) has been added to improve the low-temperature
properties of the mixed fuel, together with other additives. The results obtained are shown in Table
13.

Table 13
Low temperature properties of the diesel mixture with FAME of sunflower oil and with the addition of low-
temperature component (LTC)

Property Cloud point,°C Pour point,°C CFPP,°C
70 % Diesel + 30 % (70 % FAME +30 % LTC) -6 -16 -15
+0,05 % CEVA -1 -9 -29 -23
+0,05 % CEVA -2 -10 -32 -25
+0,05 % CEVA -3 -7 -16 -16

Introduction of the low-temperature component in the composition of diesel reduces the
pour point by 8 °C, and CFPP — by 11 °C. When adding the CEVA-2 additive at the concentration
of 0.05 %, the depression of the pour point and CFPP is by 24 °C and 21 °C, respectively. CFPP of
fuel composition meets the requirements of the standard for winter diesel.

The combined effect of the low-temperature component and the depressant additive on the
low-temperature properties of diesel fuel fractions with FAME has been studied. Data is given in
Table 14.

Table 14
Low temperature indicators of the mixture of diesel fractions, FAME of sunflower oil with the low
temperature component added

Property Cloud point,°C | Pour point,°C | CFPP,°C
70 % fr. 180220 °C +30 % (70 % FAME +30 % LTC) -23 -28 -25
+0,05 % CEVA -2 -25 -39 -28
70 % fr. 220-260 °C +30 % (70 % FAME +30 % LTC) -18 -27 -23
+0,05 % CEVA -2 -19 -37 -26
70 % fr. 260-300 °C +30 % (70 % FAME +30 % LTC) -10 -18 -14
+0,05 % CEVA -2 -12 -25 -17
70 % fr. 300-360 °C +30 % (70 % FAME +30 % LTC) 5 -2 4
+0,05 % CEVA -2 3 -10 -3
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The obtained results are presented in the form of diagrams, which illustrate depression of the
pour point and the CFPP of mixed fuels with depressor additives and LTC.
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Based on the sample of FAME sunflower oil, it has been shown that up to 30 % FAME can
be used in a diesel fuel composition at low temperatures at the presence of the low temperature
component and the depressant additive based on ethylene vinyl acetate copolymers.

Combustion rate of diesel fuel. Data about cetane numbers (CN) of the FAME from various
sources vary considerably, but the general opinion is that the values of the CN of fatty acid esters
are higher than those of diesel fractions. The cetane numbers of the FAME samples have been
determined (Table 1), and the values are in the range of 52—56 units.

Lubricity. It is well known that long-chain carboxylic acids and their derivatives have
excellent lubricating properties. The effect of chicken fat based FAME additive on the average
diameter of a diesel wear spot (diean vane) 18 presented as an example at Fig.6. Tests have been
conducted on a standard standHFRR [5]. The anti-wear properties of the fuel are brought to the
normal (less than 460 microns) by adding 1-2 % FAME.

With further increase in concentration, dyean vaiwe Value has become stabile at 200 microns.
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Fig. 8. Effect of chicken fat based FAME additive on the average wear spot diameter of diesel

Energy properties. Biodiesel, depending on the origin, contains from 10 to 14 % m/m
oxygen. Accordingly, its calorific value is reduced by this value (Table 15). This will reduce the
power reserve of the car. But the calorific value does not presumably affect the power
characteristics of the engine, since the filling ratio of the cylinder will change due to the smaller air
supply. However, there is a need to adjust the high pressure fuel pump.

Table 15
Calorific Valueof FAME
Fatty acid methyl esters (FAME)
Propert Diesel | R Chick S Sunfl Tallow
perty ape IKCN | Fish fat | Palmoil | 0% | PYOVE D pig&
oil fat oil oil
beef)
Sulfur content, %1014 1 -4 %104
o i 1%10 0 910 2%10 0 0 0 0
Lower heating | 4»¢17 | 38088 | 38160 | 37017 | 38236 | 38206 | 38120 38098
value, kJ/kg

Mixed diesel fuels containing methyl esters of fatty acids have the closest quality indicators
to diesel fuel. Studies of the physical-chemical properties of the FAMEs suggest that its
concentration in the mixed fuel can be increased up to 30 %. The obtained mixture is subject to the
use of appropriate additives. The introduction of the maximum number of the FAME from different
raw materials into diesel fuel is acceptable. The FAME has a positive effect on the environmental

performance of the mixture, lubricity. This gives advantages and in addition increases the resource
of diesel fuel in Ukraine.
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KUIBKICTh alIbTepHATHBHOTO KOMIIOHEHTA B IH3EJIbHOMY ITAJIHMBI Ha MiCTaBi HOTO KUPHOKHUCIOTHOTO CKIAIY,
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MODIFICATION OF DIESEL FUEL COMPOSITION WITH METHYL ESTERS
OF FATTY ACIDS FROM NON-EDIBLE FATS

The state of the art of producing fatty acid methyl esters (FAME) from non-edible fats and oils has
been reviewed. Evaluation of the resource base in Ukraine is given. The possibility of processing is
substantiated. The advantages and disadvantages of fat-containing raw materials are described. The
physicochemical and operational properties of FAME from non-edible fats and oils have been investigated.
The properties that limit the amount of the alternative component in diesel fuel have been discussed on the
basis of the fatty acid composition of the alternative component, its oxidation stability, viscosity-temperature
characteristics and low-temperature properties. Additives that improve the low-temperature and antioxidant
properties of mixtures of FAME with oil supplements are selected. The possible increase in the concentration
of FAME in mixed fuels up to 30 % has been assumed.

Key words: fatty acid methyl esters, non food fats.
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29  THE INFLUENCE OF OXYGEN CONCENTRATION ON THE FIRE SAFETY
OF AIRCRAFTS FUEL SYSTEMS

Valeriy Yefymenko, Tetiana Kravchuk, Lidiya Kovshun, Natalya Atamanenko

The development of aviation and rocket-space techniques constantly sets new requirements
for fuel and lubricant materials, since the quality of fuel and the technology of its preparing for
refueling should ensure not only the keeping of physico-chemical indicators with its subsequent
long-term storage, but also the chemmotological reliability of the fuel systems operation.

The complexity of ensuring an adequate level of fire safety is that aircrafts use a large
amount of hydrocarbon fuels, which requires effective protection for trouble-free operation.
A reactive fuels vapor can form explosive mixtures with air under the influence of external factors.
They are capable to fire under the influence of the means of military impact, electric discharges,
damaged electrical equipment, static electricity discharges or sources of ignition occurred in
emergency situations. Thus, knowledge of the conditions for the formation of explosive fuel-air
mixtures and the possibility of preventing their formation during operation will allow providing the
safety of the fuel systems operation.

One of the possible ways of this problem solving is to remove the dissolved oxygen from
fuel in fuel tanks and above fuel space by blowing with nitrogen. Such technology is used very
limitedly only for military aviation and rocket techniques. The widespread implementation of this
technology for the fuel preparation to refueling in an aircraft is restrained by high nitrogen outlay,
high cost of its transportation and the need for additional special containers and equipment for its
storage near fuel and lubricant warehouses.

That is why this study of the processes of air (oxygen) dissolution in fuels, the determination
of its concentration in the above fuel space of aircraft’s fuel tanks and the formation of fuel-air
mixtures dangerous to ignition are relevant due to the necessity to provide the chemmotological
reliability of aviation techniques fuel systems.

The analysis of fuel systems explosive safety showed that the possibility of ignition of a
steam-air mixture of reactive fuels is determined by many factors: the presence of a large number
of combustible hydrocarbons, the temperature of their ignition and self-ignition, the concentration
and temperature limits of ignition. But the main and determining factor is the presence of air’s
oxygen which contacts with fuel vapor. When fuel is isolated from oxygen its ignition is impossible
under any conditions.

The characteristic feature of fuel systems from the point of view of fire and explosion
danger is the change in the fuel level both when stored in a tank in the fuel and lubricants
warehouses and in the aircraft’s tank during the flight. Fuel combustion takes place in the vapor
phase. That is why the volume of the above fuel space increases with jet fuel use from a tank and
this space is filled with air and the fire-explosion danger of fuel systems increases [1—4].

The certain correlation between the fuel vapor and oxygen concentration in the air is
necessary for ignition the fuel-air mixture, as well as the temperature at which the oxidation
reaction may proceed. Combustion of a fuel-air mixture is possible only in the boundaries limited
by the upper and lower concentration limits of ignition. The upper concentration limit of ignition
for most hydrocarbon fuels is 6-8 % vol., the lower one — 1,0—1,5 % vol. The non-flammability of
very rich and very poor mixtures can be explained by the fact that the reaction rate is rapidly
reduced because the heat loss into the environment is higher than the heat emission during the
limited oxidation reaction because of oxygen or fuel vapor lack.

There are also temperature limits of ignition due to the dependence of fuel vapor
concentration in the above fuel space on its partial pressure, which in turn depends on temperature.
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Explosive mixtures formation is possible only at certain temperature intervals, which are limited by
the lower and the upper temperatures of fuel ignition. The lower and the upper temperature limits
of ignition form the temperature zone of fire-explosion danger.

The temperature limits of fire-explosion danger are not constant for fuels of a certain
fraction composition, and vary depending on pressure, i.e., the flight altitude of the aircraft.
Moreover, the temperature zone of the fire-explosion danger decreases and shifts towards lower
values, because fuels evaporation increases in the result of atmospheric pressure decrease. This
factor increases the risk of fuel tanks explosion when an aircraft climbs in altitude.

Foam is formed in the result of mechanical mixing of fuel in reservoirs and aircrafts tanks in
dynamic conditions. This foam has a higher propensity to ignition due to higher solubility of
oxygen in fuel compared with nitrogen, and its higher concentration in emitted from fuel gases.
It has been established that the flame can spread over fuel-air foam at the lower temperature than
the fuel flash point.

The dissolved air with increased oxygen content is emitted from fuel with atmospheric
pressure decrease during aircraft climbing in altitude. According to this oxygen concentration in the
above fuel space increases to 30-35 % vol., and this increases the fire-explosion danger of the fuel
system.

Combustion of fuel-air mixtures is an explosion, i.e., it occurs with an instantaneous rate of
change their physical and chemical composition, which is accompanied by the release of a large
amount of energy. During this the flame spreading rate reaches 10-100 m/s, the temperature
exceeds 1000 °C, the pressure increases to 10 MPa, which leads to the complete destruction of the
fuel system.

There are two possible ways to ignite the fuel-air mixture. The first one consists in the
mixture heating to the temperature of self-ignition, which depends on the chemical composition of
fuel and pressure. This occurs when the fuel gets on the heated surfaces of a fuel system or engine
part. The second one is the ignition of the fuel-air mixture from the source of open flame inside the
fuel tank, due to static electricity discharges, lightning discharges, and in military aviation due to
defeat by military means.

It is taken to characterize fire danger of fuel mixtures by the flash point which is 10—15 °C
lower than the lower temperature limit of ignition. Only the fuel-air mixture burns down at a
temperature corresponding to the flash point, but the combustion process does not stabilize.

Fire and explosion in fuel tanks can occur only if three constituent conditions are present:
fuel, oxidizer and sources of ignition. It is possible to cause the most effective influence only on the
oxidizer concentration in the above fuel space. Reducing its concentration to 10-12 % vol. allows
to exclude the possibility of fire-explosive mixture formation in the fuel tank, as well as to increase
the chemical stability of fuel hydrocarbons.

Static electricity discharges, lightnings, defeat by military means, damage to the electric
wire, engine surfaces heated to high temperatures can be sources of activation energy of fuel-air
mixtures.

Fuels are dielectric liquids, but when pumped through the system and filtrated they can gain
electrical charge. In this case, charges of static electricity are accumulated, the potential difference
of which can reach the values of 3000 kV/m and be higher than the breakdown voltage of the phase
separation surface of fuel-air.

The analysis of cases related to accumulation of static electricity in petroleum fuels showed
the following causes of explosions and fires in %: transportation and pumping of fuel — 57; during
pour in and pour out operations with fuel splashing — 16; increased fuel evaporation — 10; fuel
pumping at an unacceptably high speed — 6;discharges on the service equipment shells — 6;
permeation of dust and lightnings — 5.
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Accumulation of electric charges of a dangerous magnitude is caused by the presence of
organic impurities in fuels (sulfuric, nitrogeneous, oxygen-containing compounds and pitch), and
non organic (water, mechanical impurities).

The minimum spark discharge energy, sufficient for the mixture ignition, should be 0,20—
0,25 MJ. At the same time, the spark discharge is possible at a voltage of 300—330 V at some cases.
Electrical discharges occur on sharp edges, protrusions of the sensors in the the tanks upper part.

A dangerous factor influencing flight safety is an of action external static electricity besides
internal. It occurs on the aircraft’s body as a result of its interaction with charged parts in the
atmosphere — water drops, dust, ionization radiation.

Thunderstorm discharges are also very dangerous for fuel systems. Aircrafts are struck by
lightning on average over every 2400 hours of flying at European Airlines. Mechanical and thermal
damage can appear in the result of lightning striking, resulting in an flash and explosion of fuel
vapor.

Military airplanes can be further affected by combat means, rocket fragments, inflammatory
bullets.

It is impossible to completely exclude the possibility of formation of a ignition source of a
fuel vapor in the above fuel space in the current conditions of aviation development. But we can
reduce partially this influence by applying antistatic additives, grounding aggregates and pipelines,
limiting the pumping and refueling speed.

Reducing the oxidant amount or fuel vapor in the above fuel space of fuel tanks or fuel
vapors prevents the possibility of an explosive mixture formation and thereby the occurring of a
fire and explosion.

Like any liquid, reactive fuels can dissolve gases, including oxygen contained in the air. The
air and its gases permeate into the fuel in two ways: dissolving in the process of diffusion and when
stirring. Accordingly, the maximum concentration of oxygen in the fuel is observed after its
filtration.

The solubility of gases in liquids depends on partial pressure. As the pressure decreases, the
solubility of gas in hydrocarbons also decreases, which causes its emission into the above fuel
space. The solubility of oxygen, nitrogen and other gaseous air components is proportional to the
partial pressure of each of them under these conditions. The solubility coefficient of oxygen in the
jet fuel is almost twice higher than the nitrogen solubility coefficient. As a result, oxygen dissolves
in fuel in a greater proportion than nitrogen compared with their ratio in the air. Therefore, the gas
mixture emitted from fuel is more oxygen-rich than conventional air. The volume ratio of nitrogen
to oxygen is 2.07:1 in it, while in the air it is 3.76:1.

Air with oxygen content 30 % vol. is emitted from fuel at the altitude 8000 m, therefore the
explosion danger of the fuel system increases significantly. It also increases the fire-explosion
danger limits of fuel-air mixtures.

The solubility of air in fuels decreases with temperature increase, especially during
supersonic flights. The influence of temperature on gases solubility can be explained by the
principle of Le Chatelier: with temperature increase the process that weakens its growth, that is,
endothermic, intensifies. Gas emission from the solution is such process, the solubility decreases
due to this process intensification.

The lower temperature limit of fire-explosion dangerous mixtures is a minimum fuel
temperature at which a combustible mixture capable to ignite from external source of energy in a
closed volume of the above fuel space may be formed. If the fuel temperature in a tank will
decrease, the concentration of fuel vapor in the air will also decrease and the mixture will become
non fire-explosion dangerous.

The upper temperature limit is the maximum temperature of fuel at which the mixture of
fuel vapors with air still retains fire-explosion dangerous properties. With further rise in
temperature, the mixture becomes oversaturated with fuel vapor and stays fire-explosion safe.
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Concentration limits of the flash are limiting concentrations of fuel vapors in the air, at
which the flashing of fuel vapor and air mixture and further spread of flame is possible.

The equipment for determination of the concentration and temperature limits of fire-
explosion danger of fuel-air mixtures has been developed; its principal scheme is shown in Fig. 1.

The equipment consists of a chamber 7/, which has the heater 2 on its outer surface
connected through an autotransformer 3 to a voltage of 220V of an alternating current. The
chamber is protected from the environment by a heat-insulating material 4 to reduce the heat
exchange. The chamber is closed with a cover and sealed with a gasket of gas-resistant rubber. The
heating of the chamber is carried out by autotransformer 3, and cooling — by blowing with liquefied
nitrogen from the Dewear vessel. The top cover of the chamber is equipped with a thermocouple
19, which sends a signal to the temperature recorder 20. The ignition source of the vapor-air
mixture is the spark discharge, which is formed between electrodes of the spark plug & by pressing
on the push-button switch 9. The ignition coil /0 is used as a high voltage source, the voltage on it
is fed from the power supply unit /3. The pressure impulse from the explosion of the vapor-air
mixture is detected by the pressure sensor /5 and registered by the self-recording device 6.

1" 12

Fig. 1. The basic scheme of equipment for determination the temperature limits of the formation of flammable
fuel-air mixtures: / — chamber; 2 — heating element; 3, // — autotransformer; 4 — heat-insulating material;
5 — cylinder with compressed air;6 — reducer with high and low pressure manometers; 7, /7 — faucets;
8 — spark plug; 9 — push button switch; /0 — ignition coil; /2 — voltage stabilizer; /3 — sampler;
14 — manometer; /5 — pressure sensor; /6 — self-recording device; /8 — vacuum pump; /9 — thermocouple;
20 — temperature recorder

Accumulated after the explosion gases in the above fuel space are taken from the chamber
by blowing air from the cylinder 5, equipped with a reducer 6 with manometers of high and low
pressure. In this case, faucets 7 and /7 are in the open position. Sampling from the above fuel space
is carried out through a sampler /3. Gases samples are analyzed by the chromatographic method
for the determination of oxygen content in them.

The chromatographic method is used for determination the volumetric content of oxygen,
nitrogen, and also products of fuel combustion.

A vacuum pump /8 is connected to the outlet nozzle of the faucet /2 for the study the
temperature limits of the formation of combustible mixtures with aircraft climbing to the altitude.
The dilution in the chamber is created depending on the flight altitude (by the international standard
atmosphere) and is controlled by a monovacuummeter /4.

Thus, it is possible to carry out investigation of the influence of oxygen concentration,
neutral gases, flight altitude, concentration of fuel vapor on temperature and concentration limits of
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the formation of fire-explosive dangerous mixtures and the magnitude of a pressure impulse from
their explosion with the help of the designed equipment.

Investigation of the influence of increased oxygen concentrations on the temperature limits
of the formation of explosive mixtures was carried out by blowing the test chamber’s above fuel
space with oxygen, the influence of decreased concentrations — by blowing with nitrogen, with
following chromatographic method for determination oxygen concentration in the above fuel space.

Explosive mixtures of fuel vapor and air can only be formed at certain temperature intervals
and oxygen volume fraction of in the above fuel space. The study was carried out on fuels RT and
Jet A-1 with constant oxygen content in the above fuel space equals to 21 %. The experimental data
(Fig. 2a) shows, that the lower temperature limit for the formation of combustible mixtures for
fuels coincides with their flash point and is 38 °C. These fuels have practically the same fractional
composition, that is why, and their flash points are equal.

We can observe the decrease of oxygen concentration up to 12 % vol. and the impulse
pressure increase up to 0,8 kg/cm”. The pressure impulse increases with further heating due to
increase the fuel vapor volume fraction, which takes part in an oxidation reaction. It can be
explained by the further decrease of oxygen’s residue concentration.

The maximum of the pressure impulse corresponds to the lowest concentration of residual
oxygen in the above fuel space after the explosion, and it is stable for jet fuels at temperature
intervals 43-52 °C. With further increase in temperature, the fuel concentration increases so much,
that there in not enough oxygen to start the reaction of ignition of the fuel-air mixture. The upper
temperature limit of the flash is 58 °C for fuels RT and Jet A-1.

Thus, the lower limit of formation of combustible mixtures for the most common reactive
fuels is 38 °C, and the upper one is 58 °C. The lower and upper temperature limits of the explosion
danger form a so-called, temperature zone of fire-explosion danger, which primarily depends on
oxygen concentration in the above fuel space. The safe fuel temperature is 1015 °C below the
lower and higher the upper temperature limits of the flash due to the fact that intense evaporation
and the evolving of dissolved gases from the fuel takes place at real flight conditions under
vibrations and stirring.

The decrease of oxygen concentration in the above fuel space to 15 % vol. (Fig. 2b), which
is achieved by blowing with neutral gas, leads to a slight shift of the flash start temperature towards
lower values.
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Fig. 2. Dependence of the temperature limits of the formation of combustible mixtures and the pressure
impulse from the initial oxygen concentration in the above fuel space of 21 % vol. (a) and 15 % vol. (b):
1 — oxygen concentration; 2 — pressure impulse
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The temperature zone of explosive mixtures formation becomes even narrower and equals to
38-40 °C for the studied fuels with further reducing oxygen concentrations to 13 % vol. (Fig. 3).

The flash of fuel-air mixtures does not occur at oxygen concentration in the above fuel space
less than 12 % vol.

It is necessary to mention that with change of oxygen concentration from 21 % vol. to 12 %
vol. the lower limit of explosion danger at ground conditions varies on 1-3 °C, while the upper
limit varies on 25-30 °C.

The determining factor in the flash process of fuel vapor is the flight altitude, which
simultaneously affects two factors: the volume content of fuel vapor and oxygen concentration of
in the above fuel space.
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Fig. 3. Dependence of the temperature limits of combustible mixtures formation and the pressure impulse from
the initial oxygen concentration in the above fuel space 13 % vol. for fuel RT, Jet A-1:
1 — concentration of oxygen; 2 — pressure impulse

When the aircraft climbs in altitude the temperature limits of combustible fuel-air mixtures
formation of depend on the concentration of oxygen in the above fuel space. In ground conditions
the minimum oxygen concentration at which an explosion is still possible is 12 % vol., than at an
altitude of 5000 m is 15 % vol., and at an altitude of 10000 m is 17 % vol. An increase of oxygen
concentration above these values extends the temperature zone of explosion danger.

The lower temperature limit of explosion danger is slightly depends on changes in oxygen
concentration at different altitudes; it can be explained by the lack of fuel vapor for oxygen excess,
i.e., the mixture is poor. Therefore, the change in oxygen concentration of practically does not
affect the lower temperature limit of explosion danger. The upper temperature limit greatly depends
on oxygen concentration in the above fuel space; it can be explained by the high vapor content and
the lack of oxygen. That is why even a slight change in oxygen concentration significantly affects
the upper temperature limit of explosion danger.

The increase of oxygen concentration to 30 % vol. in the above fuel space, by its emission
from fuel, practically does not affect the flash lower temperature limit. But the flash upper
temperature limit is greatly expanded. So, when oxygen concentration is 21 % vol. in the above
fuel space, it equals to 58 °C for the studied fuel, when concentration is 25 % vol. — 74 °C, and
when 30 % vol. — 96 °C. The increase and expanding of the maximum pressure impulse range also
takes place, and it can reach destructive values for the aircraft design.

It has been experimentally proved (Fig. 5) that with an aircraft climbing in altitude the
explosion danger zone shifts towards lower temperature limits, due to increase of fuel evaporation
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in the result of atmospheric pressure reduction; that is why dangerous concentrations of fuel vapor
are formed at lower temperatures.

Since the lower temperature limit of explosive mixtures formation is characterized by an
excess of oxygen and a lack of fuel vapor, the flash temperature does not significantly depend on
oxygen concentration and the fuel temperature, whereas the upper zone of explosion danger
depends considerably on temperature at all flight altitudes.

Analysis of graphic dependencies shows that with increase the aircraft's flight altitude, the
permissible concentration of oxygen in the abovefuel space in a fuel tank increases, if its explosion
safety is provided. The maximum permissible concentration of oxygen in fuel tanks depending on
the flight altitude, taking into account the guaranteed exception of fuel-air mixture flash (2 % vol.
less than the minimum oxygen concentration for the formation of a combustible mixture) has the
following values: in ground conditions (0 m) — 10 % vol.; 5 000 m — 12 % vol.; 10 000 m — 15 %
vol; 15 000 m — 21 % vol.
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Fig. 4. Dependence of the temperature limits of combustible mixtures formation and the pressure impulse from
oxygen initial concentration in the abovefuel space 25 % vol. (a) and 30 % vol. (b) for fuel RT, Jet A-1:
1 — oxygen concentration; 2 — pressure impulse
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3 — oxygen volume fraction 15 %; 4 — oxygen volume fraction 13 %; 5 — oxygen volume fraction 12 %

The obtained results allow to use neutral gas more purposefully and efficiently. There is no
need for its use when flying at altitudes above 14 000 m.
The ground treatment of fuels to remove dissolved oxygen from them allows maintaining a
high level of fire-explosion safety in different modes of the aircraft flight.
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It is possible to conclude in the result of analysis the processes that occur with fuel-air
mixtures in fuel tanks during the aircraft flight, that these mixtures are explosive only on separate
stages of the flight.

Aircrafts’ fuel tanks filled in with fuel RT or Jet A-1 will be explosive only if fuel
temperature will be higher than 3840 °C, i.e., the temperature of the flash point of fuel at oxygen
concentration in the abovefuel spaceis 21 % vol. Such temperatures of fuel-air mixture can only be
achieved in countries with hot climate, as the experience of operating aviation equipment shows.

With increasing flight altitude the fuel temperature does not change significantly in the first
3040 minutes and its impact on the air solubility and the temperature limits of the fuel flash is not
noticeable. External pressure is the main factor determining fire-explosion danger at this flight
stage. The external pressure decrease causes emission of the diluted air from fuel, which leads to an
increase of oxygen and fuel vapor concentrations in the above fuel space. It provides a shift of the
temperature limits of combustible mixtures formation to the direction of lower values.

Vibrations and mixing of fuel in tanks, the formation of foam in dynamic conditions lead to
expanding temperature limits of explosive mixtures due to the shift of lower temperature limit
towards lower temperatures and despite the fuel temperature decrease, the lower concentration limit
of explosive danger is reached. It is 0,6 % vol. for fuels RT and Jet A-1 at altitudes 4 000—5 000 m.

During the horizontal flight of a supersonic plane, the fuel temperature exceeds 100 °C in
the fuel system, and sometimes can reach 135-200 °C. As practice shows, the dissolved air emits
from fuel gradually when an aircraft climbs in altitude, and a sudden emission of a significant
amount of dissolved gases takes place at altitudes greater than 8 000 m. This leads to increase of
oxygen concentration in the above fuel space and to increase the fire-explosion danger of fuel tanks
at the initial period of the horizontal flight. The vapor concentration increases due to the intense
fuel evaporation, and fuel-air mixtures in fuel tanks become fire safe when it reaches 4,5 % vol.

The fuel temperature decreases with reducing the altitude of a supersonic plane, and the fuel
space becomes again explosive at temperature 58 °C for fuels RT and Jet A-1, because it is in the
zone of the upper temperature limit of the explosion danger.

Thus, the most dangerous parts of the flight are the climbing in an altitude with the initial
period of the horizontal flight and the aircraft lowering from the point of view of the formation of
an explosive concentration of fuel vapor with air in the above fuel space of fuel tanks. That is why
one of the possible ways to protect fuel tanks from explosion may be the pre-flight fuel preparation
in order to remove both dissolved oxygen and oxygen located in the above fuel space.

The process of fuel cooling in an aircraft tanks occurs during long term flights with a
subsonic speed. The highest rate of fuel temperature decreasing (10-20 °C per hour) is observed in
the first hours of a flight.

Then the cooling rate is reduced to 5 °C per hour, and the fuel temperature can decrease to
minus 43 °C at an altitude of 10—12 km at environment temperatures minus 75 °C.

It is possible to conclude analyzing this data, that fire dangerous flight field is climbing an
aircraft to altitude.

The concentrations of oxygen and nitrogen in the tank space above fuel during the flight of
the aircraft are changed as a result of the emission of air dissolved in the fuel. Numerous tests had
shown that the fuel in the Jet A-1 under normal conditions contains about 16 % of dissolved air,
while oxygen concentration is about 5,25 % by volume and the nitrogen concentration — 10,75 %
(V.) At aircraft altitude raising the dissolved air is released, and the oxygen concentration in the
tank space above the fuel can theoretically reach 33 % (V.) via a lower solubility of oxygen in
hydrocarbons of fuel compared to nitrogen.

Experimental tests regarding to the amount of dissolved gases in the fuel as a function of the
altitude of the aircraft had shown that under static conditions at rate of climb close to the
performance, there arises a significant disagreement between the amount of allocated dissolved
gases and those were calculated according to Henry's law. During the experiment was observed the
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growth (Fig. 6) of gas emissions delay, and at the increase of the rate of climb this delay had grown
too.

It should be noted that at actual flight real conditions, in presence of aircraft evolution and
vibration, the delay of dissolved gases release from fuel while having a complex character
generally decreases. There is an opportunity to determine theoretically the dependence of oxygen
content in the formerly dissolved gases that were emitted depending on the ratio of the fuel volume
and over fuel space volume as a function of aircraft climb altitude. In this case we assume that the
temperature of fuel and gas is constant.
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Fig. 6. Dependence of the dissolved air amount in the Jet A-1 fuel, altitude and aircraft rate of climb (Vy):
1-Vy=75m/s; 2—Vy=45m/s; 3— Vy =15 m/s; 4 — according the Henry's law

Then the amount of dissolved gases that are released when changing pressure according to
Henry's law, is:
Vi:Vo'(l_Pf/Po)a (1)
where V, — initial volume of dissolved gas, m*; P,, P; — the initial and final pressure, kPa.

At an aircraft climb in altitude the expanding of escaping gases takes place, the volume of
which equals to:

Vi=Ve  (Po/ Pr=1) 2
Quantity of oxygen in the above fuel space in tank can be determined by the formula:
C-Ve=21-V"'+33-V,, 3)

where C, 21, 33 — the oxygen concentration in the gas, % vol .; ¥; — total above fuel space, m *; ¥ '— part of the
air space of the tank, m *;", — part of above fuel space occupied by the gas released from the fuel, m°.

Assuming that under normal conditions, the amount of air in the Jet A-1 fuel reaches 16 % ,
ie. ¥, =0.16 Vyand V'= V; — 1", and using equation (2) represented by formula (3), and after
transformations we obtain the oxygen concentration in a mixture:

C=21+1,92- V/Vt(Py/P;— 1), @)

Fig. 7. demonstrates the theoretical dependence of oxygen content in the above fuel space in
the aircraft tank as a function of tank fuel filling in and of altitude. Oxygen concentration reaches
33 % vol. in the above fuel space at 70 % filling of the fuel tank with climbing in altitude of
10000 m.
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Fig. 7. Theoretical dependence of oxygen concentration in the above fuel space from the tank volume
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At 20 % the fuel tank filling (the ratio Vyy/Vie = 4) and at the climbing rate 5 m/s an
increase of oxygen concentration occurs above 21 % vol. after altitude of 4000 m (Fig. 8a). This
suggests that the release of dissolved air from the fuel does not occur immediately after take-off of
the aircraft, but during the subsequent ambient pressure drop.

Further tests with various fuel tank filling and at different aircraft climbing rate also indicate
an air release delay from the fuel at lift to the designed altitude. Oxygen concentration in the above
fuel space increases to 21,7 % when reaching altitude 10000 m. Oxygen concentration increases to
22,3 % while maintaining the tank for 30 min at this altitude. Oxygen concentration is reduced
in tanks at decreasing the aircraft altitude, a dilution of the gas mixture proceeds there in the result
of the inflow of outside air into above fuel space. Oxygen concentration is leveled to 21 % vol.
at reaching altitude of 4000 m.

Oxygen concentration in the above fuel space increases to 21,5 % from altitude 4000 m to
10000 m when the climbing rate is 20 m/s (Fig. 8b).

Some smaller amount of dissolved in the fuel air is released with the climbing rate increase,
and when it reaches an altitude of 10000 meters, therefore occurs a smaller concentration of oxygen
in the above fuel space. But when the tank is exposed to the altitude 10000 m, the oxygen
concentration has been increased to 22,5 % vol.

Increase in the oxygen concentration up to 22,5 % occurs from altitude 4000 m to 10000 m
(Fig. 9a) at 40 % filled fuel tank (the ratio Vi/V, = 3/2) and the climbing rate 5 m/s. The further
release of dissolved gases takes place when keeping tank at an altitude of 10 000 meters and in this
case oxygen concentration increases to 24,3 % vol. Oxygen content is reduced to about 21,1 % in
the result of reducing the altitude from 10000 meters to the ground level. A similar result was
obtained with a chosen climbing rate of tank equal 20 m/s (Fig. 9b). However, oxygen
concentration increases by a larger amount — from 22,2 to 24,3 % vol. at maintaining the tank at an
altitude of 10000 meters.
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Fig. 9. Change of oxygen concentration in the above fuel space as the tank is risen to the altitude
and at 40 % fuel tank filling

Oxygen concentration increases to 24,3 % in the above fuel space for altitudes from 4000 m
to 10000 m, at 70 % fuel tank filling and at the climbing rate 5 m/sec (Fig. 10). Oxygen
concentration increases to 25,8 % vol. when maintaining the tank at altitude of 10000 m. Oxygen
concentration is reduced to 21,3 % vol. (Fig. 10a) at aircraft descending. As the aircraft climbing
rate 20 m/s while maintaining the fuel tank at an altitude 10000 m the oxygen content is increased
from 23,8 % to 28 vol. (Fig. 10b).

It has been established that the temperature limits of the explosive fuel-air mixtures
formation in aircrafts fuel tanks depend on oxygen volume fraction in the above fuel space. The
pressure impulse increases from the explosion of fuel-air mixture, the lower temperature limit of
the flash shifts towards lower temperatures and simultaneously the temperature range of explosive
danger considerably expands with an increase of oxygen concentration, due to the evolving of
dissolved air from fuel. There is no intense release of oxygen dissolved in fuel during the aircraft
climbing in the altitude 3 000—4 000 m.
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Fig. 10. Change of oxygen concentration in the above fuel space as the aircraft tank is risen
to the altitude and at 70 % fuel tank filling

It has been determined that temperature limits of combustible mixtures formation with
increasing flight altitude are narrowed and shifted towards lower temperatures. The most dangerous
flight conditions for subsonic airplanes are the fuel temperature from 12 to 74 °C and the flight
altitude to 12 000 m. Explosive fuel vapor and air oxygen mixtures are formed in the above fuel
space under these conditions.

It has been established that the flash does not occur in the ground conditions when oxygen
concentration in the fuel-air mixture reaches 12 % vol. It has been determined that with the increase
of the flight altitude, the temperature limit combustible mixtures formation is narrowed and shifted
towards lower temperatures. The explosive area for subsonic aircrafts is 38—58 °C in the ground
conditions, 29—44 °C at an altitude 5000 m and 13-36 °C at an altitude 10 000 m if oxygen
concentration is 21 % vol.

It has been established that the maximum permissible concentration of oxygen in aircraft’s
fuel tanks increases depending on the flight altitude. Thus, it is 12 % vol. at ground conditions,
15 % vol. — at an altitude 5000 m, 17 % vol. — at an altitude 10000 m.

It has been determined that explosion of fuel-air mixture is not possible during flights
at altitudes above 14 000 m.

Thus, at aircraft climbing at definite altitude in the above fuel space of tanks the increase
of oxygen concentration takes place owing to the emission of gases dissolved in the fuel. The
intensity and the magnitude of this increase depend on the degree of a fuel tank filling, on an
altitude and a climbing rate.

Based on these studies, the staff of the National Aviation University had developed
technical solutions that allow influencing the oxygen content in the above fuel space in the aircraft
tanks that will increase fire-explosion safety and also the reliability of the fuel system.

PE®EPAT
Banepiti Epumenko, Temana Kpasuyk, JIidis Koswyn, Hamanis Amamanenxo
Hayionanvnuil asiayitinutl ynisepcumem, e.valerij.ua@gmail.com
BILJIMB KOHIEHTPAIIT KNCHIO HA TIOKEXOBE3IEYHICTh MAJIMBHUX CUCTEM
MHOBITPAHUX CYAEH

Mertoro poboTu € 3a0e3MeueHHs IMOXKEKOBUOYXOOE3MMEUHOCTI Ta MOJNIMIIEHHA eKCILTyaTalilfHuX
MOKA3HHKIB SIKOCTi PEaKTUBHUX IaJIVB.

OO0'eKTOM JOCIHIDKCHHSI € TMPOIECH PO3YMHEHHS MNOBITPS (KHUCHIO) B TajMBaX, BH3HAYCHHS HOTO
KOHIIGHTpalii B HAaAaIMBHOMY IPOCTOPI NMAIMBHUX OakiB MOBITPSHHUX CyIEH Ta YTBOPEHHS OE3MEYHUX IO
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3aropsiHHs MATMBOMOBITPSHUX cymimei. Llg npobiiema € akTyalbHOIO 3 OTJIAy HEOOXIAHOCTI 3a0e3nmedeHHs
XIMMOTOJIOTIYHOT HAAIMHOCTI MAJMBHUX CUCTEM aBialliiHOI TEXHIKH.
[IpenmeToM DOCTIIKEHHS € MOXEKOBHOYXx00e3neunicTs peaktiuBHUX nanus PT (Jet A-1) Ta ii 38’130k
3 HasABHICTIO PO3UMHECHUX Y HHUX I'a3iB i ra3iB, 0 3HAXOLATHCA B HANAIHMBHOMY IIPOCTOPI MAIMBHUX OaKiB.
BusHaueHi TeMmeparypHi MexXi YTBOPEHHs TOPIOYMX HAIMBHO-NOBITPSHUX CyMilleil 3aJeXHO Bif
BUCOTH NOJIbOTY HOBITPSHOTO Cy/JJHA, TEMIIEPATYpPHU Ta 3MiHU KOHIIEHTpAllii KUCHIO B HAANAJIMBHOMY IPOCTOPI.
KonrouoBi  cioBa:  peakTHBHI  TanvBa,  BMICT  KHCHIO,  IaJHMBO-IOBITpAHI  cymimii,
M0’KEKOBUOYX00E3IICYHICTb.

PE®EPAT
Banepuii E¢humenxo, Tamvana Kpasuyx, Jluoua Koswyn, Hamanws Amamanenko
Hayuonanvnuiti asuayuonnwlil ynisepcumem, e.valerij.ua@gmail.com
BJIMSIHUE KOHIHEHTPAIIMU KUCJIOPOJA HA ITOKAPOBE30OINACHOCTH TOIIJIMBHBIX
CUCTEM BO3JYHIHBIX CYJ0OB

Llemsto  paboTsl  sBIsieTCss  OOECIEYEHME  TI0XKAPOB3PHIBOOE30OMACHOCTH W yJTyJHICHHUS
9KCIUTyaTallMOHHBIX MOKa3aTelell KaueCTBa PeaKTUBHBIX TOILIMB.

OOBEKTOM HCCIEIOBAaHHA SABIAIOTCA IPOLECCHl PACTBOPEHUs BO3AyXa (KUCIOpOAa) B TOILIUBAX,
OIIpe/ieNICHUE €r0 KOHIEHTPALKM B HAATOIUIUBHOM IIPOCTPAHCTBE TOIUIMBHBIX 0AKOB BO3IYIIHBIX CYHOB U
obpa3oBaHue 0€30MacHBIX K BOTOPAHUIO TOILUIMBOBO3JYIIHBIX cMeceil. DTa npobiema sBIseTCs aKTyalbHON
BBHIY HEOOXOIMMOCTH OOECTICYEHHSI XMUMMOTOIOTHYECKOH HAaJeKHOCTH TOIUTMBHBIX CHCTEM aBHAIMOHHON
TEXHUKH.

[IpenmeToM mccnenoBaHus SBIAETCS M0XKapOB3PHIBOOE30IIACHOCTh peakTUBHBIX TomB PT (Jet A-1)
u e€ CBiI3b C HAIMYMEM PAaCTBOPEHHBIX B HUX ra30B U ra30B, HAXOJAMIMXCS B HAATOIUIMBHOM IIPOCTPAHCTBE
TOILUIUBHBIX OAKOB.

OrmpenienieHbl  TEMIEpaTypHBIE TIpefenbl 00pa30BaHHs TOPIOYMX TOILTMBHO-BO3MYIIHBIX CMecei B
3aBHCHMOCTHU OT BBICOTBI I10JIETA BO3AYIIHOTO CyHA, TEMIIEPATyphl U H3MEHEHHs KOHIIEHTPallul KUCIOpoa B
HaJTOIUIMBHOM MPOCTPAHCTBE.

KnroueBble cj10Ba: peakTHBHBIE TOIUIMBA, COACpP)KAHUE KUCIOPOJA, TOILIMBO-BO3IYIIHBIE CMECH,
M02KapOB3PBIBOOE30IIACHOCTD.

ABSTRACT
Valeriy Yefymenko, Tetiana Kravchuk, Lidiya Kovshun, Natalya Atamanenko
National Aviation University, e.valerij.ua@gmail.com
THE INFLUENCE OF OXYGEN CONCENTRATION ON THE FIRE SAFETY
OF AIRCRAFTS FUEL SYSTEMS

The aim of the work is to provide fire-explosion safety and to improve performance indicators of the
jet fuels quality.

The object of the study is the processes of air (oxygen) dissolving in fuels, determination of its
concentration in the above fuel space of fuel tanks and creation of safe to ignite fuel-air mixtures. This
problem is relevant due to the need to ensure the chemmotological reliability of aircrafts fuel systems.

The subject of the study is fire-explosion safety of jet fuels RT (Jet A-1) and its connection with the
presence of dissolved gases and gases in the above fuel space in fuel tanks.

It has been determined the temperature limits of the formation of combustible fuel-air mixtures
depending on the aircraft's flight altitude, temperature and changes in oxygen concentration in the abovefuel
space.

Key words: jet fuels, oxygen content, fuel-air mixtures, fire-explosion safety.
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2.10 IDENTIFICATION AND ASSESSMENT OF BIOLOGICAL RISK OF AVIATION
FUEL SUPPLY

Iryna Shkilniuk', Sergii Boichenko', Tetiana Kondratiuk®, Nataliia Shevchuk’

Aviation fuel supply exists as much as aviation is more than a hundred years. Fuel is the
blood of an aircraft. The mass of fueled jet fuel is up to 70 % of the maximum take-off weight of
modern aircraft. The main link in all civil aviation activities is flight safety. The most important
condition for ensuring the safety of flights is the use of aircraft in the range of expected operating
conditions, taking into account operational limitations established in the norms of airworthiness.

Now ICAO is disturbed formed by the world tendency of entering of contaminated aviation
fuel in airport. Many documents ICAO, IATA and Joint Inspection Group focuses on pollution
fuels. ICAO issued a directive DOC 9977 «Guide to the supply of aviation fuel in civil aviation»
and IATA issued EI/JIG STANDARD 1530 «Quality assurance requirements for the manufacture,
storage and distribution of aviation fuels to airports». The essence of these documents is that all
parties involved are jointly responsible for ensuring the quality, purity and possibility of quality
control at every stage of production, supply and operation of aviation fuel.

Fuel and air machinery loss during operation are major aircraft losses for modern aircraft.
The main factors and parameters that determine the indicated losses in operation are flight path,
speed and altitude; equipment reliability; fuel conditioning.

The study of theoretical and practical aspects of risk, its analysis and assessment is
becoming increasingly relevant, because the risk in today's economic environment has a significant
impact on the results of enterprises.

The active study on microbial growth in the composition of petroleum fuels began in the
USA during the creation of jet aircraft.

During the creation of jet aviation in the USA, began active study of questions connected
with microorganisms’ development in oil fuels. The work on this question in our country mainly
was to determine fuels biostability in laboratory conditions. Purposeful researches of fuels
biostability in operating conditions were not conducted practically [1].

In 1956, the United States Air Force recognized that its widely-used JP-4 fuels were
microbial contaminated when Air Force B-47 and KC-97 flight operations were affected. Two
years later, a B-52 crash was directly attributed to clogging of fuel system screens and filters by
some form of fuel contamination. In that same year, the Wright Air Development Center
determined that sludge accumulation in tanks used to store kerosene-type fuels was a common
occurrence [2].

More instances of contamination and corrosion surfaced in the late 1950’s and early 1960°s
and reached near epidemic proportions in storage tanks and aircraft fuel cells at various locations.
At the beginning of 1962, approximately 52 governmental and non-governmental agencies were
involved in various phases of research on microbiological contamination of fuels.

The modern world legislation raises the level of requirements for quality aviation fuels.
In 2012, the International Civil Aviation Organization has developed directive 9977/AN 489
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«Guidelines for the supply of aviation fuel for civil aviation», which focused on the clean air fuels,
including microbiological contamination.

Air transport is a major consumer of high-quality fuels and lubricants. For large scale high
oil consumption issue efficiency of aviation technology, economy and management of aviation fuel
has an important public and economic value. The efficiency and reliability of the fuel system
software greatly depends on the quality of aviation fuel. The largest number of failures and
malfunctions elements of the fuel system, engine and aircraft related to fuel quality and purity.

A limited amount of oil resource, the introduction of ICAO and IATA standards, satisfaction
of safety and operational safety requirements, economic indicators, financial profitability require
a risk-based approach in aviation fuel supply [3].

The risk indicator is introduced for the quantitative characteristics of the safety of objects.
Risk is a measure of danger. The analysis of the threats to sustainable aviation fuel supply is to
identify all sources of threat and assess their impact on flight safety.

The process of performing risk analysis has traditionally consisted of the following
consecutive procedures [4,5]:

— planning and organization of work;

— identification of risks;

— risk assessment;

— development of risk management recommendations.

The key stages in the risk analysis process are the identification of risks and their
classification. At the risk identification stage, the risks that exist at different stages of the jet fuel
cycle life were analyzed [5].

Stages of the fuel life cycle:

1) oil recovery stage;

2) oil refining stage;

3) stage of production of commodity jet fuel;

4) stage of jet fuel transportation;

5) jet fuel storage stage;

6) fuel use stage.

Specific aspects can be distinguished from the point of view of the chemmotological
reliability. One of them is the purity of fuel, the presence or absence of mechanical impurities,
water, microorganisms and other contaminants that should not be present in the fuel when shipped
from production sites, but which can accumulate during transportation, storage, pumping and other
operations.

There are many risks in the production of fuels, including the risk of microbiological
contamination. The hydrocarbon component is the most dangerous raw material from this point
of view. On the one hand, this is the basis of fuels, on the other is the source of potential infection
of microbiological oil destructors.

Destruction of materials usually occurs under the influence of not a single group
of microorganisms and an entire complex including bacteria and fungi. One group of
microorganisms of its own activity prepares a substrate for another. The process is very complex
and is due to a large number of factore. The substrate is of paramount importance, it forms the
formation of such substrates new, functionally interconnected units, as a microbial association or
biocenosis.

The biological risk factor can be defined as biological matter capable of self-replication and
which can have a destruction effect on the fuel.

Microbes may be introduced into fuels as products cool in refinery tanks. Bacteria and fungi
are carried along with dust particles and water droplets through tank vents. In seawater ballasted
tanks, microbes are transported with the ballast. Vessel compartments ballasted with fresh,
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brackish, or seawater, all of which may contain substantial numbers of microbes, may easily
become contaminated with the microbes transported with the ballast water [6].

Today it is known 200 species of microorganisms, including 30 families that can use
hydrocarbons as sole source of carbon and energy (Fig. 1). These include bacteria, yeast and fungi.

Table 1

The main microorganisms, that cause biocontamination of fuels
Fungi Acremonium sp.
Altenaria altenarata
Aspergillus sp.
Aspergillus clavatus
Aspergillus flavus
Aspergillus fumigatos
Aspergillus niger
Cladosporium sp.
Cladosporium cladosporoides
Fusarium sp.
Fusarium moniliforme
Fusarium oxysporum
Hormoconis resinae
Monascus floridanus
Paecilomyces variotii
Penicillium sp.
Penicillium cyclioium
Rhinocladiella sp.
Trihoderma viride
Trichosporon sp.
Bacteria Acitenobacter
Alcaligehes
Bacillus sp.
Clostridium Sporogenes
Flavobacterium difissum
Micrococcus sp.
Pseudomonas sp.
Pseudomonas aeroginosa
Serratia marcescens
Yeasts Candida sp
Candida famata
Candida guilliermondii
Candida lipolytica
Rhodotorula sp.

Active development of the fuel and the fuel systems of microscopic fungi (Hormoconis
resinae, his types. Penicillium, Aspergillus fumigatus, Paecilomyces variotii, etc.) recognized the
most dangerous. Fungi form a dense mycelium, the accumulation of which not only clog pipelines
and fuel filters, but also create numerous localized areas of corrosion on the surfaces of fuel
systems. A most active destructor of aviation fuel until recently was recognized Cladosporium
resinae (modern name Hormoconis resinae or Amorphoteca resinae) of microscopic fungi. This so-
called «kerosene» fungi [7]. Today this group classified as fungi Monascus floridanus, which is
inherent in the ability to develop rapidly in the aviation fuel [4]. Fungi have some morphological,
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physiological and genetic features, good with which they occupy the dominant position among
organisms causing biological damage.

©

Monascus Aspergillus fumigatos Hormoconis resinae Penicillium sp.
floridanus

Acitenobacter Pseudomonas Rhodotorula sp Candida sp
aeroginosa

Fig 1. The main strains of microorganisms-petroleum product destroyers.

The first stable products of hydrocarbons oxidation are the primary alcohols. The next is
usual biological conversion of alcohols to aldehydes and aldehyde to acid [8]. The general scheme
of reactions:

R-CH,-CH;+[O] — R-CH,-CH,0OH-2H — R-CH,-CHO-2H+HOH— R-CH,-COOH.

Microorganisms have the selective ability related to various hydrocarbons, and this ability is
determined not only by the difference in the structure of substance, and even the number of carbon
atoms that are the part of their structure.

It is proved that microbial contamination of fuel is connected to microbiological enzymatic
oxidation of hydrocarbons with formation of organic acids that have surface active properties. The
speed and depth of the microbial oxidation of aviation fuel depend on their carbohydrate
composition. Hydrocarbons with a linear structure of the molecules are destroyed faster than their
branched isomers. Aliphatic hydrocarbons (paraffin’s) are less biostable than aromatic. Therefore,
fuels that contain mostly paraffin hydrocarbons can be destroyed by microorganisms faster than
those containing more aromatic compounds. Cycloalkanes are more difficult to microbiologically
destruction than alkanes, due to the presence of a cyclic structure that is heavier than oxidation.
Strains that are capable of biodegradation of cyclic alkanes include bacteria of the genera
Cordonia, Xanthobacter, and others. Seams that are capable of biodegradation of cycloalkanes
have specific enzyme systems that are different from the enzyme systems used by microorganisms
to oxidize non-cyclic alkanes.
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The research of activity of growth of active and potential destructors spent in fuel by the
value of the accumulation of biomass after a month of cultivation (Fig. 2). The greatest value of
biomass is defined for the Hormoconis resinae isolated from the tank of the aircraft.

The ability to grow potential destructors for various hydrocarbons was studied.
Micromycetes grow on all tested liquid hydrocarbons, except for hexane [9]. The tendency to
increase in hydrocarbons with more long carbon chains (C;,—C,;) was observed in Hormoconis
resinae and Monascus floridanus. The greatest importance of biomass increase in Hormoconis
resinae was observed on heptadecane (C,;Hss), Monascus floridanus on hexadecan (C,¢Hs,).
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Fig. 2. Biomass of active destructors after a month growth in hydrocarbons

After arriving in fuel tanks, microorganisms may either stick to overhead surfaces or settle
through the product. Some microbes will adhere to tank walls, whereas others will settle to the
fuel/water interface (Fig. 3). Most growth and activity takes place where fuel and water meet. The
tank bottom fuel/water interface is the most obvious fuel/water boundary. However, there is also a
considerable area of fuel/water interface on the interior surface of tank-shells. Microorganisms
require water for growth. Although bacteria and fungi can be present in the fuel phase, their growth
and activity is restricted to the water phase of fuel systems. The water phase includes volumes
ranging from trace (several uL) to bulk (>1 m®) accumulations and water entrained within deposits
that accumulate on system surfaces. Typically, fuel and system deterioration is caused by the net
activity of complex microbial communities living within slimy layers called biofilms. Biofilms may
be found on tank roofs, shells, at the fuel/water interface, and within bottom sludge/sediment [6].

The high temperature characteristic of distillation and other refinery processes sterilize
refinery stocks used in fuel blending. However, conditions in refinery tankage, transport systems,
terminal tankage, and users’ system tankage may lead to microbial contamination and possible
biodeterioration.

In refinery tankage, water can condense and coalesce as product cools. Tank vents draw
moisture from the outside atmosphere and may allow precipitation to enter the tank.

Moreover, product withdrawal creates a partial vacuum that pulls pollen, dust, and other
microbe-carrying particulates through tank vents. Consequently, refinery products tanks are the
first stage of petroleum handling where significant microbial contamination can occur.
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Fig. 3. Schematic of Fuel Tank Bottom Sample with Significant Microbial Contamination
and Biodeterioration

In transport by means of tanker or pipeline, additional water may be introduced by
condensation. In contrast to pipelines, condensate is not the major source of additional water.
Rather, inadequate cargo compartment stripping, use of water as false bottoms to facilitate
complete cargo discharge, and other incidental, intentional water use provide substantial water to
fuel tanks. Biofilms can form on tanker or pipeline surfaces where they entrain water, inorganic
particles, and nutrients to support growth. Such growth can slough off and be carried to terminal
and end user tankage. In terminal tanks, turnover rates may be a week or longer, allowing
particulates (including biofilm flocs) to settle into the sludge and sediment zone before product is
drawn from the tank. As turnover rates increase, the likelihood of drawing biomass with fuel also
increases, due to reduced settling times. Population densities of less than two million cells/mL will
have no effect on fuel clarity. Consequently, contaminated fuel is rarely detected visually at the
terminal rack.

The places of microbiological colonies development of on the fuel life cycle are established
during the analysis of biological risk of aviation fuel supply. The places of microbiological colonies
are presented in Fig. 4 [6].

Microbes require water as well as nutrients. Consequently, they concentrate at sites within
fuel systems where water accumulates.

Water is essential for microorganisms’ growth and proliferation. Even negligible traces
of water are sufficient to support microbial populations.

Nutrients are divided into macro-nutrients and micronutrients. Carbon, hydrogen, oxygen,
nitrogen, sulfur, and phosphorus (CHONSP) comprise the macro-nutrients, and most of these are
readily available in fuels. Only phosphorous is likely to be growth limiting in most fuel systems.
A variety of elements, including calcium, sodium, potassium, iron, magnesium, manganese, copper,
cobalt, nickel, and other metals, are required in trace quantities. None of these elements is limiting
in fuel systems. Fuel systems that provide both the requisite water and nutrients will support
microbial growth and proliferation.

The rate of microbial growth increases with increasing temperature within the physiological
range (temperature range within which growth occurs) of a given microorganism. Microbes are
generally classified into three groups, based on their temperature preferences/requirements. Some
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microbes require low temperatures (< 20 °C). Others thrive in superheated environments
(> 100 °C). However, the physiological range of the microbes most commonly recovered from fuel
tanks is 0 °C to 35 °C, with growth optimal between 25 °C and 35 °C.

Fig. 4. Fuel supply scheme (arrows indicate sites where water and biologicals tend to accumulate):
(a) refinery distillation towers, (b) refinery product tanks, (¢) fuel transportation pipeline (low points
in pipeline trap water), () distribution terminal tanks, (e) commercial dispensing rack and tank truck,

(f) retail/fleet underground storage tank, (g) retail/fleet dispensing system.

The some strains of Hormoconis resinae are capable of developing in a fuel at a temperature
of 50 °C and the strains of Aspergillus fumigatus survive in aviation kerosene up to 80 °C. The
growth of Hormoconis resinae in aviation fuel is fixed at a temperature of 28 °C. The activity
of mushrooms decreases with increasing or decreasing temperature (Table. 2).

Table 2
The growth of fungi in fuel at positive temperatures (in points)
The time the The temperature, °C
Fungi manifestation 9 18 28 36
of signs of
growth, days
Hormoconis 7 0 0 0 0
resinae 14 0 1 2 0
21 1 2 3 1
Phialofora sp 7 0 0 2 0
14 1 2 4 2
21 2 2 4 3

0 — no signs of growth, 1 — turbidity of the water layer, the formation of precipitation, 2 — the appearance
of large flakes in the water layer, 4 — the formation of small clots, 5 — the formation of large clots.

The risk of uncontrolled microbial contamination is generally greatest in tropical regions.
However, in the absence of adequate housekeeping practices, microbial contamination problems
can also occur in fuel systems located in cold climates.

Water pH is generally not a controlling factor in fuel systems. Most contaminant microbes
can tolerate pH’s ranging from 5.5 to 8.0. As with temperature, there are microbes that prefer acidic
environments (some grow in the equivalent of 2N sulfuric acid) and others that grow in alkaline
systems with pH > 11. Fuel tank bottom-water pH is usually between 6 and 9 [6,8].
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As water activity tends to be greatest at interface zones, this is where microbes are most
likely to establish communities, or biofilms. Numbers of microbes within biofilms are typically
orders or magnitude greater than elsewhere in fuel systems. Biofilms can form on tank overheads,
at the bulk-fuel, bottom-water interface, and on all system surfaces.

Using fuel hydrocarbon vapors as their carbon source, microorganisms can colonize tank
overheads, where condensation provides the necessary water activity. Biofilms on overheads
generally look like slimy stalactites.

Whereas a 1-mm thick biofilm on a tank wall may seem negligible, it is 100 times the
thickness of most fungi, and 500 to 1000 times the longest dimension of most bacteria. This
seemingly thin film provides a large reservoir for microbial activity. Within the biofilm micro-
environment, conditions can be dramatically different from those in the bulk product.

Microorganisms consortia (communities) give the biofilm community characteristics that
cannot be predicted from analysis of its individual members.

Microorganisms are able to consume hydrocarbons directly excrete waste products that
other consortium members use as food. The net effect is a change in pH, oxidation-reduction (or
redox) potential, water activity, and nutrient composition that has little resemblance to the
environment outside the biofilm [6].

Microbes growing anaerobically produce low molecular weight organic acids (formate,
acetate, lactate, pyruvate, and others). These acids accelerate the corrosion process by chemically
etching the metal surface. There are data demonstrating that biofilm communities can deplasticize
the polymers used in fiberglass synthesis. Such activity can result in catastrophic tank failure and is
most likely to occur along the longitudinal centerline (the same place of the greatest frequency of
MIC pinholes).

Biosurfactants facilitate water transport into the fuel phase and some fuel additive
partitioning into the water phase. Other metabolites may accelerate fuel polymerization. Produced
at concentrations that are difficult to detect against the complex chemistry of fuel components,
these metabolites can have a significant deleterious effect on fuel stability. Although most of the
change occurs within a few centimeters of the biofilm-fuel interface, product mixing can distribute
metabolites throughout the fuel system.

More particularly after microbiological contamination of aviation fuels the following effects
are observed in the presence of the above-mentioned favorable conditions [9]:

— change in physical and chemical properties of fuels, namely increasing of major physical-
chemical parameters values as kinematic viscosity, refractive index, pH, content of actual resins
and others. Also characteristic features are the formation of sediment, turbidity fuel and peculiar
odor;

— corrosion of storage tanks for aviation fuels. Corrosion development of bottom part where
accumulates water sludge, especially on verge of system distribution “fuel-water”, corrosive
damage of aircraft tanks, corrosion of aircraft power constructions;

— clogging and damage of fuel filters, pumps and fuel systems. Sedimentation of mycelium
and bacteria colonies at the inner walls of the fuel systems leads to clogging of pipelines, filters,
pumps and fuel systems;

— threat to the safety of aircrafts flights. Changing the physical, chemical and exploitation
properties of aviation fuels leads to early clogging of filters, pollution of regulating equipment,
causing unstable operation of the fuel system, and therefore can cause failure of the engine, and
even complete failure of the system, and as a consequences is appearance of accidents and
emergency landings.

The changing the acidity of fuel is an important consequence of the proliferation of
microorganisms (Fig.5). Acidity of fuel due to the presence of organic or inorganic acids or their
derivatives. Therefore, the change in pH value of the fuel can indirectly determine the dynamics of
microbial growth in fuel. The acidity of the fuel due to their content of organic acids and cidic
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compound. This quality index characterises the presence of the fuel products that provoke an
increase in the rate of wear and corrosion of engine friction pairs and the air supply system, as well
as corrosion of tanks, pipes and fittings. The metabolic products of microorganisms destructors
fuels contain organic acids and increase the acidity of fuels.
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Fig. 5. Change jet fuel acidity under the influence of microbiological contamination
[ — research sample I — check sample

The aviation industry is experiencing increasing pressure from the public and
environmentalists who say that the increase in traffic volume and number of aircraft operated by
causing serious damage to the environment, besides aviation is one of the largest consumers of fuel
and lubricants. Necessary to replace petroleum hydrocarbons alternative raw materials. Carbon
biomass carbon cheaper oil. However, the conversion of the «cheap» carbon in the consumer goods
while expensive. Before commissioning, the risk and the effect on reliability of equipment should
be evaluated.

Biocomponents is a materials derived from the lipids of plants or animals, which can be
used directly in existing combustion engines. In a base catalyzed process, triglycerides are broken
down through the transesterification of the ester bond linking the glycerol backbone with the fatty
acids. Through methanolysis, glycerol is substituted with a methyl group to produce single chain
fatty acid methyl esters (FAME). FAME are structurally similar to petroleum alkanes and
furthermore have suitable physical and chemical properties, which allows for use it in engines.

There are problems with biocomponents which need to be addressed before biocomponents
become a fully viable alternative to fossil fuels. The problem is the higher propensity of
biocomponents towards microbial contamination compared with petroleum hydrocarbon.

Biocomponents and petroleum hydrocarbons have similar calorific values, similar
viscosities, similar densities and similar material compatibilities. However, despite these
similarities, biocomponents with fuels are significantly more susceptible to bio-contamination.
Studies have shown that biocomponent has a higher amount of microbial contamination, higher rate
of microbial induced fuel degradation and higher rate of Microbial Induced Corrosion (MIC) of
fuel system components compared to petroleum fuel. The high propensity for contamination of
biofuels is likely due to several factors. The major issue deals with the hygroscopicity of
biocomponent (i.e., it absorbs water from the atmosphere). Water may also occur as emulsions in
biodfuel as a remnant of the transesterification process. Another factor is the higher bioavailability
of biocomponent. Biofuels easily hydrolyzes to fatty acids by both chemical and microbial
reactions. Fatty acids are important for every living organism and are easily incorporated into the
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tricarboxylic acid (TCA) cycle metabolism via B-oxidation. This bioavailability is a somewhat
double-edged sword: while it makes use of biocomponent more difficult on a daily basis,
biocomponent degrades in soil and water environments in a few days, diminishing the
environmental impact of fuel spills.

Studies of microbiological stability of aviation fuels have been carried out in the laboratory
of the Ukrainian Scientific-Research Center of Chemmotology and certification of fuel and
technical liquids. Samples of fuels were submitted jet fuel «TC-1» and automobile gasoline A-95
(tabl. 3). The methyl ester of fatty acids of sunflower oil was selected as the bio-component jet fuel
«TC-1». Gasoline A-95 has been selected as an alternative to leaded aviation gasoline. Ethanol was
added in different concentrations to gasoline [9].

Table 3
List of samples
Number Samples
of samples P

1 Jet fuel «TC-1»

2 Jet fuel «TC-1» + 10 % biocomponent

3 Jet fuel «TC-1» +20 % biocomponent

4 Jet fuel «TC-1» +30 % biocomponent

5 A-95

6 A-95+5 % ethanol

7 A-95+10 % ethanol

8 A-95+15 % ethanol

9 Biocomponent

The test specimens were infected colonies microorganisms and control samples are placed
in a lit environment with ambient temperature 20-25 °C. The studies were conducted 2 weeks.
Control of changes were made every week on visual and chemical methods. The acidity of fuel was
chosen as the chemical method of control microbiological growths. The choice of rate is due to the
mechanism of microbial degradation and metabolism products biodestruktors. The change of the
value of the indicator will be judged on the impact biocontamination quality fuels, fuels and
microbiological stability of the rate of growth of microorganisms.

The essence of the method lies in the titration of the acidic compounds of the test product
with an alcoholic solution of potassium hydroxide in the presence of a color indicator. Acid number
is expressed in mg KOH/100 cm’. This is standart method [11]. Determination of the acid number
performed in the semi-automatic titrator 702 SM Titrino Mettler Toledo.

Test results are presented in Fig. 6. The values on the vertical axis of the diagram of Fig. 1
is the acidity, expressed in mg of KOH/100 cm’ of fuel.

Biocomponents such as the methyl ester of fatty acids of sunflower oil is subject to the same
biodegradation by microorganisms like jet fuel.

Corrosive activity of aviation fuels is estimated by such indicators as acidity, tests on a
copper plate, the content of water-soluble acids and alkalis, water content, sulfur content, etc.
The test on a copper plate is a universal method for qualitative evaluation of corrosion activity of
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aviation motor fuels. Increased corrosion of fuels with microbiological contamination is confirmed
by the results of experiments carried out in Test interactive laboratory «AviaTest» by the index of
copper plate.
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Fig. 6. The change of acidity of traditional and alternative fuels under the influence
of microbiological contamination

The gist of the method is as follows. The prepared copper plate is immersed in a certain
amount of sample, heated and kept at a temperature of 100 °C. for 3 hours. After this time, the plate

is removed, washed and compared with standards of corrosion.
The list of samples and results of their tests is presented in Table 4.

Table 4
List of samples for research and test results

Sample The test result

Clean fuel for jet engines «TC-1» ’ P J! : |

Clean fuel for jet engines Jet A-1

Fuel for jet engines «TC-1» with microbiological pollution _

Fuel for jet engines Jet A-1 with microbiological pollution

"

The results of research have shown that fuel for jet engines with microbiological
contamination has increased corrosion properties. The appearance of dark plaque and changes in
color on the plates are very noticeable. The appearance of copper plates, which were kept in fuels
for jet engines with signs of microbiological contamination, does not correspond to reference
samples.

Corrosion occurs under the influence of the products of vital activity of microorganisms
present in fuels. The fungi and many bacteria form ammonia, hydrogen sulfide, and various organic
acids in the process of metabolism, most of which are characterized by high corrosive activity (Fig.
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7, tabl. 5). In the course of its development, microorganisms destroy inhibitors that protect metal
and stimulate its corrosion. Microorganisms are acceptors on the surface of metals. Corrosion
of metal products, structures usually occurs in conditions of high humidity in the presence
of contamination.

Factors favorable to the microbiological
corrosion of fuel equipment

Constructional

Manufacturing

Operational

<L

<L

~>

Untimely removal of

Inconsistency of Violation of integrity of
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s

The impossibility
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Fig. 7. The causes of microbiological corrosion.

The corrosion is one of the most dangerous types of metal destruction of aircraft structures.
Over 50 % of all corrosion processes due to the influence of microorganisms. The causes of
corrosion are analyzed. The effect of microbial contamination in aviation fuel on their corrosive
properties are investigated and described in these materials. The conclusion that biocorrosion of the
fuel system and aircraft structures is part of the problem fuel with microbiological contamination
are made and justified in these materials.

There are many ways to prevent biological contamination of fuels. One of such method is
the method of ultraviolet and electromagnetic radiation. Ultraviolet radiation causes the death of
microorganisms. For this purpose the UV lamp was developed. During its development excluded
the possibility of explosion and inflammation of fuels. The lamp can be mounted to the bottom of
the fuel tank and move along it, as well as along the fuel line.

Possible installation of lamps during pumping fuel from one tank to another. Destruction of
microorganisms is also possible by using electromagnetic radiation at a certain frequency radio
waves [8]. Colonies of fungi and bacteria can be removed by filtration through a porous material,
the pore size of which is not more than 2 microns. Possible way to protect the fuel through bacterial
filters, filled with silver compounds (for example, cotton, glass, synthetic rubber).

To physical and mechanical methods of microbiological contamination control are also
include centrifugation followed by agglomeration filtration, flotation, the use of ion-exchange
resins, electro hydraulic deposition, ultrasonic control [6, 8].
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The most effective way to protect the fuel from biological contamination at present is
biocide additives that reduce activity of microorganisms in jet fuels and prevent biological

corrosion of fuel tanks [1, 5].

Potential consequences caused by microorganisms in aviation fuel systems

Risks

Principal Types of Microorganisms

Blockage of pipes, valves, filters
Increased water content

Sludge formation

Surfactant production

Corrosion of storage tanks and lines
Production of suspended solids in the fuel
Breakdown of hydrocarbons
Shortened filter life

Fouling injectors

Increased sulfur content of fuel
Shortened life of engine parts
Penetration of protective tank
Health problem

Fungi; polymer-producing bacteria
All

All

Fungi; and aerobic bacteria

Fungi; and anaerobic bacteria

All

Fungi; and aerobic bacteria

All

Aerobic bacteria and fungi
Sulfur-reducing bacteria (SRB)
Undetermined

Fungi

Endotoxing-producing bacteria, SRB

During the choosing of biocide additives there are the following requirements: they must not
impair quality of fuels, characterized by prolonged action, detrimental effect on engine structural
parts, fuel regulatory apparatus, reliability of filters and filter separators, to be toxic. Combustion
products of these substances should not cause adverse effects on the environment [4].

Biocide additives may be soluble in fuels, and water cushion and destroy microorganisms in
both phases [8].

Many biocide products have been tested abroad that meet the above requirements, there are
the following: ethyleneglycol monometyl ether and Biofora F [8].

Ethyleneglycol monometyl ether — is anti water crystallization additive, with glycerol.
However, it was found that glycerol actively contributes to the microorganisms, and without it
ethyleneglycol monometyl ether reduces their growth. In addition to the fuel for air jet engines —
0.1-0.15 % by weight, substance concentrates in water up to 20 %, which not only prevents the
formation of ice crystals, but also reproduction of microorganisms.

Biofor F after the penetration to oil product is concentrated in the free water. The
mechanism of this substance action is also based on increasing of osmotic pressure. The
effectiveness of the substance is in its lower concentrations in the water. This additive has the
following drawback: when added to jet fuel is deposited on the blades of aircraft turbines and can
cause them to corrosion due to increased acidity of water.

Long-term monitoring of fuel tanks coated with furan resins showed that microorganisms in
these tanks is reduced [8].

There is well-known antiwater crystallization liquid “I-M”, which is a product of association
ethyl cellosolve and methanol. Liquid “I-M” is designated for use as additives to the fuel for the air
jet engines, refueled aircrafts of civil aviation to decrease the probability of icing aircrafts and
helicopters filters at low temperatures. We researched bactericidal properties of the additive that
caused by containing of methanol [10].

There are used biocides that have the active components — cellosolve, compounds of nickel,
copper and other metals, heterocyclic compounds in quantities 0,0001-0,005 % [7].

Due to increasing the range of biocide additives, there were studied bactericidal activity of
such compounds dimethyl-dialkil-ammonium chloride ([R,(CH3),N]Cl) and dimethyl-alkyl-benzyl-
ammonium chloride ([R(CH3),NCsHs—CH,]Cl) for aviation fuels — gasoline and fuel «TC-1» for air
jet engines [8].
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During the study of these compounds has been established [8] that the amount of 0.05 % or
more above mentioned additives reduce the growth of all microorganisms in the aviation gasoline
and fuel «TC-1».

It was studied biocide activity of such compounds: zinc salts of synthetic fatty acids, mixed
salts of zinc and mercury, acetic and oleic acids. With addition to jet fuel in concentrations of 0.05—
0.1 %, they found sufficient activity, reducing the number of microorganisms on 75-85 %. The
salts of higher carboxylic acids of chrome, copper and lead, and also naphthenate of iron, copper
and chromium were low-toxic [8].

Taking into account problem actuality of protection from both fuels accumulation of static
electricity, and from microbiological contamination, was obtained complex additive that has
antibacterial and anti-static properties. Mixtures of bactericidal and anti-static additives of different
composition were studied; both bactericidal components applicated dimethyl-dialkil-ammonium
chloride [8]. Simultaneously, this additive is an effective anti-static additive in concentration of
0.003 %, increases conductivity and reduces oil electrification during their motion [8].

It is set that the antiwater-crystallization additive PFA-55MB has high bactericidal effect for
jet engines. Addition to jet fuel in an amount of 0,05-0,15 % of PFA-55MB additive practically
fully prevents development of microorganisms and corrosion of fuel tanks of jet engines. This
additive is the most widespread abroad [9].

It was found that 8-hydroxyquinoline and disalicildenpropandiamin in addition to fuel for air jet
engines brand «TC-1» in concentration 0,2 and 0,1 % diminished growth of microorganisms accordingly
on 88 and 75 %. Primary amines of C;,—C,s, which was added to the fuel in an amount of 1 %, diminished
growth of microorganisms on 95 %.

Special experiments reflected that active biocide additives in the water-fuels systems there
can be substances that do not dissolve in fuel, but soluble in water. Thus, the complete destruction
of microorganisms in the environment in fuel «TC-1» was observed when injected into the water
phase one of the following substances: 0,04 % 1,2-diaminopropana or hexamethyldiamin, 0,12 %
ethylendiamin, hydroxylamine of hydrochloric acid or methylamine tartrate, 0,16 % trimethylamine
or n-butylamine.

Growth of microorganisms reducing on 98 % is observed when the content in the water phase
0,08 % n-butylamine, etylendyamina, hydroxylamine hydrochloride or methylamine oxalic acid.

Inhibition of microorganisms increasing by 70, 75 and 90 % was observed in environment of fuel
«TC-1» when in the water phase added respectively 0,24 % chromium acetate, 0,16 % chromium nitrate,
0,16 % copper acetate [9,10].

There is also known multifunctional additive IPOD (isopropyloktadetsylamin).

Bacteria fungicidity of additive on the base of gas condensates was studied. Unlike the other
additives, it obtained from hydrocarbon fractions (145-280) °C of gas condensates. Adding of the
additive in amount of 0,1 % destroyed microorganisms within 10—15 days on 100 %.

Synthesized additive has not only antibacterial, but also antioxidant and anti-corrosion
properties. The additive addition to final concentration of 0,1 % prevents sediments in fuel on 80 %
[5].

Katon FP 1.5 of the company ROHM AND HAAS (U.S.A.) is one of the highly effective
biocides that used worldwide for various fuels. In the nomenclature of the International Union of
Theoretical and Applied Chemistry, an active component of Katon FP 1.5 is defined as 5-chloro-2-
methyl-4-isotyazolin-3-one.

Today many foreign companies producing biocide additives to petroleum products, such as:
«Bang and Bonsomer», «THOR», «ROHM AND HAAS» and others [8].

The authors conducted research on the efficiency of modern biocide additives (applications)
of mentioned above foreign manufacturers. The research was conducted by the method of diffusion
zone, which is testing the microbiological stability of jet fuel protected by antimicrobial additives
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with different concentrations in the Petri dish on nutrient dry agar for cultivation of
microorganisms. Zones diameter of growth absence characterized the degree of test fuel stability.
It was used a mixture of aerobic bacteria (Pseudomonas, Bacterium, Mycobacterium)

as a test cultures, allocated from the affected oil.
The research results of biological stability of aviation fuel RT, protected by biocide
additives with the method of diffusion zone are shown in Table 6 and Fig. 7.

Table 6
Results of the experiment by the method of zonal diffusion

Zone diameter, mm
Additive name Additive concentration in fuel RT
1% 0,1 % 0,05 %

Formacide 0 11 10
KATHON 0 9 8
Grotan F10 0 7 5
Grotan OX 25 14 9
Grotan TK 6 0 7 6
ACTICIDE KL 0 10 6
ACTICIDE OX 16 27 13
ACTICIDE MV 14 36 30 24
Pure fuel RT(control) 0 0 0

m1%

H0,10%
0,05%

Fig. 8. Comparative distribution of research results of fuels biological stability, protected by biocide additives
by diffusion zone method

So, this diagram represents that the best antimicrobial properties has the following additives:
GROTAN OX, AKTICIDE OX, AKTICIDE MV 14.

A host of problems will likely surface when uncontrolled microbial growth is allowed to
develop. Microbial activity has been shown to cause degradation of fuel hydrocarbons. Flight
safety also will likely be compromised, as well as increased maintenance and cost. Not all

microorganisms, however, cause the same problems.
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Assessment or analysis of risk is a process for identifying hazards, assessing the probability
of an event and its consequences. The ratio of risk objects and risky events makes it possible to
determine the link between the biological risk in the field of the use of aviation fuel with
technogenic and economic risks. Technogenic risk is a complex indicator of reliability of elements
of technical means of operation. It expresses the probability of an accident or disaster during the
operation of machines and mechanisms, in particular vehicles, and the implementation
of technological processes. The source of Technogenic risk is the violation of the rules of operation
of technical systems, the untimely conduct of preventive inspections. Economic risk is determined
by the ratio of benefits and harm that society receives from a particular activity.

The authors of this work identified and systematized the consequences and the risks
of microbiological contamination of aviation fuel (Fig. 9) [12].

| EFFECTS of microbiological contamination of aviation fuel |
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Fig. 9. The risks and consequences of microbial contamination of aviation fuels

Risk reduction is an action to reduce the likelihood of a negative event or mitigate the
consequences of this event if it occurs.

A key factor is a multi-aspect approach to fuel hygiene to eliminate the inconveniences and
costs associated with contamination of the fuel system. Each air operator should conduct his own
risk assessment in order to determine the optimal regime.

An important component of this regime is the frequent checks of drainage systems, as well
as regular testing and monitoring of microbiological contamination in the entire fuel system.
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MOCTAYAHHS ABIALIIMTHOI'O ITAJIUBA
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MOCTABOK aBIaIlIfHOTO ManuBa. Y MpOoIeci MOCHiKeHHs OyJIM BHUSIBICHI, OI[IHEHI 1 CHCTEMAaTH30BaHI PU3UKU
1 HaCJiJKK MiKpOOioJIOriYHOrO 3a0pyJHEeHHS aBial[ifHOrO MajMBa, MHOro BIUIMB HA SKICTh IaluB
1 XIMMOTOJIOTIYHOI HAIHICTE aBiaIliiiHOI TEXHIKH.

Knrouosi cioBa: asiamiliHe manuBo, 0i0JIOTiYHMN PHU3UK, MIKpOOioJOriuHe 3a0pyAHEHHS, IpuOH,
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Chapter 3

THE IMPACT OF AVIATION ON THE ENVIRONMENT
AND THE DEVELOPMENT OF ECOLOGICAL LOGISTICS

DOI: doi.org/10.18372/38214

UDC: 504.75
3.1 RELIABILITY OF MONITORING OF AVIATION INFLUENCE
ON ENVIRONMENT

Alina Dychko, Igor Yeremeev’, Nataly Remez', Liubov Yevtieieva'

Information support for environmental monitoring of aviation influence on ecosystems
under the conditions of increasing requirements for the quality of environment and environmental
standards is of particular importance. Only reliable and exhaustive information guarantees the
efficiency of the tasks set for the system with minimal pressure on the environment and with
minimal energy consumption. Moreover, it is also important to be able to predict situations in order
to make managerial decisions in advance, which is impossible without effective monitoring system.

The main tasks of monitoring of aviation influence on environment are:

—collection of data that directly characterizes the state of the environment (types of
contaminants, their concentration, migration, ability to concentrate — for example, precipitation to
the bottom or exit to the surface, the ability to metamorphosis — for example: sublimation,
metabolism, dissolution with the formation of new compounds, ability to self-decomposition,
dependence on external influences, as well as data characterizing the conditions in which they were
gathered);

—comparison of new collected data with relevant data collected at the same points during
the previous data acquisition cycle in order to detect the dynamics of pollution and factors that
could affect the state of the indicators;

—analysis of the reliability of the monitoring data (evaluation of the methods used to
characterize the data, and the means of data determination — measuring instruments, evaluation
algorithms, etc.);

—placement of data evaluated from the point of view of reliability, in the data bank
indicating the coordinates of the place of receipt of data, dates and all related information;

—analysis of data relevant to this system at certain time intervals and taking into account
external factors in order to predict state changes;

—elaboration of recommendations for measures aimed at stabilizing or improving the state
of system or improving efficiency of purification process [1-3].

The aviation technical systems are sets of elements of a certain material nature, which are in
the relationship. In each of these relations there is a certain variable, the set of its states, and the set
of mathematical properties defined on this variable. It is known that if there is a finite sequence of
relations that allow a predetermined element of the set x; € X, then such a sequence of relations is
an effective identification process.

A system is considered to be observable if it can be determined by a certain multiple
experiment, when the inputs of the system that is in an unknown state are fed into the set of inputs
and then the corresponding output values are observed. The observation channel forms a measuring
system that includes measurement devices and procedures that determine the rules for using
devices under different conditions.

The aviation technical system’s effect on environment as a system that is exposed to
external influences, some of them are poorly controlled or not defined (since assumptions about the
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properties of this usually avoid some of the essentially important components, less formal objects
are taken into account than is necessary, etc.), is observed only in a limited number of points, can
be regarded as an open system, for which there is a characteristic presence of at least one element
of a set for which there is no effective identification process, and a decision regarding the state of
the system accepts the conditions of uncertainty. Uncertainty arises also in those cases where the
conditions of the technological process are evaluated within the area of the monitoring channel or
at the boundary that divide the two specific states. By the way, the monitoring zones of the
monitoring channels do not have clear boundaries, and the results of observation near these fuzzy,
blurred boundaries can be characterized only by degrees of membership, and not by clearly defined
functions.

In both cases, the uncertainty of the results of the observation leads to unreliability of the
assessments of the state of the process. Such a falsehood is characterized by the value inverse to the
membership function. That is, the inverse relationship between the degrees of affiliation of an
element to a given set from a certain base variable and the rules used or metrics [3]:

d(xm, xr) ={(n—l)li(xm[ —xm.)z} (1

which evaluates the degree of proximity of model estimates (predictions) of signal values (state parameters)
X, or their distributions to the real values of these signals x,. Here, under model estimates, we understand not
only the results of the actual modeling (mathematical or physical), but also the data of measurements using the
usual (non-standard) means. Results of measurements using means at the output of which the quality
of information is guaranteed are considered as real (true).

This corresponds to situations for which the «usual Euclidian distance» as the criterion
of proximity (or discrepancy) is justified:

—the observations are mutually independent and may have the same dispersion;

—the components of the observation vector are homogeneous in their physical content
and they are equally important in terms of their use during identification;

—the sign space coincides with the geometric space and the notion of proximity of objects
of observation coincides with the notion of geometric proximity in this space.

In practice, it is often more convenient to use a value that is a reverse metrics, a complement
of a metrics, with the reliability (7W), and for a quantitative assessment of reliability, which
is usually considered in the range [0, 1], use the relative metrics

SLICALA N @

Dr(xm,xr)=d )

where d,.. (X, x.,) = d(x,, x,) is the metrics value in which the causal relationship between x,, and x, is not
detected or insufficient to make responsible decisions [3].

The size of this metrics depends on the number of states of variables, on the measure
by which the restrictions on the variables are set, and on a number of other factors. Considering
the following generalized expression for d,,:

dmax(X[n’ Xr)zzagmax (ij'xn') (3)

where 0 > [ is a certain proportionality factor which takes into account the degree of fuzziness of the
observation channel data and which depends on its own characteristics of the channel and the degree of clarity
of representations about the properties and behavior of the object (process); &, is the maximum permissible
value of the relative error of the simulation (forecast) or the permissible error of the integral estimates.

In the cases considered, authenticity is presented as an addition to the unit, i.e.:
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TW=1-dr(x,-Xx,) “)

As a characteristic of reliability, one can also use the functions of modeling estimates for the
true value, for example:

TW=exp[-(x, -x,,)-2]-0-2 5)
where ¢ is fuzzy of the data, which should not exceed the measurement error by more than 1-2 orders [3].

Reliability is not the only characteristic of the quality of information. Information is
characterized by the following properties:

—value, which is expressed in the form of increasing the probability of achieving the goal
set, after receiving this information;

—inactivity, that is, inequality of influence on the final result of the joint use of several
information and the consistent use of the same information separately;

—non-commutatively, that is, the dependence of influence on the final result of the order,
which uses a series of information;

—non-consistency, that is, the difference of results in the consistent use of a number
of information, irrespective of the results, when part of this series is used sequentially in part, and
part — as a result of the joint use;

—completeness, that is, the degree of reflection of the real object (process) in the message;

—reliability, that is, the degree of conformity of the models used or the data taken and the
errors of their determination by the true value.

However, from all the properties listed above, authenticity — is the most important, since
it directly affects the value of information and the ability to achieve the goal that is directly related
to the effectiveness of the information system.

As reliable can be considered those data that have successfully passed the procedure
of critical analysis and generalization of the results of measurements and / or calculations, taking
into account known regularities that include the estimation of errors. Reliability can be considered
in terms of formally technical (no hidden occasional errors) and socio-psychological or behavioral
(lack of distortion due to improper interpretation or reluctance to open the truth). Distinguish also
engineering reliability, that is, deterministic confidence in the truth of information, and statistical
reliability, that is, reliability, which follows from statistical conclusions.

Errors leading to a reduction in reliability can be classified into three categories:

—which do not directly lead to a decrease in the quality of the system's operation, but may,
under adverse conditions or combination of such conditions, or in the presence of other similar
errors, lower the quality of the functioning of the information system;

—which lead to a slight decrease in quality under normal conditions or to a significant one —
under adverse conditions;

—which lead to a sharp deterioration in quality.

Reliability is the function of the state of any system, to which one or another extent is
affected by various factors: random obstacles and noises, environment conditions, aging processes
that change the characteristics of the components of the system hardware, the degree of load
(overload), the volume of prior knowledge of object or process, etc.

The nature of the errors that are present or periodically occurring in the process of
functioning of the information system is different. There are several groups of errors that do not
depend on technical parameters of system. The first ones include:

—methodological errors that are caused by the imperfection of mathematical models that
underlie the functioning of the system: the inadequacy of the adopted model for a real object or
process in statics or dynamics; lack of a priori information about the nature of the object, or about
the processes taking place; fuzzy connections and functional dependencies; attempts to simplify
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models due to the technical impossibility or complexity of taking into account individual
parameters; the impossibility of an objective justification for choosing an optimal model in the
presence of a set of quasi-equivalent models;

—methodological ones, which are caused by the imperfection of the chosen methods of
calculation, that is, the errors of numerical methods, approximation, errors, which are caused by a
limited number of iterations, etc.;

—output, that is, errors which are caused by inaccuracy of the initial data, statistical
fluctuations of processes and interactions, interferences and distortions in the communication
channels, errors of the operator, limited redundancy of the information necessary for statistical
processing, etc.

The second group has instrumental errors, which, in turn, are divided into component errors,
structure, interface and processing.The errors of individual components and system nodes are due
to the drift of their characteristics under the influence of external factors and aging processes, the
unessential characteristics, the effect of noise and interference, and so on.Structural errors are
characterized by the finiteness of the bit representation of real numbers due to the constraints due to
the finiteness (for each particular system) of bits of processors, memory, channels, converters and
peripheral equipment, which forces to refer to the procedures for representing numbers by a limited
number of significant senior discharges and, accordingly, to rounding off or rejecting the rest
(junior) digits.

Interface errors are due to the fact that, when docking various technical means with each
other, the accuracy of the representation of data is limited by the possibility of means, which has
the slightest accuracy, that is, the smallest bit. In addition, they include errors that arise due to time
or phase shift, as well as during human interaction with the system (errors when entering data into
the system using a keyboard, oral or written sentence, errors during the preparation of intermediate
storage media etc).

Processing errors are the most branched class of error, which is characterized by noise and
interference, temporary hardware failures and self-abandoned failures, distortion of information
during conflict situations, violation of the sequence and (or) loss of particular pieces of data or their
duplication, overflow of memory, overloading channels or processors, by cycling programs, etc.
A separate group of processing errors consists of integral errors that are associated with the
accumulation of errors in individual steps of multi-step processes of information processing, when
as a result of a systematic (methodological) error caused by an unrealized data processing
algorithm from step to step, information that is not significant is lost at one step, but it is important
if it breaks up at a number of processing intervals. In addition, the accumulation of error is possible
due to the systematic overflow of registers and other buffer storage devices, as well as (with the use
of adaptive data sampling methods) due to the deviation of the true laws of the distribution
of random events from those used as working hypotheses and the rejection of data with low
(supposed) priority.

The third group includes project errors that are due to syntactic and semantic errors, made
during application programming, system programming errors, system developer errors, operator
errors due to fuzzy instructions, etc.

Methods for eliminating errors, and thus ways to ensure reliability, depend on the type
of error, the requirements put forward to the system, the working conditions and the level
of knowledge about processes and phenomena that can cause errors.

All this suggests that for the successful development and application of methods for
improving observation and identifying the state of the process, it is necessary to research specific
sources of unreliability of the process data, as well as sources of unreliability of the integral
estimates of the state of environment.

Sources of unreliability of data on the status of environment include:

—data detectors (indicators in a form that is acceptable for display, communication with
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channels, storage and documentation);

—measuring networks (it is economically inexpedient, and sometimes physically impossible
to perform measurements at any point in the system, so large areas remain uncontrolled, and data
about their conditions is obtained by interpolation based on data obtained at separate points — nodes
of the measuring network, and so the reliability of the data on the state of the process is the
function of the density of the measurement network and selected interpolation procedures);

—the influence of external factors and time.

Existing methods for increasing the reliability of the results of observation and identification
of states use mainly two approaches:

—passive, when using a number of design solutions that objectively contribute to increasing
the reliability of data, but the evaluation of actual results either is not implemented or is not used to
improve the quality of information promptly;

—active, when the actual state of the system and the actual results of data processing are
evaluated continuously or periodically, and on the basis of these estimates, decisions are made to
adjust the data, characteristics of the individual components of the systems, algorithms of their
operation, or to decompose the systems in order to improve the quality and efficiency of their work.

Passive methods for improving observation and identification of system conditions are
widely used in monitoring procedures. However, the lack of permanent control and prompt
processing of the results obtained and the possibility of providing timely adequate corrective
actions does not allow adapting such systems to changing operating conditions (internal and
external), which reduces their effectiveness in the presence of strong obstacles, deviation of actual
data (statistics) from calculation and degradation as separate components of systems and systems
as a whole.

Using of an active approach, a huge role is played by control, all the variety of procedures
of which can be reduced to three types: syntactic, semantic, and pragmatic [3, 4].

The task of syntactic control can be formulated as follows: collecting and evaluating
information in order to decide on the legality (admissibility) of the state and structure of technical
and software tools, as well as the format of individual elements of the message in general and in
a particular situation in particular. The syntactic control has a formalized and, as a rule,
deterministic character, and has the following varieties:

—a statement of the fact of exceeding the allowable waiting time;

—control of the number of words in the message;

—control of the length of the time interval between the words of the message;

—control of the form of pulse code;

—correctness of discharges of synchronization;

—number of digits in the data word;

—correctness of the address of the subscriber in one of the words of the message;

— parity control;

—control of the word (byte) of the state of the technical means.

The task of semantic control is the analysis of consistency, logics, consistency of data, that
is, meaningful evaluation of control data, which may have the following varieties:

—output of data values received, permissible range;

—exceeding the permissible deviation from the average value in the redundant data set;

—unacceptable discrepancy between data received from functionally reserved devices;

—the presence of the record "1" in the control levels of the equipment of the built-in control.

Pragmatic control aims to identify the value, availability, timeliness of data, the impact
of errors in individual data on the performance of the system as a whole, the economic efficiency
of data.

The realization of control tasks (regardless of the type of control) is associated with
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decision-making processes. These procedures can be classified as follows:

—in accordance with the nature of the decision to be made (the only choice from a limited
number of alternatives; a unified assessment of the continuous field of possible solutions; the
combination of the first two);

—according to the nature of the observed quantity;

—depending on the length of the observation interval.

By the technique of implementation methods of verification of reliability can be divided into
the following groups: accounting, mathematical, introducing redundancy, logical, combined.
Accounting methods include the following procedures:

—an account with the release of a known control result;

—calculation of checksums;

— calculation of records;

—checksum summary;

—control format;

—cross-checking;

—control count of rows and columns of matrices.

Mathematical methods use the following procedures:

—mathematical modeling;

—substitution in the output equation of the found roots with the subsequent solution and
evaluation of the results;

—introduction of additional links (including correlation);

—detection of trends and displacements in measurements;

—verification of limit values;

—interpolation of missing data, with the assumption that the data locally represent
a polynomial of a certain odd degree;

— statistical forecasting;

— filtration.

Methods of introducing redundancy use both procedural and informational redundancy.
Procedural redundancy implies either multiple consecutive (or simultaneous — with the use
of different technical means) solution of the problem with the same source data and, accordingly,
the same algorithm with subsequent comparison of results and decision on their reliability, or
simultaneous solution of the problem using several different algorithms (equivalent or different in
accuracy and time of implementation), as well as a comparison of the results and the assessment of
their reliability.

Using of information redundancy involves the following control options:
entering control digits into messages;

— plurality of data sources instead of one with the following evaluation;
mediated data and a priori information;

— feedback (demand for additional data).

Logical methods include:

—meaningful checks (detection of those values that are logically incompatible with a priori
knowledge about the plausible boundaries of the change of individual variables);

—control over deviations (detecting significant deviations that are characteristics of
hardware failures; detecting deviations that reflect the spread of characteristics due to fluctuations
in technological factors or the environmental impact; the detection of deviations that are a function
of time, that is, due to the «aging» of technical means);

—control of the given sequence of data;

—control of «templatesy, that is, the justification of the use of members of a particular data

220



array;

—time control of task decision;

—expert evaluation of the received data.

Combined methods are based on:

—selective validation by re-processing the output data to obtain the final result (including
alternative algorithms);

— control examinations-tests (with verifications, i.e. pre-entered data);

—selective assessment of the reliability of the results with the help of special control
evaluation programs;

—other procedures.

The methodology for organizing monitoring of environment involves the stages of
determining the current field of pollution, associated factors and their impact on the spectrum and
magnitude of pollution, the dynamics of pollution in comparison with past measurements, checking
the relevance of trends in the trend of pollution, which take place, as well as decision making on
reliability of monitoring data and forecasts [1, 5, 6].

The first stage of monitoring includes the development of a measuring network by
presenting it in the form of a Peano curve, which ensures the continuity of monitoring of the
studied territory and the absence of jumps between individual points of observation. After
determining the structure of the measuring network, the volume of the samples (measurements) is
optimized in order to exclude the possible influence of random obstacles. Determination of the
range of pollution is carried out using methods of the theory of fractals.

The next step in the first stage is the use of hybrid monitoring methods, which is aimed to
select from a plurality of relevant models (which are simultaneously used to predict the migration
of pollution) one of the models whose Euclidean distance is the smallest relatively to the real
measurement data performed at the time specified by the model. If we consider the metrics that
characterize the distance between the curve of the point distribution during real measurement (/")
and the curves obtained by modeling with the help of the model mj (f), then the increment of
information characterizing the degree of closeness (/) and ("V):

d[f(r) ’f(m)]:{(xi(r) 'Xi(m) )}1/2 6)
where N is the number of points at which the measurements are made x”and x™ and — respectively, the value
actually determined by measurement and calculated using the model of the value of pollution at the i-th point.

At the same time, the smallest of the calculated metrics corresponds to the model that better
describes the process of migration of pollution. That model satisfies the following equation:

opt-dj[f?, ™ |=min{d2[f®, ™7, ...,d[f?, £, ..., dk[f O, fOO) 7)

The first stage ends with the definition of the number and nomenclature and the absolute
values of pollution that are not previously observed in this area, the boundaries of critical pollution,
the development of the equidistant contamination (using one of the algorithms for the construction
of fractal curves) [5—7] and the formation of the corresponding (source) file in bank of facts.

The second stage of monitoring is identification of correlations between concomitant and
mediocre factors and actual monitoring data, as well as analysis of migration and metabolism of
contaminants under specific conditions (taking into account such processes as transfer, gravity
deposition, dissolution, deflation, chemical and biological processes, radioactive decay, etc.).

The associated environmental factors significantly affect the reliability of the detection
of actual discharges of pollutants, the determination of the type and source of contamination, and,
consequently, the ways of reducing the anthropogenic impact on the environment. In addition,
taking into account the additional factors of the processes of migration and transformation
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of pollution in the environment determines the potential of the stability of the ecosystem, that is,
its ability to self-purification and recovery.

Determining the dynamics of pollution is extremely important. It indicates the possibility
of irreversible changes in the ecosystem, which may lead to its degradation.

The third stage of the monitoring is performed by calculating the metrics that characterizes
the distance of the points of the current and previous measurement cycles (like in stage 1), as well
as the vector of changes (the last one is detected by determining the centers of the contours of the
equinity of the current and previous measurement cycles). Detection of the dynamics
of contamination ensures an early change in the methodology for the determination of pollutants
and the replacement of measuring equipment, which is associated with a change in the range
of measurements and the possible decrease in the sensitivity of the instruments.

The task of identifying the dynamics of the range of pollution is to analyze the observations
and compare their results with each other by estimating the metrics.

The fourth stage of the environmental monitoring of pollutants involves (in the case of
a deviation from the trend by the value of 4x > 2¢) the analysis of possible influences of external
factors, which are presented in the format of monitoring data as concomitant or mediocre factors.
If the deviation from the trend is not significant, and external factors take place and are
characterized by significant amplitude, an analysis of the reasons for the invariance of the
monitoring results is necessary.

The fifth stage of the monitoring is verification of the hypothesis of the monitoring results
(including, if necessary, requesting additional information from the monitoring system and using
the Bayesian theorem to correct the initial hypothesis), the overall assessment of the reliability
of the data and the formulation of the decision on the correctness of the estimates and forecasts.
The use of the Bayesian theorem allows determining, and subsequently clarifying, the probability
of the validity of the accepted hypothesis of the data distribution in the conditions of uncertainty
that exists during monitoring. According to this method, probability is calculated taking into
account both previously known and new received information. The evaluation results with a mark
of reliability are sent to the relevant fact file to replace the relevant output file (which is formed
at stage I).

The consistent implementation of the above-mentioned stages of the evaluation
of information ensures the reliability of the data obtained to make responsible decisions
in environmental management [7, 8].

The analysis of the consequences of accidents and disasters at industrial sites associated
with the release of significant masses of toxic substances into the environment, as well as measures
aimed at minimizing its consequences, allows revealing the following:

—in case of an accident, the equipment for monitoring the state of the system or completely
out of order (in any case directly to the location of the accident, where its data are particularly
important), or does not reflect the current state of the system due to the discrepancy between the
levels of parameters actually measured, the operating range of devices, which are used and are
designed for normal or (at least) abnormal modes of objects;

—as a result of accidents, communication channels are completely or partially failed, which
results in the fact that some of the information does not reach the decision makers (DM) in order
to organize adequate measures aimed at minimizing the consequences of the accident;

—the measuring equipment remaining under working conditions, under extreme conditions
that affect its performance, may indicate fuzzy or even ambiguous information in the presence
of strong interference that may distort the actual picture and obstruct the work of the ATS;

—there are no technical and software tools (essentially expert systems) for operational
forecasting (based on incomplete, incorrect, as well as indirect and concomitant data) possible (near
and far) consequences of disasters and elaboration of alternative, appropriately evaluated measures
for their minimization;
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—the actions of personnel, deprived of operational reliable information on the magnitude
of the accident or disaster and its possible consequences, in times of shortage of time and high
psychological stress, as a rule, complicate the situation further.

As it is clear from the above, in all cases it is actually to say that DMs lack adequate
information at the time they are most in need of it. At the same time, the importance of evaluated
in terms of reliability of information in a similar situation, is large. After all, decision making is
usually associated with enormous costs and moral shocks (in the event of unreasonable
consequences of a reassessment of the degree of danger of the consequences of a catastrophe
evacuation of a population from a threatened zone, a stoppage of the enterprise, etc.) or with
victims and economic losses, as well as a loss of confidence in the authority’s (under conditions of
underestimation of the degree of danger and the rejection of timely radical measures).

But under normal conditions of functioning of aviation technical objects, as well as during
natural processes, and under conditions of mutual influence of man-made and natural factors on an
environment, there is a number of problems, there are certain changes, there is a violation of the
balance of various factors in the limited territories or and on a global scale. In all of the above
cases, monitoring of the state of the system and its dynamics and predicting the probable future
problems (as well as their causes) is of utmost importance.

The monitoring process includes a set of procedures that can be attributed to the following
types:

—determination (by direct or indirect physical measurements) of parameters characterizing
the current state of the system (physical monitoring and biomonitoring);

—calculation (using mathematical models) of those state parameters that are not available
(physically or in time) for physical monitoring procedures (model monitoring);

—analysis of the data of physical and model monitoring (in other words, hybrid monitoring
data) from the point of view of their completeness (adequacy) and reliability with execution,
if necessary, procedures for ensuring the adequacy and reliability of data (analytical monitoring);

—comparative analysis of relevant current and past hybrid monitoring data in order to
identify trends in changing the state of the system and forecasting the consequences of these
changes (predictive monitoring);

—decision-making based on predictive monitoring of measures aimed ultimately to
minimize pollution at the environment and / or their impact on the ecosystem.

The monitoring problem has the next four aspects:

1. A thorough detection of the «natural» background of pollution (before the development
of a new facility — a source of pollution, or in the case when previously such monitoring in this
region was not performed at all) in order to further compare the background values of pollution
with those that will occur as a consequence of functioning of this new object (or the further
operation of the whole complex of objects in the region).

2. Periodic control of the status of an environment under conditions of normal operation
of objects — sources of pollution in order to confirm objectively the safety for the population and
the environment of controlled levels of pollution, as well as to identify abnormalities and trends
of pollution, which need to be considered when evaluating the prospects for further development
such facilities in the region.

3. Operational control over the development of the state of the system in abnormal and
emergency situations with the purpose of assessing the extent of emissions or discharges
of pollution and predicting their environmental consequences (taking into account
hydrometeorological and other factors that influence the processes of the spread of pollution), as
well as working out recommendations for further functioning of certain objects and (if necessary)
the development of protective structures and the use of other means of environmental protection.

4. Post-accident control in order to clarify the patterns of distribution of pollution, to
identify the effectiveness of measures to protect the area or to minimize the impact of pollution on
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the environment, forecasting of the boundaries and terms of normalization of the environment.

Environment under influence of aviation technique systems is characterized by the presence
of plural elements for which there is no effective identification process, and decisions on the state
of the systems are made in uncertainty. The uncertainty of monitoring results leads to unreliable
estimations of state of system.

For effective analysis of the state environment, justification of the purpose of collecting
information, sampling points, frequency of updating of data, their nomenclature, and alternative
variants of information provision should be provided.

The developed methodology of analysis of technogenic hazardous objects of aviation allows
to analyze the sources, conditions and circumstances of emergencies and processes of their
development, as well as to assess their environmental impact for adoption of management decisions
in order to minimize environmental impacts.

Monitoring of environmental pollution includes definition of the structure of the measuring
network, the range of the area and the density of pollution on the basis of the data measuring
network and the corresponding algorithms of interpolation and smoothing, as well as determination
of the dynamics of the range of pollution.

The above-mentioned approaches to increase the reliability of monitoring data ensure
significant improvement of the functioning of information systems and facilitate the adoption
of more substantiated decisions to minimize the consequences of man-made and natural disasters
and accidents. However, their use in the absence of accepted patterns of dissemination of pollutants
and characteristics of measuring equipment, making them sensitive to external influences and
focused on precise input information, requires new, non-standard approaches, one of which is the
interpretation of information used in the system in terms of theory fuzzy sets and the theory
of possibilities that form the basis of intelligent information systems.
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3.2 AVIATION INDUSTRY OF XXI CENTURY: DEVELOPMENT AND NECESSITY
OR SERIOUS THREATS FOR NATURAL ECOSYSTEMS

Iryna Novakovska, Natalia Belousova, Natalia Ishchenko, Liliia Skrypnyk, Valerii Frolov

At this stage scientific and technological progress, which reaches unprecedented levels
is characterized by the continuous creation of new and improved existing technologies and means
of production. In turn the aviation industry is the realization of new achievements and
achievements in the practical aspect of application. There are the developments of new equipment,
both on-board and on-board; creation of powerful engines; updating fleet of aircraft, as well as
designing new types. But along with such positive achievements at the first glance, aviation
transport remains a large source of harmful factors for the environment, the first of which is usually
in the vicinity of large cities, and the latter, in turn, within large citiesTherefore, the current
situation leads to the necessary, development and implementation of a comprehensive
environmental safety program in aviation transport.

Most recently, experts and specialists in the field of the aviation industry have concluded
that the using of passenger flight services as well as freight aircraft services have been much more
efficient from an economic point of view than the using of automobile transport.So, in general,
a passanger jet needs 100 times more fuel for a flight than an automobile. But if you talk about fuel
consumption for a trip to a particular distance, in this case, that the needs of the aircraft will be
almost 2 times less than for the automobile transport.

Let's consider this situation on a concrete example. How will the amount of necessary fuel
for the Boeing 747 passenger aircraft and the Honda Civic passenger car differ, in overcoming the
distance from Chicago to London?

Chicago

Passenger jet Automobile

200 liters =
53 gallons

of fuel

532liters

136 gallons
of fuel

London

Fig. 1. Airplane and automobile movement relative to the same distance
with different costs of high-quality fuel
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During the movement of the passanger jet 4 liters (1 gallon) of jet fuel are being burnt, and
as a result 11 kg of carbon dioxide emissions are got into the environment, taking into account that
the number of passengers might reach 200 people. At the same time, 4 liters (or 1 gallon) of
gasoline, during an automobile trip, produce almost 10 kg of carbon dioxide emissions, taking into
account the transportation of 4—6 passengers. As you can see, the difference in emissions during
combustion of one and the same amount of fuel is practically absent. But let's take into account that
in one passanger jet has more passenger seats and makes flights at greater distances in a shorter
time than a car.And that information means that our natural ecosystems get more emissions from
the automobile transport functioning than as a result of the aviation transport work.

For today, the expert's observation proves once again that using of aviation industry is more
efficient and more economical than an automobile industry.But at the same time production and
using of both aircraft and automobile does not decrease, but increases with each passing day as a
result of increase in consumer and industrial demand for modes of transport [1].

But is the situation with development and the benefits of the aviation industry so transparent
as it seems?According to the article of the international magazine «The Guardian's», experts note
that «.... aviation travel might not be a major source of carbon emissions, but it has become one of
the fastest growing causes of global warming for many years, taking into account the fact that the
industry annually increases by 5 %». At the same time, in the most populous country in the world,
which today becomes one of the richest, hundreds millions of Chinese citizens might become the
largest number of passenger traffic soon. According to the experts’ conclusion of The Boeing
Company, Chine's flights will increase threefold by 2030.

Is the functioning of the aviation industry really such a serious imprint on the natural
environment, including ecosystems and individual land territories? Of course, it is not news that
frequent flights have caused serious damage to the environment, life and health of the
population.But experts might not argue that the aircraft is more serious problem than the latter in
the background of other modes of transport.

According to estimates of international experts and specialists, the aviation industry is
produced 1.5-2 % of carbon dioxide (CO,) emissions and other negative chemicals, hazardous
compounds in the ratio to the 100 % world's emissions [3].

Official statistics from UK experts inform, that the aviation industry is responsible for
releasing hazardous substances to the environment not only during passenger andfreight
transportation, but also during various airport maintenanceactivities.

e

During passenger and freight
transportation

Productionand
service of
auxiliary

transport means

Production and
service of
passanger jet

Possible way of harmful
substances emission in the
natural environment

Service of special separate territorial Processing and
objects of the airport transportation of reactive

Suel

Fig. 2. Ways of harmful substances emission in the natural environments a result of aviation industry's work
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According to Fig. 2, there are different ways of harmful substances emission into the
environment as a result of the aviation industry functioning. It is the cause of ever greater and
more acute problems in preserving the integrity of natural ecosystems and global thermal balance,
as well as the conservation of land and the preservation of soil fertility.Scientists, specialists and
world-class experts are constantly working on the creation of new technologies, modern equipment.
For today a lot of that things, which have been designed to reduce the impact of flights on the
environment, have already been explored, tested and implemented [5].

Compared to more environmentally sustainable automobiles, where the technology of
electric motors is fully justified and feasible, while energy-saving resources are enormous, the
potential for ecologically balanced and clean flights looks quite transparent and limited.Some
future studies in terms of efficiency, economy and environmental friendliness of the engines will be
available in the coming decades, and larger passanger jet with a correspondingly larger number of
seats will reduce the amount of harmful substances to the environment per passenger. But such
transformations will not be related to working with the transformational potential of an electric
automobile. After all, the electric motors engines might not produce enough energy to allow the
aircraft to climb from the ground into airspace, which is the main problem in that situation.
At present, there are special types of biological fuels (which are based on aviation fuel jet) as an
alternative to conventional gas.

Now it's an indisputable fact that an alternative fuel option is a technically robust solution
that will not require changes to the aircraft or the delivery of other fuels.In November 2009, the
Councile of the International Civil Aviation Organization (ICAO) held the Conference on the Use
of Alternative Fuels (CAAF) to demonstrate the most advanced production technologies. One of
the main question, which was considered in the conference, was the issue of sustainable
development, economic realization of production and infrastructure. Member States representatives
of the ICAO Council agreed to develop, deploy and use sustainable alternative fuels to reduce
atmospheric emissions.The main purpose of the Conference was the creation facilitate, on a global
basis, and to promote the harmonization of initiatives that would encourage and support the
sustainable development of alternative fuels for aviation [4].

The well-known Japanese scientist Keichi Okay, in his work and research, is considering
and proposing the use of potential hydrogen alternative aviation fuels, fundamental combustion and
aerodrome system concepts.

Radical efforts are needed to introduce low-toxic fuels, in order to achieve a significant
reduction in CO, emissions. Using of hydrogen as a promising alternative fuel is based on the
assumption of rapid realization, and its undeniable compatibility with the normal life of society.

World research activities related to hydrogen and fuel elements of its implementation,
undoubtedly related to the preservation of the integrity of land-resource potential in a separate
territory.

The technology of fuel cells attracts attention in more electric planes (MEA). Kaichi Okey
is considering the potential of sub-commercial production using hydrogen fuel for other modes
of transport.

As aviation fuel, hydrogen clearly has strong and weak sides.The predicted configuration of
hydrogen fuel allows future use of subsonic aircraft, which is invariably a compromise solution.

Richard Altman is a Director of Commercial Airlines in the USA, Nate Brown is an
Alternate Fuel Manager at the FAA's Environment and Energy Office, USA, Christine S. Lewis is
an Environmental Biologist from Volpe; Lourdes K. Maurice is a Chief Scientific and Technical
Advisor for Environmental Safety at the Office of the Federal Aviation Administration of England,
explore the potential requirements for use and scale of fuel availability level [5].

Although, in spite of everything, the use of alternative fuels is not perfect solution at 100 %
according to experts conclusions.After all, the production of biological fuels, which requires a large
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amount of organic materials, alcohol, wood, waste, might also cause environmentally unstable
environment.

So, according to expert estimates at the world level, for the production of biological fuels
will be needed almost 5 parts of all land plots on the Planet, which requires the cultivation of such
special crops as flax, rape, corn and soybeansBut, this sphere of activity would have a fairly
negative impact in order to ensure the work of all aviation industry.But again, we have two
important question: will this situation be more serious for the problems of spatial planning and the
development of world tricritories, or for the preservation of soil fertility and the protection of land
from degradation processes?

Nevertheless, experts are inclined to believe that such a threat will be the same and serious
for both parts of question.In this case, there is such a situation that one problem stems from
another. These issues will be interconnected, and accordingly, the question of finding optimal,
rational and effective decisions will be more serious.

The main important questions of land use development are solved by means of spatial
planning prognostication and development processes. These processes are interconnected with
main levers of economic growth, population life, protection and rational natural recourses use.

The questions of spatial (territorial) development are the main tool in realization of state
policy in the field of effective regulation of land relations for all economically developed countries.
That process functions at the national (federal), regional and local levels. State authorities solve
many important land use tasks, in particular questions of environmental protection and rational land
use.

Of course, the agricultural land necessary for the production of biological fuels will increase
significantly due to the need to provide this product for the world aviation industry.As a result,
solving of one serious problem would cause of other equally important problems of world
significance. After all, during this period of time, the actual number of the earth's population will
increase, again the problems in territorially located public settlements will grow, and consumer
needs will increase, including the basic nutritional needs for maintaining the vital activity of the
population.But we know that only land resources and their unique qualities can provide a normal
level of human activity.

Another problem that arises from the provision of aviation industry's needs in the biological
fuels production is the problem of reducing the level of soil fertility and the undeniable degradation
of quantitative and qualitative characteristics of land resources as a result of the cultivation
of technical cultures, for preservation the of natural ecosystems integrity.

Specialists in the field of agricultural activity have been studying the issue of maintaining
soil fertility, holding rainwater events, preserving, re-cultivating unproductive and degraded lands
for many years.According to expert estimates in the sphere of spatial planning, as well as territorial
development and improvement of land resources, almost 15 % of the world's land area are
degraded due to the influence of anthropogenic load. Of course, this part includes agricultural land
on which the cultivation of biotech crops was carried out. Well-known fact that corn, rape,
soybeans require a large amount of nutrients for sufficient development, and as a result, a high
level of crop.But without proper measures, in particular crop rotation every 2 years, the fertile soil
layer decreases and deteriorat of its quality.Restoration of such exceptional properties naturally
takes decades.Of course, the latest technology allows to increase the fertility and high yield and
artificial, in the form of organic and inorganic fertilizers. But, all the quantitative and qualitative
characteristics of land resources do not change at the better way.

If you look at the situation on the passenger side, then we can conclude that the number
of aviation transportation should be reduced, without flights for short distances.But will a modern
person refuse such services? And the most important question, whether will all spheres
of production, politics and socio-economic spheres of influence be able to abandon air transport
forever?
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About flights for short distances. Leading EUROCONTROL experts, in the course
of constant research and development, argue that short-range flights result in more fuel combustion
and, as a result, increase the quantitative emission of hazardous chemical compounds.

Also, none of the activity above-mentioned spheres would be able to refuse of the aviation
industry services without changes or losses. As for the political and economic activities of the
international community, this is primarily the loss of a number of international transport
connections, a decline in the level of socio-economic activity. Of course, the picture of the political
system would also have a different look.

Considering of the other modes transport functioning, the railway transport using allows
significantly reduce carbon emissions — perhaps five to ten times compared to air transport.
Nevertheless, railway transportation is much longer than the aircraft transportation, which is a
problem for the modern man. In general, in a certain number of countries, the train uses diesel fuel
rather than an electric motor, which, accordingly, causes significant releases of harmful chemicals
substances in the environment, and in this case it might be argued that railway transport is more
environmentally sustainable than the aviation transport. After all, the outdated model of a diesel
train, which is traveling on large distances, might cause the same amount of harmful combustion
products as an aircraft. Although in this case the train would not have such a serious impact on the
preservation of the thermal balance as a passanger jet. And the last, the ticket for railway transport
services might be more expensive than the ticket for aviation transport services .

The influence of harmful substances, that are formed as a result of fuel combustion, on
climate processes and their changes is unquestionably difficult, but at the moment, however, is not
completely understood. Emissions of carbon dioxide (CO;) emissions are quite widespread in this
area, but flat-air engines also create many other emissions and new chemically-hazardous
compounds. There are nitrogen oxide, water vapor and carbon black. These emissions create
conditions for the emergence of new dangerous climatic effects that only increase the negative
impact on the environment. That effects depend from flight heights in the upper troposphere and
lower stratosphere.

Table 1

Type of harmful substance, which are generated as a result of the aircraft engines’ work and the effects of their
impact

Ne in Type of harmful The name of the Short characteristics
order chemicals substances climatic effect, as a
consequence impact
1 2 3 4
1. Carbone dioxide Greenhouse effect This substance has an enormous impact

on climate change.Carbon dioxide is one of
the greenhouse gases. It absorbs and holds
infrared radiation from the Earth's surface,
which contributes to temperature increase in
on the planet eventually .This process is
called the greenhouse effect. If that process
has not happened, the Earth's temperature
would be about 30 °C below.

The increase in the level of CO, in the
Earth's atmosphere leads to an increase in the
greenhouse  effect, which can cause
irreversible changes in the climate.

Already, you might observe the melting
of glaciers. For example, the level of famous
Kilimanjaro snow cap has fallen over the past
100 years by 80 %
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Table 1 continue

1 2 3 4
2. Nitrous oxide The formation of ozone, which is This substance, like carbon
called greenhouse gas dioxide, has the same effect as

greenhouse gas. It causes
reactions that destroy methane,
which is another greenhouse
gas from the atmosphere.

3. Soot and water vapor Contrails (condensed water paths) The interconnection of
these substances leads to the
"contrails" during the flight of
aircraft at high altitudes and at
minus temperature.

That concept means
complex of the condensed water
paths, or cirrus clouds.Of
course, the research nature of
this concept has not reached the
unconditional, final conclusions
yet. But the scientists believe
that this effect is close to
theconcept  of  greenhouse
effect, especially at night, when
the temperature of air is
lowered.

So, the analysis of climatic effects (Table 1), which are formed as a result from the release
of harmful chemicals substances as a consequence of the aircraft engines functioning, shows that
the problems’ level are huge and without proper measures the situation will not change for the
better.According to data from world-class experts, the overall impact of the aviation transport
industry work is almost twice the amount of carbon dioxide emissions according to possible
maximum permissible level in the international norms and standards.But the exact values of these
data always depend on the individual plane, local climate and time of day.

For an example, consider the features of an aviation flight between New York and
California, and according to expert estimates, we get a number of dangerous harmful substances —
greenhouse gases, which are equal to 20 % of the emissions generated as a result of the internal
combustion engine of a single general automobile for the whole year.Currently, aviation industry
accounts for 11 % of all world emissions.

According to the statistical reports, about 20,000 aircraft, which function around the world,
are servered three billion passengers each year . Experts predict that by the year 2040 more than 50
planes may be in service, and they are expected to fly much more frequently.But there are several
ways to make your plane travel a little green.

According to the World Bank, the average citizen of the United States of America in 2016
formed about 16.4 metric tons of carbon dioxide as a result of constant flights. According to some
estimates, an aircraft, that crosses the distance from New York to San Francisco, throws about 0.9
metric tons of carbon dioxide per person.About one eighteenth of carbon emissions falls for an
american per year.

According to the experts information of NASA organization 2010, about 25 % of the
aircraft's emissions are due to landing and take-off and 2—4 % at the flight period.But, what can
flight attendants and passengers make for decreasing harmful substances emissions in the
atmosphere?
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Table 2

Some interesting facts of local impact zone, that may be help to reduces amount of harmful substances

in the natural environment

Ne in Fact Short characteristics
order
1. Compensation for Some amount of aviation companies (Delta, United and JetBlue)
carbon dioxide offer passengers compensation for carbon dioxide emissions to the
emissions by environment by transferring funds for an additional planting of tree trees —
transferring funds for | the "green lungs of our Planet.It should be noted that such services are
additional planting of | offered not only by airlines, but also by other organizations that deal with
trees ecologically safe use and conservation of natural resources.

The Sustainable Travel International organization, which specializes
in the implementation and operation of the regulation program,
compensation for losses and losses in all corners of the United States, offers
the following options: 1) donations of $ 8.95 for the needs and functioning
of the Texas Winery; 2) donations of $ 10.75 for the forest conservation
program in Peru. Such actions will be able to compensate for almost 0.9
metric tons of carbon per passenger, who will fly from New York to San
Francisco in July and in the opposite direction.

2. Rules for lowering Some rules on the aircraft, reducing and increasing window shades
and increasing the might help reduce emissions.
window shades of an How is it possible? «.....When you land at a warm destination,
airplane during stewardess may ask you to close the windows» as stated by Christine
landing and take-off | Busher, who is the Delta Air Lines director. According to him, this reduces
the amount of required jet fuel used to cool the aircraft when it is on
temporary parking site.

That actions will be only a small fraction of which ones might be
done to counter the entire amount of emissions as a result of aviation
engines work.

But that is an example, how aviation companies will be able to use
fuel efficiently and economically.

3. Use of a mixed fuel Commercial airlines have been using biological fuels for a certain

type for the
passenger jet needs

number of passenger flights since 2011.But at the same time biological fuel
is mixed with traditional fuel oil in various quantities. Last year United
Airlines started to use biological fuel for all its passenger flightsfrom Los
Angeles.

According to the company «United» informations, biofuels, which
have been produced by AltAir Fuels, have reduced at least 60 percent of
greenhouse gas emissions compared to conventional jet fuels. Other
companies and the US government are working on the development of
alternative biofuels for use in aircraft engineering.

Recently, more than 190 countries have agreed to reduce carbon
emissions from aviation travel by combining compensation and improving
efficiency.

According to the data and services of the airlines, the passenger is
able to check the efficiency, quality and type of fuel, also other
characteristics which are used by the particular airline.According to the
report of the International Council for Clean Transport, Alaska Airlines and
Spirit Airlines were the most efficient carriers in the United States in 2010.
American Airlines and Allegiant Air were in the second part of the 15
largest airlines list in the world.

So, as the information analysis from Table 2 shows, even insignificant at first sight actions
by the public and aviation staff might have a positive effect on the reduction of harmful influence
and efficiency of the reactive fuel using.
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If we consider more global methods of reducing the aviation activities impact , then a bright
example of world experience is creation of the «green zones». It is the effective environmental
decision-making on the territory of the airport and beyond. «Green zonesware included such
actions:

— development, exploitation of technologies and equipment for control and reduction of
harmful substances emissions and greenhouse gases;

— conservation and replenishment of green plantations in the airport and beyond;

— monitoring and forecasting of climate change;

— introduction of technological processes in the field of energy and resource saving and
renewable energy [10].

The concept of «green zones» is widely used in the United States and European countries.
They have developed a number of long-term programs and initiatives by 2025. Experts planne to
develop new-generation planes with radically new technical and operational characteristics in
accordance with the rules and requirements of these zones functioning.

Table 3

Example of functioning «green zoney in the world's airports

Ne in Country | Airport name Features of «green zone» implementation and functioning
order
1 2 3 4
Thailand  |Suvarnabhumi The green garden is situated on the ground floor of the airport,
(Bangkok) | International | which is stylized to the sea, with swam boaton a on green waves ,
1. Airport also with a small island «a house of spirits». The airport is similar to
a tropical garden.
South Korea Incheon The infrastructure of the airport has an energy-saving terminal,
(Seoul) International | With a mini-city, which includes gardens, waterfalls, and greenareas.
) Airport The latest energy-saving technologies have been used during the
’ construction of the terminal. Optimization of natural ventilation has
been made, lighting and large-scale installation of photocells.
Maldives | Hanimadhoo The air transport system is considered in the context of industrial
airport infrastructure. For example, the infrastructure of the Hanimadhoo
Airport (Maldives) is characterized by the efficient use of natural
resources and the preservation of natural design. The roof of the
airport is designed in the form of a shell on which solar panels are
3. located. This feature ensures not only environmental friendliness, but
also compliance with the surrounding landscape. At the aerodrome
territory, which is located on the coast, remains untouched.
Developers have introduced such high-performance solutions as
rainwater and natural light regarding this territory
Canada Edmonton On the airport territory, Green over Gray company has created
(Edmonton) | International | @ vegetative installation in the form of a vertical green garden on
Airport a wall that occupies an area of 430 m2 and employs more than 32
4. plant species.This design solution reduces the amount of Carbone
dioxide emissions, as well as increases the level of water use
efficiency.
England(East | East Midlands The airport use swindt urbines, ground water sources for
Midlands) Airport electricity generation, and water purification systems to reduce
unwanted emissions into the atmosphere.In the future, it is planned
to install an additional number of wind turbines, to develop programs
5. of utilization and reuse of materials.The priority task for
management is preservation unpolluted territory around the airport
and establishment more environmentally friendly transport links
between the city and the terminal.
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Table 3 continue

1 2 3 4
USA Logan In the United States, it was the first airport, that started to use
(Boston) | .nternatio | environmentally friendly materials when handling premises, and has been
6. nal awarded the LEED (Leadership in Energy & Environmental Design)
Airport Certificate of Conformity.In the design of the airport buildings, some
factors have been taken into account. There were location, convenience of
transport and the use of local building materials.The light is energy
efficient, the roof has been made of a membrane that filters water and lets
it onto those.
USA Stevens The airport uses solar energy and wind turbines to reduce the
7. (Wiscons Point consumption of exhaustive natural resources.
in) Airport
USA Northwes The airport has been built on environmentally friendly materials,
(Florida) | tFlorida | taking into account the site of construction, water indicators and flora,
8. Beaches | Which is easily recover on the treated area.Lighting at this airport is energy
Airport efficient, and, among other things, it uses the maximum of daylight due to
the special architecture of the building. Renewable energy sources are
used for heating and cooling the building.
USA Denver The Denver Airport project has been designed to make the building
(Denver, | Internatio | truly «green». Airport management has developeda special strategy, which
9. Colorado nal allows gradually reducing harmful emissions to the atmosphere. The
) Airport airport uses solar energy for heating and power supplies, processing
materials. Taxi Park is equipped with electric cars and one of the greenest
car parks in the world operates on its territory.
Germany Berlin Flughafen Berlin Brandenburg GmbH company has been elaborated
(Berlin) Airport strategy, which was called «Berlin Green Airporty. Its purpose is to
10. ensure the operation of the air handling unit in an energy efficient,
resource-saving and environmentally sound manner.The environmental
strategy definesthe main directions of work to wards the establishment of
the «greenairport», settingnewstandardsforsustainableoperations.This is
supported by its own system of environmental management, which
controls all operational processes at the airport affecting the environment
and climate.The management of environmental resources involves using
of innovative storage technologies in order to increase transport volumes
at lower resource costs.
India Cochin | Cochin International Airport has been the first Indian and the first world
11. (Keral) Internatio | airport that has completely switched to solar energy.Also, the airport's
nal activities will be projecting to reduce carbon emissions by 300 thousand
Airport tons for the next 25 years , which is equivalent to planting three million
. trees.
Limited

Consequently, we may conclude that the use of «green zones» for airports is a necessary
innovative solution for the conservation, protection of natural resources and reduction of the
negative impact on the integrity of the ecosystem.An important tool for ensuring the functioning
of these zones is the formation of an effective system of environmental management, the
introduction and harmonization of environmental policies, taking into account the specific
conditions of operation.

As we see the danger from the work of the aviation industry is quite significant, but despite
all the leading airline enterprises, international organizations in the field of conservation and
environmental use of natural resources, including the International Civil Aviation Organization
(ICAO), are investigating the balance between the environmental, social and economic
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consequences as a result of growth infrastructure capacity and work closely withmanagement
bodies, environmental groups, various Planning and Forecasting Institutes, in order to achieve this
balance and ensure fulfillment of their obligations to the public and to satisfyrequirements for
international mobility.

Benefits of aviation indastry in
the intfernational level

Social side of

Economic side of benefit.
enefits

benefits

Fig. 2. Socio-economic benefits from the aviation industry

Let's consider the information in Fig.1 in more details.

Economic benefits as a result of aviation industry functioning:

—  Aviation Transport is the single global transport network that makes it extremely
important for world business and tourism. This sphere plays an important role in the issues
of economic growth, especially in developing countries.

— It carries about 2 billion passengers annually and 40 % of inter-regional export
of goods.

—  According to the percentage ratio, 40 % of tourist trips are carried out by aviation
transport.

—  The aviation sector provides a total of 29 million jobs worldwide (through direct,
indirect, induced and catalytic effects).

—  The ratio of global economic consequences as a result of the aviation industry (direct,
indirect, induced and catalytic) is estimated at $ 2.960 billion, equivalent to 8 % of the world's
gross domestic product. On the whole, the world aviation networks are counted 900 airlines with
22,000 aircrafts.

—  The world aviation sphere is served approximately 1,670 airports through a network
of routes close to 2 million miles and operated through 160 air navigation service providers.

— Itis a highly efficient user of natural, productive resources and infrastructure.

— It is equipped with high-quality technologies and the appropriate level of servicesin
comparison with other modes of transport.

— It needs significant maintenance and infrastructure costs. Unlike other modes
of transport, it provides a net contribution to the national budget through taxation.

—  New generation aircraft (A380 & B787)focused on the efficiency and economy of the
jet fuel using. So less than 3 liters falls per 100 passengers per 1 km, whichexceeds the efficiency
of any modern compact car on the market.

Social benefits as a result of the aviation industry functioning:

—  Provide a significant amount of social benefits.

— Improve quality of life, expanding the public's outlook as cultural and aesthetic
qualities.

—  Provides a wide range of places rest in all corners of the world and it is

an accessible means of visiting friends and relatives living in separated places.
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—  Helps to improve life’s level and standards of living, reduce poverty, for example,
through tourism services, which is offered by either country.

—  Promotes sustainable development by expanding tourist and trade routes, which
generates economic development, new workplace, increased taxation revenues.

—  Facilitates the delivery of emergency and humanitarian assistance to either corner
of the Planet, as well as the rapid delivery of medical supplies and organs for transplantation.

As a result of researches, analysis of the threats and benefits of the aviation industry, the
public can see, that like any other transport systems, which ultimately depends on the availability of
natural and productive resources, aviation might not be considered stable in the very long prospect.
Due to the limited natural resources, this area is more realistic at a certain time to think what might
we do to improve sustainability rather than to achieve future sustainable development.

Consumer demand for aviation transport services is steadily increasing, and if this demand
is satisfied with all related benefits, then it is clear, the level of threat and hurmful impact grow
(noise, pollution, climate change, risk, excessive use of resources, etc.).

Well, although it is impossible to make the development of the aviation industry stable in
the very long term, nevertheless, some improvements in aviation stability remain real and priority:

— Flight safety;

— Efficient optimization of available power;

— Cooperation of international aviation organizations in order to achieve a common vision
of a more stable development of aviation;

— Decision-making based on optimizing the balance between social, economic and
environmental imperatives;

— Ensuring mobility needs in this way of meeting the stakeholders needs;

— Use of measures to minimize negative impacts and use of resources by creating,
managing more efficient systems, equipment and technologies.;

— Raising the quality of citizens life;

— Investing in a number of research, education, education;

— Transparency and honesty in both the positive and negative aspects of the aviation
industry;

— Avoiding controversial policies and regulations.
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ABIAIITHA IIPOMUMCJIOBICTh XXI CTOJITTSI: PO3BUTOK TA HEOBXIJIHICTh
YU CEPMO3HI 3ATPO3H JJI IPUPOJHUX EKOCUCTEM

Ha cyuacHoMy eTari HayKOBO-TEXHIYHOTO IIPOrpecy aBialliiiHa Taly3b XapaKTepHU3yeThCsl PO3POOKOI0
HOBOTO 00JIa/JHAHHS, CTBOPEHHSM ITOTYKHUX JIBUTYHIB, OHOBJICHHSM MapKy JIITaKiB, a TAKOXK MPOEKTYBAHHIM
HOBUX BHAiB. Ta mompy Bce aBiamifiHUI TpaHCTIOPT OyB 1 3aMIIAETHCS MACIITA0OHUM IDKEPETOM BIUIMBY
HWIKiAAUBUX (AaKTOPIB Ha HABKOJUIIHE INPUPOJHE cepemoBuile. ToXX CydacHa CHUTyallis MOPU3BOAUTH IO
HEeoOXiMHOCTI po3poOIICHHS Ta peanizalii KOMIIEKCHOI IPOrpaMy €KOJIOTiYHOI Oe3MeKH B aBiaTpaHCIOPTHIH
ISIIBHOCTI.

SIckpaBMM TPUKIAJOM CBITOBOIO JOCBILY IOAO NPHUHATTA €(PEKTUBHHX PpIillleHb EeKOJIoTi3aril
CepeloBHIA HA TEPUTOPil aepomopTy Ta 3a HOro MexaM € CTBOPEHHS TaK 3BaHHX «3€JIEHHX 30H» Ta
BUKOPHUCTAHHA albTCPHATUBHUX BHU/IB IanuBa (010JI0TTYHOTO MAIHBA).

KnrouoBi cioBa: apiamiifHMIl TPaHCIOPT, BIUIMB MIKIAJIMBHX PEUOBHH, PO3BHTOK, COIIAIbHO-
€KOHOMIYHI IIepeBary.
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ABUALIUOHHAS MPOMBIIIJIEHHOCTbD XXI BEKA: PABBUTUE U HEOBXOJIUMOCTbD
NJIN CEPBE3HBIE YT'PO3bI JJI51 TIPUPOJHBIX DKOCUCTEM

Ha coBpeMeHHHOMATaIlE HAYYHO-TEXHUYECKOTO MPOrpecca, aBUaMOHHAs OTPACibh XapaKTepH3yeTcs
pa3paboTKOil HOBOTO 0GOpYAOBaHHs, CO3JAHMEM MOIIHBIX [BHTaTeliell, OOHOBJICHHEM IapKa CaMOJIETOB,
a TaKke MPOEKTUPOBAHME HOBBIX BUJIOB. M TeM He MeHee aBHALMOHHBIA TPAaHCIOPT OBbUI M OCTaeTcs
MAacIITaOHBIM HCTOYHUKOM BO3ZEHCTBHS BPEIHBIX (h)aKTOPOB Ha OKpyKaromyio cpeny. [loatomy coBpemeHHas
CHTYyalusl IPUBOAUT K HEOOXOIMMOCTH Pa3pabOTKH U peain3aniui KOMIUICKCHOM MPOrpaMMbl 9KOJIOTHYECKOM
6€30MacHOCTH B aBUATPAHCIIOPTHOMN NESTCIEHOCTH.

SIpKUM TIPEMEPOM MHPOBOTO OMNbITa MPHUHSTHS d()(MEKTHBHBIX PEIICHHI JKOJOrU3alMd CPEAbl Ha
TEPPUTOPHU a’pONOpTa M 3a €ro HpeneiaM SBISCTCS CO3JaHHE TaK HAa3bIBAGMBIX <«GEJICHBIX 30H» MU
HCIIOJIb30BAHUS aTbTEPHATUBHBIX BUIOB TOIUINBA (GHOIOTHIECKOTO TOIUIHBA).

KiioueBble cJI0Ba: aBHALMOHHBIN TPAHCIOPT, BIMSHHUE BPESAHBIX BEIIECTB, PAa3BHUTHE, COLMAIBHO-
9KOHOMHYECKUE IPEUMYIICCTBA.

ABSTRACT
Iryna Novakovska, Natalia Belousova, Natalia Ishchenko, Liliia Skrypnyk, Valerii Frolov
National Aviation University, novmailll@ukr.net, belousova-69@ukr.net, natalkai@ukr.net,
liliia-nahorna@ukr.net, frolov47@ukr.net
AVIATION INDUSTRY OF XXI CENTURY: DEVELOPMENT AND NECESSITY OR SERIOUS
THREATS FOR NATURAL ECOSYSTEMS

At current stage scientific and technological progress, aviation industry is characterized of new
equipment, creation of powerful engines, updating fleet of aircraft, as well as designing new types. But, for
today, aviation transport remains a large source of harmful factors for the environment. Therefore, the current
situation leads to the necessary, development and implementation of a comprehensive environmental safety
program in aviation transport.

Now it's an indisputable fact that an alternative fuel option is a technically robust solution that will not
require changes to the aircraft or the delivery of other fuels.

A striking example of the global experience in making effective environmental decisions is the
creation of so-called "green zones" inside and outside to the airport.

Key words: aviation transport, influence of harmful substances, development, socio-economic
advantages.
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33 ANALYSIS OF THE ENVIRONMENTAL PROPERTIES
OF THE COMPONENTS OF TRADITIONAL AND ALTERNATIVE
AVIATION GASOLINE

Sergii Boichenko, Iryna Shkilniuk, Lesia Paviiukh, Kateryna Babikova,
Anna lakovlieva, Roza Vinetskaya

Millions of years under the Earth's surface, oil, did not cause toxic effects on the
environment, but people removed it from the bowels of the earth and intensively use for their
purposes [1]. Oil, with benefits to person, raises the question the existence not only of people, but
every living thing on Earth [2].

The toxicity of petroleum products and gases emitted is determined mainly by the
hydrocarbons that are part of their composition. Heavy oil is more toxic than light, and the mixture
of hydrocarbons is more toxic through separate components. Significantly increases the toxicity of
petroleum products during the processing of sulfuric oil. The most harmful to the human body is
the combination of hydrocarbons and hydrogen sulfide, the central nervous system and the brain
are attacked.

High regulations on the ecological quality of fuel and lubricants require effective and
informative methods for their evaluation. Nowadays, the most environmentally hazardous
bioactive polycyclic arenes (PA) — a group of compounds with fused benzene rings. The most
carcinogenic include the highest number of PA rings from 4 to 7. These compounds are damaging
the immune system of humans and animals, can cause infertility (mostly men), cancer and other
serious diseases [3]. Investigated and obvious facts of products' toxicity of oil refining, make
it necessary to further study the toxicity of gasoline components.

The purposeof this article is analysis of the environmental properties of components
of traditional and alternative aviation gasoline.
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Object: background of the optimal component composition of gasoline in the context
of their environmental characteristics.

Subject: component composition of traditional and alternative aviation gasoline.

Chemicals have the most hazardous impact on the environment. This include gaseous and
aerosol pollutants of municipal origin. It also has negative effect on the atmosphere of carbon
dioxide accumulation, the amount of which, unfortunately, moreover increase. This could lead
increasing of annual average temperature on Earth in the near future. Pollution of the oceans
continue with oil and its derivatives, which covered already 1/5 of the entire surface of the ocean.
Such a situation may cause a gas and water exchange disruption between the atmosphere and the
hydrosphere. Soil pollution by pesticides and excess of acidity can lead to collapse of ecosystem.
All these processes can cause negative changes in the biosphere [4].

The main raw material for gasoline is oil. It is combustible minerals, a complex mixture
of hydrocarbons of various classes with a small amount of organic, oxygen, sulfur and nitrogen
compounds, which is thick oily liquid [4]. Component (chemical) composition of gasoline — a set of
elements from which this kind of gasoline is formed.

Modern aviation gasoline is prepared by compounding of various components, the quality
and content of which depends on the brand of gasoline and on the general balance of petroleum
products produced at the plant. In industry, the most commonly used are butane-butylene fraction
(90 % of n-butane, 2-4 % of isobutane and 5-8 % of pentane), technical isopentane (2-
methylbutane) and various gas gaselines [5].

There are more than 1000 individual organic substances in the oil content, with different
toxicity [6].

Technogenic impact

Accumulation of tan
Removal of substances from ccumulation of substances

landscape geochemical
systems

into landscape geochemical
systems

Without changing the With the change of Geochemically Geochemically
lithological substrate geochemistry of the active inert
lithological substrate

Toxic in small Non- toxic in small Toxic in high Non- toxic in any
concentrations concentrations concentrations concentration

—————

Negative impact on Inert for the
the environment environment

Fig. 1. Scheme of technogenic impact on the biosphere

Toxicity of petroleum products is determined by their hydrocarbon composition. Typically,
the high-molcule-weight components are more toxic than low-molecule-weight, and the toxicity
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of a mixture of hydrocarbons is higher than the toxicity of its individual components. Most
carcinogenic hydrocarbons are capable for bioaccumulation. Getting into the soil, the toxic
components of oil can turn into even more toxic compounds, adsorb, concentrate and fall into the
trophic chains, and get toxins into human body [7].

Light hydrocarbons have a local irritant effect, expressed neurotropic nature. Liquid
carbohydrates with a number of hydrocarbon atoms from 5 to 16 have a narcotic and irritant effect,
can cause prolonged excitation of the nervous system. When it exposed to the skin, oil causes
dermatitis and eczema. All hydrocarbons have an effect on the cardiovascular system and on blood
indices (lowering of hemoglobin and erythrocytes), as well as possible damage to the liver,
disruption of the activity of the endocrine glands. Recognized carcinogenic action of a number of
hydrocarbons [8].

One of the ways of getting gasoline is direct oil distillation [9].

In order to obtain high-quality gasoline, secondary (destructive) distillation of oil is carried
out.

The main methods of destructive oil refining and the production of high-quality gasoline
are:

—thermal cracking — processing of raw materials at temperatures of 450-500 °C and
pressure of 2—-5 MPa;

—catalytic cracking — flows at temperatures of 470—530 °C and a pressure of 70-370 MPa in
the presence of a catalyst to produce the desired hydrocarbons;

—catalytic reforming is a process of upgrading low-quality gasoline by its catalytic
processing under hydrogen pressure in the presence of a catalyst. As a result of catalytic reform, the
high octane components of automotive gasoline are released;

—hydrocracking is a catalytic processing of petroleum fractions and residual products of
distillation of oil (fuel oil, sludge) under hydrogen pressure to produce gasoline. The hydrocracking
proceeds at a temperature of 260—450 °C and a pressure of 5-20 MPa in presence of catalysts;

—hydro-purification is carried out to improve the quality and stability of light distillates at
a temperature of 250-420 °C and a pressure of 2—5 MPa in the presence of catalysts.

There are special cases when other hydrocarbon raw materials are used to produce gasoline.
Possible flashing off gasoline fractions from semi-coking and coking resins (utilization of heavy
residues of cracking in order to produce a distillate of a wide fractional composition) with
additional purification. Gasolines are formed from synthesis-gas (coal gasification product,
methane conversion) with the help of syntin-process method (Fischer-Tropsch synthesis).

Synthesis is used to produce individual hydrocarbons that have high anti-knock properties
and are used as an additive to gasoline. The process is carried out in the presence of catalysts.

In gasoline, depending on the hydrocarbon composition of the raw materials and production
technology, there can be more than 200 individual hydrocarbons of different structures [10].

Aviation fuels are middle-distilate oil fractions. They contain hydrocarbons of various
classes, heteroatomic compounds and inorganic impurities.

Table 1
Basic classes of hydrocarbons that are part of aviation gasoline [11]
Class of hydrocarbons Mass fraction of hydrocarbons, %
Alkanes (normal and isometric ctructure) 1040
Cycloalkanes 20-60
Arenes 2022
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Table 1 continue

Class of hydrocarbons Mass fraction of hydrocarbons, %
Monocyclic arenes 3-25
Bicyclic arenes 1-5

The most important properties of individual hydrocarbons, which determine their presence
in the composition and the impact on the quality of gasoline, are boiling temperature and
detonation stability (octane number). These properties, as well as density, maximum allowable
concentrations (MAC), hazard class and flash temperature of some individual hydrocarbons of all
classes that may be part of the gasoline components are presented in Table 2.

Environmental properties — combination of properties of fuel and lubricants appearing
during interaction of the product with the environment and have a negative impact, namely during
contact with the means of mechanization in conditions of storage, transportation, transfer and
filtration, in contact with man, atmosphere, water, animal and plant world. Environmental
characteristics (indicators) include toxicity, carcinogenic, fire hazard and explosion hazard, stability
of product quality during storage, transportation, concentration of harmful substances in the
exhaust gases of engines, MAC of harmful substances in the working area, the ability of the
product to affect environmental pollution.

Flesh point is called the temperature to which it is necessary to heat the fuel, so that its
vapor forms an explosive mixture with the air, flaring up when it is exposed to an open flame. The
flash point, which is determined in a closed crucible, to some extent characterizes the degree of fuel
fire hazard [10, 12]. Coefficient indicating the minimal temperature of a combustible substance, in
which, under conditions of testing, a mixture of vapor or gases with air that can ignite in the air
from the ignition source, but the velocity of their formation is still insufficient for subsequent
combustion (in °C) is formed over its surface.

Table 2
Boiling temperature, octane number, density, maximum allowable concentrations, class of hazard
and flash point of individual hydrocarbons that are in gasoline

Octane number
@) g -
Otu j—y g < ..%) g
S| S| B |e%|EEl g ¢
s s S EE|S 4| B =
Hydrocarbon molecular | & & ) S g2|ss5| = 5
“ < S o
Hydrocarbon structure g < E = =5 g 2 E ,_?
- = g « g =] 7] 7]
en e o > 7 .2 g < <
g 3 2 Zo | 58 @) 3
3 2 S | €9 |s £
2 = | 8% |*8
1 2 3 4 5 6 7 8 9
Paraffinic hydrocarbons
472
Propane c—C——cC -42 107,5 110 ras 200 - (t of self
ignition)
600 405
n-Butane c—C—C—C -0,6 93,6 92 (0°C) 300 4 (t of self
ignition)
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Table 2 continue

1 2 3 4 5 6 7 8 9
2- Cc 600 Com-
Methylpropan -11,7 101,1 99 (0 °C) NA * | bustion
(isobutane) C—C—C gas
n-pentane C—C—C—C—C 36 61,7 61 626 217 4 -49
2- ¢
Methylbutane 28 92,3 89 620 NA * <-51
(i-pentane) C—C—C—¢C
2,2- T Non
Dimethylprop c—cCc—cC 9,5 85,5 83 591 NA * use
ane ¢
n-Hexane c—C—C—C—C—C 63,7 24,8 25 659 60 | 4 -22
5 c—c—c—c—¢cC
60,3 73,4 73 660 NA * -32
Methylpentane c
3- (0]
Methylpentane 63,3 74,5 75 664 NA * -6
c—C—Cc—Cc—¢C
22- 7
Dimethylbutane c—c—c—cC 49,7 91,8 96 649 0,02 3 -21,6
(neohexane) &
2,3— c—Cc—Cc—¢C
Dimethylbutane 58,7 101,7 95 662 [ 0,07 3 -29
(diisopropyl) C C
n-Heptane c—C—C—C—C—C—C 98,4 0 0 684 200 4 -4
C
2—
90,1 42,4 45 678 NA * -18
Methylhexane C—(|)—C—C—C—C
2,- ‘|’
Dimethylpent | c—Cc—c—c—-c 79,2 92,8 94 674 | 0,06 2 -
ane (|:
c
3,3- |
Dimethylpen- c—Cc—C—C—cC 86,1 80,8 86 693 | 0,04 2 -
tane
c
2,3- cC cC 0.00
Dimethylpen- 89,1 91,1 89 695 ’8 1 -
tane cC—C—C—C—¢C
2,4- c c
Dimethylpen- | | 89,7 | 83,1 82 | 673 NA * -
tane C—C—C—C—C—¢C
3. c—cC
Ethylpentane c—c—(lz—c—c 93,5 65,0 69 698 3 3 -32
2,2,3— c c
Trimethyl- c—c—c—oc 80,9 | 1057 | 101 | 690 NA * -
butane
(triptane) c
n-Octane c—Cc—C—C—C—C—c—c| 125,7 <0 -22 702 10 | 3 13
2-Methyl- T 1176 | 21,7 24 698 NA * 32
heptane c—Cc—Cc—Cc—Cc—c—¢|
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Table 2 continue

1 2 3 4 5 6 7 | 8 9
C *
3- | 1189 | 268 | 35 | 706 NA <20
Methylheptane | o o o o o o o
4- c NA * -
| 117,7 26,7 39 705
Methylheptane | o~ . o .~ o~ .
c—¢C *
3-Ethylhexane | ngs | 325 | s2 | na | NA 136
c—C—C—C—C—¢C
]
2,2- NA * -
’ —C—C—C—C—C
Dimethylhexane ¢ T 1068 725 7 695
C
C C * _
23 ] 1139 | 113 | 18 | 712 NA
Dimethylhexane | ¢ ¢ o o~ o ¢
[o] Cc *
o 24 | | 177 | 6s2 | 70 | 719 NA 22
Dimethylhexane | ¢__ ¢ c—c—c—c¢
C C *
25 | | 1091 | 3555 | 54 | 694 NA 26
Dimethylhexane | o« ¢
I
33- .4 NA * -
Dimethylhexane c—¢C (l: c—C—cC 112,0 75,5 83 710
C
c—C—C—C—C—¢C *
o 34 ] 17,7 | 763 | 85 | 719 NA 31,6
Dimethylhexane cC ¢
B 3 ¢ c—cC * -
2-Methyl-3 1156 | 873 | 8 | 7190 | NA
ethylpentane c—C—C—C—C
I
a 2 *
3Methyl 3=\ (o o o ¢ | 1183 | so8 | 90 | 727 NA
ethylpentane |
c—~cC
17
_ *
o223 c—c—c—c—c | 1098 | 1045 | 101 | 716 NA
Trimethylpentane |
c
C C
2,24~ | NA *
Trimethylpentane| C—C—C—C—C 99,3 100,0 100 692
(isooctane) cl:
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Table 2 continue

1 2 3 4 5 6 7 | s 9
2,3,4-
"~ *
Trimepentane 1135 | 1013 96 719 NA
C—C—C—C—=¢C
9
2,2,3,3- | |
Tetramethyl- | ¢ —C —C —¢C 106.3 103 _ ) NA *
butane | |
C
c c
233- N
Trimethyl- | ¢ ¢ °7° 1148 | 1029 | 99 | 726 NA*
pentane c
*
n-Nonane ¢—(—(—C—C—C—C—C—C 150,8 - 36 718 NA
C—C\
Cyclopentane | /C 49,3 - 84 744 0,1 -
c—¢C
Methylcyclo- N NA *
| c—c¢ 71,8 91,3 81 728
pentane C—C/
Ethylcyclo- e—C& NA *
| c—c—cC | 1035 | 672 62 | 766
pentane c— C/
" TN NA *
Propylcyclo- | L—C—C—C| 1309 31,2 28 776
pentane c—¢C
I 1 f
sopropyl- c—c¢C ) NA *
cyclopentane | :C—C—C 1264 76 776
c—cC
n-Butylcyclo- | ¢—C * -
pentane i_C)C—C—C—C—c 156,6 0 1| 785 NA
(o}
Isobutylcyclo c—cC NA * -
entan [ e—c—c 154,4 33,4 28 ]
c—cC
L
Cyclohexane C\ /C 81,4 83,0 77 718 100 -
c—C
Methylcyclo- LG
C c—cC 100,9 74,8 71 769 3,9-1,8 -18
hexane \C—C/
c—¢cC NA
Bthyleyelo- | o™ ™o c—¢| 1318 | 465 | 41 | 788 | + | " | -6
hexane So—~c”
Cys-1,2- c—=c
Dimethylcycl ol Ne—c 129,7 80.9 79 796 NA * )
o-hexane Ne—cl—¢ 1234 ’ 79 776
trans-
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Table 2 continue

1 2 3 4 5 6 7 | s 9
Cys-1,3- c—c¢C
. _ *
Dimethyl c/ c—c | 1201 | 693 T 766 NA %4
cyclohexane N\ / 64
CcC—C—cC
trans-
Cys-1,4- c—c
Dimethyl- c—2~c’ No—c 1243 67.8 68 783 NA * 15,6
cyclohexane No—o” 62
trans-
n- c—cC .
Propylcyclo- C< >C—C—C—C 156,7 17,8 14 794 NA )
hexane c—cC
I
Isopropyl- c—cC NA * -
cyclohexane C( >C—C—C 154.6 62,8 61 790
c—C
1,1,3—- c—cC o] "
Trimethyl- c{ el 1366 | 813 83 779 NA 25,2
cyclohexane C—C—¢C c
C
~
1,3,5— c—cC
Trimethyl- c c—c | 1402 ; ; 773 NA S 18,6
cyclohexane c _Cc—c¢C
(|:
Isobutyl- C—C. NA * -
cyclohexane Ci \C—C—C—C 171,3 33,7 35 813
c—C
T
sec-Butyl c—cC, NA * .
cyclohexane C< >C—C—C—C 179.3 310 60 795
c—C
Tert-Butyl LK | NA * 40
C c—C—cC 171,6 98,5 91 810
cyclohexane No—c” |
C
- B c—¢C R -
l.Methyl 4 o e 67,3 66 NA * i
isopropyl No—c” ‘
cyclohexane c
Aromatic hydrocarbons
AN
Benzol —C JC— 80,1 113,0 108 879 15 2 -11
[ ]
VRN
Toluene —C L—¢C 110,6 115,7 102 867 50 3 4
C=—=C
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Table 2 continue

1 2 3 4 5 6 7 | s 9
Ethylbenzol | —c/  Sc—c—c | 1352 103,6 98 867 NA * 18
c—cC
— *
o-Xylol —c/ Sc—c | 1444 - 100 | 880 NA 32
C—C,
S
mXylol | —c/  Sc—c | 1390 ; 100 | 864 NA 27
/C=c
< |
Cc— %
p-Xylol c—cZ  So—c| 1383 - 100 | 861 NA 27
1
n- /|_|\ Uni
Propvibenzenc —o\/ \/c—c—c—c 159,0 105,1 99 862 | dent | - | 23-60
e
Isopropylbenz FC | 0.01
ene (Cumene) | —C JC—cCc—c| 1524 108,0 99 862 4 4 31
c—cC
1,2,4- l—c':
Trimethyl- | c—c/  Se—c | 176, - 08 | 894 NA® 48
benzene T=C_C
C\c o}
1 - - *
1,3,5,Trimethyl C</ \>C_C 164.7 ) 114 865 NA 50
benzene C/C=T
1,3-Methyl- VAN NA * -
> —C c—cC 161,3 - 100 864
benzene o=’
c—c” |
B B c—cC " i
PNyl ool So—e—c | 1620 ; 97 | 861 NA
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Table 2 continue

1 2 3 4 5 6 7 ] 8 9
" o So—o—o—c—o| 1833 ; 9% | 860 NA® -
Butylbenzene No=c¢ >
Lo
sec- — < N—i—o—o . NA * 52
Butylbenzene \T:T/ 173,3 %6 862
N
Tert £ NA * 44
ert- —C c—c—c| 1691 - 106 866
Butylbenzene \C=C/ |
|
1,3- (‘:—(‘: *
Diethylben- | —c/ Se—c—c | 1813 - - | 64 NA -
zene c—C—Cc=c¢
1,4-Methyl- | _ | .
isopropylben- Cfcf o \>C7C‘70 177,2 - 98 857 NA B
zene =
I
La- ||
B — * .
Diethylben- | c—c—c/  Se—c—c | 18338 - 9% | 862 NA
zene T*‘C
1,2,3,5- N _| NA | o
Tetramethyl- —c</ \>c—c 198,2 - 102 891 *
benzene c=cC
c” ~c
Olefinic hydrocarbons
NA * 23-
Propylene C=—=C—C -47,7 101,4 85 gas 61
Com-
« .
1-Butene c=—C—C—C -6,2 97,4 D) 658 NA bustion
(0°C) gas
* R
2-Butene c—Cc=c—=cC/| 37 99,6 86 (gfé) NA
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Table 2 continue

1 2 3 4 5 6 7 | 8 9
2 ¢ NA * 76,1
Methylpropen -7 101,5 88 gas T
e C:C_C
* -
|-Pentane | C=C—C—C—C | 30,0 90,9 77 640 NA 49
* -
2-Pentane | C—C=C—C—C| 369 - 80 | 655 NA 49
C
2-methyl-1- 312 | 1013 | 8 | 650 NA* -48
butene c=—c—c—=c¢
2-methyl-2- ¢ 386 973 85 ) NA * -45
butene C—C—C—0= > ’
— NA * -
1-Hexane C=c—Cc—C—C—C | 63,5 76,4 63 673
_ NA * -
2-Hexane C—C=C—C—C—C 68,8 92,7 81 687
* -
3-Hexane C—C—C=C—C—C | 66,5 94,0 80 630 NA
[
2-Methyl-2- 673 97,8 83 | 686 NA* -
pentene c—Cc=—c—cCc—=cC
2-Methyl-3- T ) 993 Q4 ) NA * -
pentene - ’
C—C—C=C—C
C
2-Methyl-1- 542 96,0 81 | 667 NA* -26
pentene c—C—C—0C—2¢C
3-Methyl-3- % 04 ) 7 608 NA * 30,2
pentene c—c=—C—0C—=C ’
2-Ethyl-1- ¢c—¢ NA * -
64,7 98,3 79 690
butene c=—¢—c—=¢cC
C
-Di - * _
3,3-Dimethyl c—c—t—0c 412 ) 94 655 NA 17
1-butene
C
. i cC C .
3,3-Dimethyl | | 732 97.4 80 708 NA -
2-butene c—c=—cC—=C
C
2-Methyl-2- | 95.4 90.4 79 | 700 HA* -6,6
hezene c—C—Cc—C—C—C
2,3-Dimethyl- ¢ ¢
’ 95,1 97,5 80 728 005 2 -
2-pentne c—C—C—C—C
: C C
2,4-Dimethyl- 81.6 1000 | 85 | 694 Na* -
2-pentene c=—¢—c—~0c—d
C C
223 | NA * ]
Trimethyl-3- | c—cCc—C=—=c—=cC - 102,6 90 0
pentene &
*
1-Octene (=C—(C—C—C—C—C—¢ 1213 28,7 35 722 NA 13
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Table 2 continue

1 2 3 4 5 6 7 ] 8 9
NA * -
2-Octene (—0=C—C—C—C—C—C 102 56,3 56 715
_ NA * _
3-Octene | (—(—C=C—C—C—C—C | 1223 | 72.5 68 719
— NA * -
4-Octene (—C—C—C=C—C—C—C | 122,5 73,3 74 721
X 1| e=¢c—c—c—c—Cc—c¢C % i
2-Methyl-1 | o2 | 702 66 70 NA 26,1
heptene I
C
2-Methyl-2- | 1226 | 759 71 | 724 NA* -
heptene c—C=¢—C—C—C—C
M ) c ¢
2,3-Dimethyl [ ] 110,5 | 96,3 84 721 | 0,08 | 3 6,7
1-hexene C=—¢—Cc—Cc—C—¢C
C
2-Methyl-6- | 1132 | 638 6 | 712 NA* -
heptene ¢—C—C—C—C—C=C
2,34- c c c ¥
Trimethyl-2- [ ] 1084 | 969 80 | 735 NA 128
pentene C—C—C—C—C
Cycloolefinic hydrocarbons
c—~C, % lower
Cyclopentane C 442 - 70 | 72 NA 23
c—C
I- c—c¢C
* -
Ethyleyclopent | | c—C—C | 1035 - 72 | 766 NA
ene CcC—C
c—cC
Y% AN * -
Cyclohexene C \/ x 83,0 - 63 | 811 NA 6
c—cC

* - NA — nonavailable

The flash point characterizes the ignition of fuels, defines the safety conditions for the use of
fuel in engines. It depends on the fractional fuel composition. The rate of flammability of fuels also

characterizes their fire hazards, which is one of the environmental indicators.

Maximum allowable concentration (MAC) — indicator of the safe level of harmful
substances content in the environment; maximum amount of harmful substance per unit of volume
or mass in aqueous, air or soil environments, which almost does not affect human health [13].

By the degree of influence on the body of harmful substances are divided into four classes
of toxicity and danger:

Ist class — extremely toxic and extremely harmful;

2nd class — highly toxic and high-risk;

3rd class — moderately toxic and moderately dangerous;

4th class — low-toxic and low-dangerous [14].

On the figures 2—4 there are selected typical representatives of individual hydrocarbons.

The toxicity and carcinogenic of oil and synthetic combustible and lubricating materials in
our time is estimated using biological tests on animals. Evaluation methods can be divided into
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short-term using a large dose of a substance to determine the potential hazard and long-term (from
two weeks to three months) using smaller doses. Methods of the second group are useful for
identifying the possible consequences of repeated contact with the substance. The most long-term
methods — throughout the life of an animal — are used to assess the possibility of cancer and other
diseases.

1 2 3 4 5 6 7 8 9 10 11 12 13 14 15 16

Fig. 2. Danger class of individual hydrocarbons that are in the gasoline component:

1 — n-Butene; 2 — n-Pentene; 3 — n-Hexene; 4 — 2,2-Dimethylbutene (neohexane); 5 — 2,3-Dimethylbutane
(diisopropyl); 6 — n-Heptene; 7 — 2,2-Dimethylpentane; 8§ — 3,3-Dimethylpentane; 9 — 2,3-Dimethylpentanen;
10 — 3-Ethylpentane; 11 — n-Octane; /2 — Benzene; /3 — Toluene; /4 — Isopropylbenzene (Cumene);

15 — 2,3-Dimethyl-2-pentene; 16 — 2,3-Dimethyl-1-hexene

400

300

200

100

-100

Fig. 3. Flash point of individual hydrocarbons that are in gasoline compound:
1 — Propane; 2 — n-Butene; 3 — n-Pentene; 4 — n-Heptene; 5 — n-Octane; 6 — Cyclopentene; 7 — Benzene;
8 — Ethylbenzene; 9 — 0-Xylol; 10 — 2-Methylpropene; /1 — 2-Methyl-3-pentene; /2 — Cyclohexene
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Fig. 4. Maximum allowable concentrations of individual hydrocarbons that are in gasoline compound:

1 — Propane; 2 — n-Butane; 3 — n-Hexane; 4 — 2,2-Dimethylbutane (neohexane); 5 — n-Heptane; 6 — 2,2-
Dimethylpentane; 7 — 2,2-Dimethylpentane; § — 3,3-Dimethylpentane; 9 — 3-Ethylpentane; /0 — n-Octane;
11 — Cyclopentane; 12 — Cyclohexane; /3 — Methylcyclohexane; /4 — Benxene; /5 — Toluene;

16 — Isopropylbenzene (Cumene); /7 — Dimethyl-2-pentene; /8 — 2,3-Dimethyl-1-hexene

The toxicity of oil and its components increases due to the presence of sulfur. The oil,
which has little aromatic hydrocarbons, acts like mixtures of paraffins and naphthenes — their pairs
have a narcotic effect, often cause convulsive effects. Sulfur compounds of oil can cause acute
and chronic poisoning. The most dangerous are hydrogen sulfide, especially dangerous for its
connection with hydrocarbons [15].

Paraffin hydrocarbons have the smallest, except olefinic hydrocarbons, toxicity compared
with hydrocarbons of other groups. They have a narcotic effect. When paraffin hydrocarbons
poisoning appear, there are such symptoms as headache, drowsiness, dizziness, eye irritation and
upper respiratory tract. Repeated and prolonged exposure of these products to skin causes dryness
and can lead to dermatitis and eczema.

All paraffins belong to the 4-th class of low hazard substances. For hydrocarbons from
methane to octane, the MAC of vapors in the working zone air is 300 mg/m”’, for isooctane —
100 mg/m’. The maximum one-time MAC of butane, pentane and hexane vapors in the
atmospheric air is 200, 100 and 60 mg/m” respectively.

Methane CHy, as a source of poisoning, is small compared to its explosion hazard. Since
CHy is lighter than air, when a person loses consciousness, a person enters the atmosphere with
normal O, content, but the risk of poisoning still exists. CHy is a strong narcotic drug; therefore,
certain precautions must be taken when using it.

Ethan C,Hg has a narcotic effect on humans.

Known acute human poisoning by steam of propane C;Hg. Symptoms of poisoning:
excitement, deafness, narrowing of the pupils, slow pulse, vomiting, long sleep. On the second
day, a slight increase in temperature, a decrease in blood pressure. In case of severe poisoning
with prolonged anesthesia, memory loss and pneumonia may be present. C3Hg is a strong drug,
but because of its meager blood solubility it was dangerous. In chronic poisoning, C;Hg does not
cause severe organic changes.

Butane C,H;¢ has narcotic properties. Maximum allowable concentration of C4Hq in air
of populated areas is 200 mg/m’. A person feels the smell of C4H;, in the air when it
concentration is 328 mg/m’. Known cases of people poisoning with gas leakage.

Pentane CsH;,. The smell of pentane is felt at a concentration of vapor 217 mg/m3.
Concentration 14900 mg/m’ at inhalation for 10 minutes. Does not cause clinical signs of
poisoning. Maximum permissible concentration of CsHj, in air of inhabited places is 100 mg/m”.
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Pentane slightly irritates the respiratory tract. There have been cases where CsH;, caused
headache, drowsiness, dizziness.

Hexane C¢H,4 has narcotic properties. Described cases of polyneuritis development in
systematic contact with hexane vapor. When in contact with the skin it causes dryness. The
highest concentration of C¢H;, vapor, which is carried over 8 hours by most people, is 1900
mg/m’.

Heptane C;H;¢ in comparison with hexane has a stronger narcotic effect. At a concentration
of 0,1 %, insignificant dizziness appears after 6 minutes.

Octane CgH ;g with normal conditions — colorless liquid. Slightly soluble in water. Octane is
a strong drug that irritates the respiratory tract. With chronic effects, octane does not cause severe
poisoning.

CsH s under normal conditions is a colorless liquid with a specific odor. Drug action of
isooctane is poorly expressed. The isooctant pains cause slight irritation of the eyes and upper
respiratory tract.

Olefinic hydrocarbons act on the human body as strong drugs, although somewhat weaker
than paraffins. Narcotic action increases with increasing number of hydrocarbon atoms in the
molecule. The highest members of a number of olefins have, along with narcotics, a pronounced
convulsive effect (hexene, heptene), as well as irritating effects on the airways. Hexane pairs act
narcotically with the same force as hexane pairs; vapors of hepten are weaker than vapors
of heptane.

Naphthenic hydrocarbons. Total toxic effect of naphthenic hydrocarbons is similar to the
action of paraffine. The narcotic effect of naphthenic is higher than the corresponding paraffines.
The derivative of cyclohexane acts more strongly than derivatives of cyclopentane with the same
number of hydrocarbon atoms in a molecule. According to toxicity, naphthenes occupy an
intermediate position between paraffinic and aromatic hydrocarbons.

Cyclohexane C¢H;, has narcotic properties that irritate the skin. The MAC of cyclohexane
vapors in the air of the working zone is 100 mg/m”>.

Methylcyclohexane C;H;, under normal conditions is a colorless liquid with a smell of
gasoline. The smell of C;H,, is perceived at a concentration of 3,9—1,8 mg/m’. Its vapors strongly
irritate the mucous membrane, when it hits the skin itching. When chronic poisoning is marked by
changes in blood, similar to poisoning with benzene. Poisoning by C;H,, vapor can be, as a rule,
only with faulty equipment, poor ventilation of the room; in other cases the risk of poisoning is
small.

Light aromatic hydrocarbons in comparison with hydrocarbons of other homologous
groups have increased toxicity.

Benzene C¢Hg under normal conditions is a colorless, easily movable liquid with a
characteristic smell. Has an increased narcotic effect. The toxicity of benzene vapor is much
higher than that of petrol vapor. Chronic inhalation of benzene vapors, even at low concentrations,
can lead to serious illness. In accordance with GOST 12.1.005, benzene belongs to the 2nd class
of highly hazardous substances; physiologically very active. In large concentrations of steam,
damage to the central nervous system can also cause fatty degeneration of the vascular walls of
the internal organs and severe damage to the blood forming organs (bone marrow), decreased
blood coagulation, subcutaneous hemorrhage and bleeding.

Toluene C;Hg under normal conditions is a colorless, mobile fluid. The MAC of toluene
vapors in the working zone air is 50 mg/m>. The threshold of odor of toluene is 1,8 mg/m*. MAC
in the air of inhabited places — 0,6 mg/m’, in water — 0,5 mg/dm’. Toluene vapor at high
concentrations has narcotic effect, as well as affect the nervous system, have irritant effects on the
skin and the mucous membrane of the nose, eyes and throat. When acute poisoning with toluene
appears headache, nausea, loss of consciousness.
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Propylbenzene CyH;, under normal conditions is a liquid. MAC has not been established,
only the study of the toxic properties of CoH;, on animals (white mice) when introducing
propylbenzene into the stomach. There was arousal, quickly transient into oppression, death for 1—-
4 days. With a long-term supply of CoH;, in the stomach (0,25 g/kg), a tendency towards
leukocytosis appears.

Isopropylbenzene (cumene) CoH;, under normal conditions — a liquid with non-diffident
odor. Poorly dissolved in water, mixed with organic solvents. The concentration of 0,025-0,1
mg/m’, which is minimal in smell, is tangible. In acute poisoning acts more strongly than benzene
and toluene, anesthesia occurs more slowly, but continues longer, during inhalation causes acute
and chronic lesions of blood forming organs (bone marrow, spleen). MAC in air — 0,014 mg/m’,
in water in the reservoir — 0,1 mg/dm’ [16].

Emissions of harmful substances into the atmosphere continue to grow. Assimilation of
harmful substances by the natural process does not have time for their receipt. There is
accumulation of these substances in the atmosphere, soil, water. There is a threat to the
development of the greenhouse effect, the destruction of the ozone layer of the Earth, the
accumulation of carcinogenic and mutagenic products, sometimes falls acid rain. All this has
negative effect on the environment, on agricultural production, on public health [17].

In the combustion products liquid fuels derived from petroleum, in addition to the final
combustion products, CO, and H,O, usually there are still CO, SO,-NO,, without burning down
and again forming numerous carbonaceous C,H,,, soot and other products.

Alkanes, saturated hydrocarbons (paraffines) — saturated acyclic hydrocarbons having
general formula C H,,,, they are also called paraffines. Most of their chemical reactions with
different reagents begin with the breakdown of C-H, whereas their decomposition at high
temperatures is primarily due to the C—C bond.

Alkanes form a significant part of hydrocarbons, oil and natural gas. All alkanes of normal
structure, from methane to tritriacontane (Cs3Hgg) inclusive, are isolated from oil and combustible
gases. Since alkanes contain the highest possible amount of hydrogen in a molecule, they are
characterized by the greatest mass heat of combustion (energy intensity), and with increasing
number of atoms, the mass heat of combustion of alkanes decreases (in methane 50207 kJ/kg).
Due to low density, the volumetric heat of combustion of alkanes is less than that of hydrocarbons
of another structure with the same amount of carbon atoms in the molecule. By aggregate
composition, alkanes are divided into gaseous (C,—C,), liquid (Cs—C,;) and solid (starting with
C,g), which crystallize at 200 °C.

Alkanes form the main part of hydrocarbons in oil of all deposits and natural combustible
gases. The total content of alkanes in the petroleum is mainly 25-30 % (without dissolved gases),
taking into account dissolved hydrocarbons, their content increases to 40—-50 %, and in some oil —
up to 50-70 %, although there is oil with an alkane content of 10—15 %. With increasing average
molecular weight of oil fractions, the content of alkanes in them tends to decrease.

Cycloalkanes (naphtenes) are hydrocarbons with one or more carbon cycles. The general
formula C,H,, or (CH))n.

In general, cycloalkanes are similar in physical properties to the corresponding alkanes, but
have a slightly higher melting and boiling point, more density. These properties they have due to
stronger London forces, because the cyclic form contributes to the greater surface of
intermolecular contacts. Cycloalkanes exhibit virtually the same chemical passivity as alkanes
(containing stable C—C and C-H bonds). However, cyclic stress can contribute increasing
reactivity.

Alkenes (olefins), unsaturated acyclic hydrocarbons having general formula C,H,,. Light
alkenes, for example, ethylene and propylene, are gases that are obtained from fractions when oil
is cracked. Alkenes have one double bond between carbon atoms, so they are called unsaturated.
Another name of the series is olefinys (but this term also refers to polyenes).
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Olefines are widely used for polymers production, as well as for the synthesis of olefines
derivatives: dichloroethane, ethylene glycol, isopropyl alcohol, acetone, acrylic acid nitride and
many other compounds of great importance.

The first three members of the series of olefines are gases, followed by liquids that do not
mix with water; higher olefines are solids. With increasing molecular mass, the melting and
boiling temperatures increase. Alkenes of a normal structure are boiling at a higher temperature
than their isomers having an isometric structure. The boiling point of cis-isomers is higher than
trans-isomers, and the melting point is the opposite.

Arenes (aromatic hydrocarbons) are organic compounds belonging to the class of
carbocyclic compounds. As part of the aromatic hydrocarbon molecule, there is one or more
groups of 6 carbon atoms (Carbon) connected in the ring (benzene nucleus) by closed system of
conjugate pi-bonds. According to modern notions, Carbon atoms in the benzene nucleus are
connected by electrons of two types: some electrons are contained in the plane of the molecule,
others are perpendicular to it.

Monocyclic (single-ring: benzene, toluene) arenes — colorless liquids with specific odor,
volatile, flammable, lighter than water, do not dissolve in it. Well soluble in organic solvents, are
solvents for many organic substances.

Oxygenates — general name of lower alcohols and ethers, high octane components of motor
fuels. Usage of oxygenates expands the resources of fuels and can often improve their quality.
Oxygenated gasolines are characterized by improved washing properties, combustion
characteristics, and during combustion, they form less carbon monoxide and hydrocarbons.

Recommended concentration of oxygenates in gasolines is 3—15 % (volume) [18] is
selected so that the oxygen content in the fuel does not exceed 2,7 %. This quantity of oxygenates,
despite their lower calorific value in comparison with gasoline, does not have negative effect on
the strength characteristics of the engines.

Oxygenates, as components of gasoline, are characterized primarily by octane mixing
numbers, saturated vapor pressure, and heat-generating capacity.

Water-absorbing capacity of oxygenates affects the phase stability of fuel mixtures
containing oxygenates, which manifests itself as turbidity of fuels at reduced temperatures.

There are used alcohols, ethers, mixtures and alcohol-based wastes from food and
petrochemical industries.

Octane numbers of alcohols are reduced by increasing the length of the hydrocarbon
chemical group. (Methanol — Ethanol — Isopropanol — Isobutanol).

As additives to gasoline methanol is used infrequently. This is hampered by its toxicity,
poor solubility in hydrocarbons and high water-absorbing capacity. It has negative affects on
materials of sealants and hot spot according to non-ferrous metals.

As additives to fuels, ethanol has larger interest than methanol, since it is better dissolved
in hydrocarbons and has less water-absorbing capacity. It is widely known to use a gasohol (a
mixture of gasoline with 10-20 % of ethanol) in the USA and Brazil, which has vast resources of
sugar produced from sugar cane. Ethanol is interesting as an additive to fuel in countries rich in
plant resources. Adding 5 % of ethanol to gasoline does not lead to deterioration of engine
performance and does not require pre-regulation of the carburetor. At the same time there is a
significant decrease in emissions of CO and small — hydrocarbons.

Catastrophic pollution of the environment by products of combustion of fuels, the
emergence of the greenhouse effect led to the formation of requirements for engine emissions of
toxic products.

One of the most important events in the field of environmental policy was the 21st World
Climate Summit (COP 21), carried in Paris in November—December 2015. As a result of work
COP 21 signed a final agreement, which obliges all countries to take measures to limit the
increase in the average temperature of the planet no more than 2 °C in relation to the average
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temperature before the industrial era (before 1990). This agreement will substitute the existing
Kyoto Protocol, which is limited by 2020.

s . increase climate resistance and take direct financial flows to
limit increasing of . . .
o measures to reduce CO, emissions, while stimulate the development of
temperature at 2°C, as well . . . .
not increasing the problem of food environmentally sustainable
as make every effort to L .
.. shortages (it is a question of gradually development and technology
limit the temperature . : .
. o stopping the use of crops as raw materials support, which allows to
increase to 1,5 °C . ..
for biofuels) reduce CO, emissions

Fig. 5. The main ideas of Paris Agreement

According to Agreement, each country must develop and adopt a series of measures aimed
at solving the tasks, as well as enhance multilateral interaction and cooperation.

The toxic properties of hydrocarbons are very different. However, by this time the issue of
toxicity of hydrocarbons is not sufficiently studied and the rationing of their content in the exhaust
gases are carried out in total. Air control of the working area during operation with gasoline is
carried out in the presence of hydrocarbon vapors (MAC=300 mg/m’, 4th hazard class in
accordance with GOST 12.1.005), gasoline (MAC=100 mg/m?®, 4th hazard class in accordance
with GOST 12.1. 005), carbon monoxide (MAC = 20 mg/m®, 4th hazard class according to GOST
12.1.005).

Toxicity is determined by the chemical and fractional composition of fuels.

For prevebtion of harmful substances contamination and defend environment have been
established maximum allowable concentrations (MAC). MAC of harmful substances in the
atmosphere — maximum concentration of harmful substances, which belongs to a certain period
of averaging: 30 minutes, 24 hours, month, year, without causing, under the regulated probability
of its occurrence, no direct or indirect effect on the human body, without reducing human activity
and not worsening its health state [19].

Toxicity and fire hazards of petroleum fuels are classified in 4 hazard classes in accordance
with GOST 12.1007-76 for the degree of exposure to the body. The hazard class of harmful
substances is determined according to standards and standards indicators.

The most dangerous is the poisoning of a couple of fuels through the respiratory system
with air. The vapor easily passes through the alveolus of lungs and gets directly into the blood
circulation circle bypassing the liver, which plays an important role in delaying and neutralizing
toxic substances.

Ecological properties of fuel and lubricants are detected in the interaction of products with
the environment, that is, when in contact with the means of mechanization in conditions of
storage, transportation, transfer and filtration, as well as in contact with the atmosphere, water,
man, animals and the plant world. The quality of the fuel and lubricants depends on the reliability
of the engines and machines in general, and, consequently, the cost of their maintenance and
repair.

The force of toxicity of fuels and oils depends on the properties of the product, its
concentration and duration of exposure, as well as on the ways of penetration into the body,
external conditions, in which the work is performed, and individual characteristics of man. Fuel
and oil can enter the human body through the respiratory tract, skin, digestive organs and mucous
membranes of the eyes. The most dangerous is when fuel vapor or oil passes through the
respiratory tract, since poisonous substances come from the lungs easily into the bloodstream.
In this case, the poison enters the large circle of blood circulation, passing the hepatic barrier, and
operates in 20 times faster.

Given tha data above predetermine the need to find ways to reduce emissions of harmful
substances into the atmosphere. The most widely used devices on management and neutralization

255



of harmful substances.

The most important decision of environmental problems in the chemotology of fuel and
lubricants should be considered improvement of the quality of commodity products, development
of new, environmentally nonhazardous fuels and lubricants [20].

Nowadays, there is developed aviation gasoline containe ethanol. Because it is the most
massive product among aliphatic alcohols. Ethanol is best suited for use in practice at the expense
of high production and low toxicity. Compared to methanol, it is better dissolved in hydrocarbons.
Thanks to ethanol, gasoline is enriched with oxygen and contributes to more complete fuels
combustion. Today, biobutanol have great actuality as additive among aliphatic alcohols. During
literature analysis revealed that it is the least aggressive to the structural details of the engine, it
has the greatest stabilization effect in relation to alcohol-gas mixtures, has octane-enhancing
properties and reduces the amount of toxic emissions.

Usage of biofuels leads to improvement environmental characteristics of internal
combustion engines: with the increasing of ethanol content in the fuel, the concentration of toxic
substances (CO, NO,, SO,, CH,0) in the exhaust gases is reduced.

The composition of the fuel includes hydrocarbon and non-hydrocarbon (heteroatomic)
compounds of various classes that determine the physical, chemical and operational properties
of fuels (Table 3).

Table 3
Characteristics of physical-chemical properties of traditional and alternative gasolines
Aviation Motor
Characteristics gasoline . Methanol Ethanol Butanol Hydrogen
gasoline
B91/115
Density at temperature | o rated | 740-760 792 789.3 810 70
20 °C, kg/m
Boiling temperature,°C 40—-180 35-200 64,5 78,4 117,5 minus 253
Chilling point, °C minus 60 | minus 60 | minus 98 funus fmunus minus 259
114,1 90,2
%ass content of oxygen, ) ) 50 347 21.6 )
. 41000-
Combustion heat, kJ/kg 42947 44000 24000 26945 35520 11820
Evaporation heat, klJ/kg | Not rated 200 1115 839,3 591,2 48
45-80 (in
Saturated vapour 20.3-47.9 summer ) 17 8.4 )
pressure, kPa .
time)

Water solubilityat . ..
temperature 20 °C, % Insoluble Insoluble No limits No limits 7,9 -
Octane number: Notrated | 80-98 111 108 99,6 30-40
- reaserch method
- motor method 91 B 94 92 94 Not rated
Yiscosity al temperatire |\ rated | 0,5-0,7 - 1,52 3,64 -
20 °C, mm*/sec
Percentage limits in
gasoline according EN - - 3% 5% 7-10 % -
228:2000

Adding aliphatic alcohols to fuel changes their properties: increase octane number,
it allows to reduce the content of aromatic hydrocarbons. The results indicate that 25 % of the
concentration of ethanol C,HsOH is optimal for use in internal combustion engines.
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We find that with the increasing of octane number, the concentration of toxic gases in the
exhaust decreases, which improves the ecological properties.

Thus, ensuring the ecological purity of traditional and alternative aviation gasoline will
increase the climate sustainability, reduce CO, emissions, aimed at fulfilling the basic provisions of
the Paris Agreement. After analyzing the environmental properties of the components of traditional
and alternative aviation gasoline, it can be concluded that with the reducing aromatic hydrocarbons
in the gasoline, saturated it with oxygenates, it is possible to improve the composition of aviation
gasoline, thereby reducing the formation of carbon monoxide and hydrocarbons during combustion.
The most powerful influence is aromatic and olefinic hydrocarbons, oxygen-containing compounds
have a lowering effect of fuel deposits and carbon laydown on the details of fuel equipment and
combustion chamber.

In turn, the established direction, encourage the continuation of the scientific and applied
research direction: the analysis of the environmental properties of components of traditional and
alternative aviation gasoline and their component composition.
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AHAJII3 EKOJIOTTYHUX BJACTUBOCTEM KOMIIOHEHTIB TPATULIMHOI' O
TA AJJBTEPHATUBHOI'O ABIAIIIMHOI'O BEH3UHY

VY crarti npoaHani30BaHO €KOJOTi4Hi BJIACTUBOCTI KOMIOHEHTIB TPAAULIMHHMX 1 adbTepHATHBHUX
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B cratbe mpoOaHANM3UPOBAHBI HKOJIOTHYECKHE CBOICTBA KOMIIOHGHTOB TPAAMIUOHHBIX U
QIBTEPHATUBHBIX AaBHALMOHHBIX OCH3MHOB. YCTAaHOBJICHO, YTO C YMCHBIICHHEM apOMaTHYECKUX
YIJIEBOAOPOAOB B COCTaBe OCH3MHOB, HACHIIIASA UX OKCHUI'CHATaMH, MOXHO YIy4IIUTh COCTaB aBUAIIMOHHBIX
OCH3MHOB, TEM CaMbIM YMEHBIINTH O0pa30BaHUE OKCHJA YIJIEpoJa M YIJICBOJOPONOB IPU CrOpPAaHHU.
C yBeMMYCHUEM OKTAHOBOT'O YHCJIA KOHIIEHTPAIMs TOKCUYHBIX Ta30B B BBIXJIONE yMEHbIIAETCs, Onarogaps
YeMy YJy4YIIAIOTCS OJKOJIOTMYEeCKHe CBOWcTBa. lcmonb3oBaHme OHOTOINIMBA BeleT K  YIIyYIICHHIO
9KOJIOTHYECKUX XapaKTEePHCTHK.
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ANALYSIS OF THE ENVIRONMENTAL PROPERTIES OF THE COMPONENTS
OF TRADITIONAL AND ALTERNATIVE AVIATION GASOLINE
In this article have been analyzed ecological properties of traditional and alternative aviation gasoline.
We determine that with reducing of aromatic hydrocarbons in gasoline, saturated with oxygenates; it is
possible to improve the composition of aviation gasoline, thereby reducing the formation of carbon monoxide
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and hydrocarbons during combustion. With increasing octane number, the concentration of toxic gases in the
exhaust decreases, that improves the ecological properties. Using biofuels leads to improve environmental
characteristics.

Key words: ecological properties, alternative gasoline, toxicity, bioactive polycyclic arenes (PA),
component composition, hydrocarbons, flesh point, maximum allowable concentration (MAC), emissions,
biofuels.
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OF TRANSPORT ON ENVIRONMENT IN INTERMODAL TRANSPORTATION

Viktoria Khrutba', Vasyl Mateichyk', Oksana Spasichenko', Svitlana Marunych’

In modern conditions of globalization of the economy, most of the international
transportation is carried out with the participation of two or more modes of transport in mixed
traffic (in different combinations) on the «door to door» principle. The Association Agreement
between Ukraine and the EU provides for the development of multimodal transport as one of the
areas for the creation of a stable, efficient and safe transport system integrated with the Trans-
European Transport Network TEN-T. In Europe, in recent years, two thirds of international traffic
has been carried out in mixed traffic. The Po-Po (roll-on roll-off) technology has become the most
widespread. Promoting the development and formation of a flexible national policy on mixed
freight and developing multimodal and intermodal transportation is a promising direction for the
development of the Ukrainian transport system, as it forces us to search for new ways of solving
non-standard transportation issues, and constantly develop and implement new technologies for the
transportation process. A rational combination of different types of transport can significantly
reduce the total cost and time of transportation, increase the volume of cargo and the number of
passenger traffic with the participation of national transport companies, increase the country's
competitiveness in the world transport services market, develop the network of existing transport
corridors, integrate Ukraine's transport infrastructure into the world transport system [1].

In this connection, requirements for the quality of supply of goods are increased, changes
are made in the choice of modes of transport, and progressive forms of cargo delivery are
introduced. All this leads to changes in the structure of transportation and, in fact, to a new
logistical view of transport and the revision of transport policy in the direction of creating an
optimal logistics system, reducing the delivery time, improving the quality of goods, reducing the
transport costs of the consumer. Underestimation of the role of logistics as a factor of influence on
the efficiency and competitiveness of the country's economy worsen the position of our state in
international rankings. In 2016, Ukraine ranked 80th in the world by the index of global
competitiveness and ranked 85th in the index of logistic efficiency.

Logistic transport processes, which are an integral part of both production processes and
consumption, have a significant human-induced environmental impact. This is largely due to the
use of vehicles for the provision and movement of material resources and / or finished products in
the logistics chain. At the same time, the requirements for preservation of the environment are
constantly increasing, so companies in transport should consider the external costs associated with
climate change, air pollution, waste, noise, vibration and accidents. Environmental pollution and
irrational use of natural resources potential in the implementation of passenger and freight transport
lead to a disturbance in the balance of natural ecosystems, exacerbate the ecological crisis, which is
accompanied by a crisis of socio-economic system at the global level [2].

World experience shows that the minimization of environmental impacts in the system
of transport logistics requires the use of conceptually new approaches and management methods to
mobilize reserves to increase environmental and economic efficiency and ensure the transition from
quantitative consumption to more qualitative, harmonization of economic, social and
environmental interests of the economy. Consequently, systematic research and substantiation
of the need for ecologically-oriented management of intermodal transport in order to create an
environment in which the needs of the population are provided, the efficiency of delivery
of passengers or goods is increased, and the condition for minimizing the negative consequences
of anthropogenic interference in the ecosystem is achieved.
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The purpose of the work is to develop the basic principles of ecological logistics in
intermodal transportation in order to reduce the impact of transport activities on the environment.

To achieve this goal, the following tasks were formed:

— to characterize the implementation of inter / multimodal transportation;

— to determine the peculiarities of the use of aviation and motor transport in intermodal
transportation and its impact on the environment;

— to analyze the existing approaches to the formation of logistics systems on the principles
of minimizing the environmental impact;

— to form the basic principles of the formation of an ecologically oriented logistics system
for intermodal transportation.

The object of research is the processes of forming logistics systems while ensuring
minimization of negative environmental impact.

The subject of the study is a set of theoretical, methodological and practical provisions for
the optimization of logistics processes in intermodal transport by aviation and motor transport.

In the modern world, there is a concept that the effectiveness of international trade,
economic growth and sustainable development is significantly dependent on the implementation
of mixed transport, which involves the integrated use of different modes of transport in one
transport system. The feature of intermodal transportation is the use of the benefits of each mode
of transport. The criteria for efficiency are not only the cost of delivery, but also the speed,
accuracy of delivery, as well as environmental safety and many other factors.

The modern concept of the development of European transport is based on the multimodal
and intermodal approach, which involves coordinating the capacities of different modes
of transport and time of transportation. The advantage of intermodal and multimodal transportation
is the efficient combination of several modes of transport, optimization of transit time, reducing
warehouse costs and controlling the cost of transport. As a result, due to the reduction of carbon
emissions, the state of the environment is also improving [3] .

The legal basis for intra-modal carriages is: the UN Convention on International Multimodal
Transport of Goods (1980); European Agreement on Important International Combined Transport
Lines and Related Objects (ULKP / AGTC) of 01.02.1991. with the list of standards and
parameters ("Yellow Book"); European Agreement on Important Inland Waterways of International
Importance (UMVSH / AGN) of January 19, 1996; Protocol on combined transport by inland
waterways to the European Agreement (ULKP / AGTC) of 17.01.1997; Association Agreement
between Ukraine and the European Union [4].

Ukraine has virtually no legislative framework for multimodal transport. The consequences
of this are close to zero level of multimodal and intermodal transport, first of all, container and low
quality of transport infrastructure, which results in low efficiency of logistics, high transport
component in the price of goods.

In Ukraine, the transport and logistics network of multimodal transportation is only being
created. The most actively used are multimodal and intermodal carriage of goods using road, rail
and sea transport. There is a gradual increase in the attraction to the abovementioned transportation
of air transport.

The peculiarities of air and road transport for intermodal transport and their environmental
impact are considered below.

Transport provides communications between industries, enterprises, regions of the country,
foreign countries. Cargo turnover and volumes of cargo transportation for the first quarter of 2018
are given in Table 1 [5].

Road transport is one of the most important areas of entrepreneurial activity, as in the
process of managing, each firm needs the transportation of materials, raw materials, finished
products, while they use their own vehicles or use the services of motor transport enterprises.
Automobile transport plays an important role in the socio-economic development of the country.
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Table 1
Cargo turnover and volumes of cargo transportation in January—March 2018

Cargo turnover, mln. tkm Volume of transported cargoes, mln. t
Transport 79219,3 150,0
railway 47261,0 79,1
automotive 9611,9 39,6
water 681,8 0,7
pipeline 21602,0 30,6
aviation 62,6 0,02

Today, more than 100 thousand road carriers provide transportation services for 52 %
of passengers and 64 % of goods [6]. Its features are flexibility and adaptability to user
requirements. The high level of competition in the industry, the small size of most motor transport
enterprises, work mainly with small batches of goods, as much as possible orient the motor
transport business for the needs of a particular client. Therefore, road transport has become the
dominant type of inland transport in most developed countries.

At the same time, motor transport is one of the main pollutants of atmospheric air. The main
component of the negative impact on the environment in the functioning of motor transport is
associated with environmental pollution by harmful substances, noise and products of wear. The
main harmful substances that pollute the atmosphere are: carbon monoxide; hydrocarbons,
including those having carcinogenic properties; nitrogen oxides; solid particles and soot; dioxide of
sulfur; lead compounds. In addition, concerns are raised about the increase in carbon dioxide
concentrations in the atmosphere resulting from the combustion of extractive fuels, resulting in an
increased greenhouse effect, which can lead to unpredictable climatic and consequently economic
and social consequences. Its emissions of pollutants to the atmosphere in recent years make up
about 1796.5 million tons annually or 90 % of the total emissions of pollutants from mobile sources
of pollution in Ukraine (Fig. 1).
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Fig. 1. Composition of exhaust gases of the car

During the operation of motor vehicles, air pollutants are significantly contaminated with
solids used for the production of tires. These are isoprene, chloroprene, acrylate and other rubber.
As a result of intense movement, the wear of asphalt coatings is increasing, which increases the
content of solid particles in the air, including carcinogens. Various mineral salts (sulfates, chlorides
and others), which are used on roads during ice-cold, wash off from the roads fall into the soil and
reservoirs, cleansing and mineralizing them. The wastewater of the motor transport enterprise,
which is polluted by the worked oil products, oils, etc., causes significant losses to the
environment. Polluting media used during repair, maintenance and refueling. Toxic are lubricants
(motor, transmission, etc.) and mineral-based liquids used for hydrosystems, adhesives and sealants
on the basis of formaldehyde and epoxy resins, which are used in the repair and manufacture of
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cars. Cooling and brake fluids are poisonous. It is known that the share of transport in the total
amount of emissions of harmful substances in the atmosphere from stationary and mobile sources is
about 70 %, which exceeds the share of any other type of economic activity. In general, according
toautomobile engines in Ukraine burn around 2 billion tons of fuel each year. In internal
combustion engines, the burning of 1 ton of gas consumes about 15 tons of air, or 2000 liters of
oxygen, which is 2.5 times more than its daily consumption by a person. When burning 1000 liters
of fuel, the carburetor emits 200 kg of carbon monoxide (CO), 25 kg of hydrocarbons, 20 kg of
nitrogen oxides, 1 kg of sulfur oxides and 1 kg of soot. In addition to environmental problems, the
economic and social aspects of the functioning of the transport system as an element of the logistics
system of the enterprise are equally important.

The features of intermodal transportation for air transport are considered below.

Air transport is one of the youngest and most powerful types of communication. Its
advantages are speed, year-round functioning, the ability to deliver goods in hard-to-reach areas.
Air transport carries out the overwhelming majority of transcontinental passenger transportation
and transportation of goods with a short shelf life for considerable distances.

For the EU, air transport is very important, since it employs 5.1 million workers and
accounts for 2.4 % of the gross domestic product (GDP) of the EU (or € 365 billion). Air transport
occupies a leading place in the transport of passengers and cargo and promotes economic
development, international trade, and opened new markets, especially in the peripheral regions of
the EU [7]. In recent decades, their global volume has steadily increased, each year ranging from 5
to 7 %. Ukraine has air connections with many countries, which contributes to the development of
intermodal transport. There was a reorientation of passenger flows from domestic to international
flights. At present, they account for about 60 % of all passenger traffic. Indicators of Ukrainian
airlines are shown in Table 2.

In 2017, passenger and cargo transportation was carried out by 32 companies. 10555,6
thousand passengers and 82,8 thousand tons of cargoes were transported (a decrease from 27,6 %
and 11,4 %, respectively, from 2016) [8].

Table 2
Indicators of activity of Ukrainian airlines for the period from 2009 till 2016
Total
Units of | 2009 | 2010 | 2011 2012 2013 2014 2015 2016
measurement
1 2 3 4 5 6 7 8 9 10

Passengers thous.  [5131,1|6106,5| 7504,8 | 8106,3 | 8110,4 | 6472,2 | 6304,3 | 82779
transported people.
Passenger- billion 9,0 | 11,0 13,8 14,4 12,6 11,6 114 15,5
kilometers pass-km

completed
Cargo and mail thous. t 85,1 | 87,9 92,1 122,6 99,2 78,7 70,6 74,3
transported
Performed ton- min. tkm | 350,9 |379,1| 370,6 363,1 273,1 239,3 218,5 226,4
kilometers

Commercial thous. 842 | 98,9 105,3 106,1 96,0 74,8 66,3 79,5
flights
performed

International
Passengers thous.  [4135,9(5144,3| 6328,5 | 6820,9 | 6900,3 | 5828,6 | 5679,6 | 74754
transported people.
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Table 2 continue

1 2 3 4 5 6 7 8 9 10
Passenger- billion 8,4 10,4 13,1 13,7 11,9 11,3 11,1 15,2
kilometers pass-km
completed

Cargo and mail thous. t 844 | 87,5 91,9 122,0 98,8 78,2 70,2 74,1
transported
Performed ton- min. tkm | 350,5 [ 378,9| 370,4 362,8 | 2792,9 | 238,9 218,3 226,2
kilometers
Commercial thous. 582 | 71,4 77,8 77,7 71,6 61,3 56,1 67,9
flights

performed

Today, the rapid process of European integration and international environmental standards
adopted by forcing enterprises aviation industry to step up its activities to reduce environmental
impact. As a result, air transport is contamination of soil, water bodies and the atmosphere, and the
specifics of the impact of air transport on the environment found in significant noise performance
and significant emissions of various pollutants. It is important to draw attention to the fact that the
negative impact of air transport is not limited only to the emission of CO, into the atmosphere and
the creation of a high level of noise, which is harmful to the health of the population and leads to
environmental pollution, and its functioning is primarily due to the use of significant volumes of
various resources, in particular natural (Fig. 3).

Air transport
(airports, aircraft manufacturing companies,
aircraft)
v L v
Consumption of Negatlve.lmpact on the Negative social
natural resources environment consequences
Pollution of the air basin, The deterioration of
water objects, soil during P health in the areas of
. the construction and i
operation of communication
routes
Death of living
. organisms
R
Gas
VL A 4
Oil and Violation of soil by construction of
petroleum air transport obiects

Fig. 3. Influence of air transport on the environment

Aviation transport causes «damage» to nature and population, with a significant proportion
of pollution being attributed to airports. For example, flying planes emit thousands of tons of
harmful emissions into the atmosphere, with their largest volume coming to take off and the
altitude, which indicates their significant concentration in the surrounding areas of the airport,
where people live. The share of the total CO, emissions from air transport is 2 %. Rapid
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development of air transport would inevitably cause enormous damage to the environment, but the
initiatives that are being implemented by the industry are intended to stabilize, and then reduce
noise levels and emissions of greenhouse gases. According to the experts of the world, in order to
reduce the noise load and CO, emissions, it is necessary to develop the appropriate airport
infrastructure, which will eliminate the above-mentioned problems and enable the rapid
maintenance of various types of aircraft. The contribution of such measures is estimated by analysts
as less significant than the contribution to the renewal of the park and the use of biofuels (about
10 %).

It was determined that aviation transport contributes significantly to the emission
of greenhouse gases in the upper atmosphere. Flying at high altitudes and at high speeds results in
the dissipation of combustion products, which affects climate change more than other modes
of transport. The impact of air transport on the environment is due to the following features
of aviation activity: the modern fleet of aircraft and helicopters has gas turbine engines operating
on aviation aircraft, the chemical composition of which differs from automotive gasoline and diesel
fuel of better quality with a lower content of sulfur and mechanical impurities, the main mass the
exhaust gases emitted by aircraft directly in the airspace at relatively high altitudes, at high speed
and turbulent flow, and only a small fraction — in the vicinity of airports and settlements.
An important problem is the noise of airplanes in the airport area. Factors of the adverse impact
of aviation on the environment are noise during the operation of airplanes, emissions of pollutants,
electromagnetic radiation, thermal pollution, contaminated drains from the airport [9].

Consequently, an increase in the volume of air transportation in the world leads to the need
for effective approaches. It should be noted that Environmental protection is one of the strategic
objectives of the International Civil Aviation Organization (ICAO), whose main objective is to
reduce the negative impact of global civil aviation on the environment:

— limiting or reducing the number of people suffering from significant noise caused by
aviation activities;

— limiting or reducing the impact of aviation emissions on air quality;

— limiting or reducing the impact of aviation emissions of greenhouse gases on the global
climate.

Thus, today there are many approaches and methods to minimize the impact of transport
activities on the environment, of which the most effective are:

— use of environmental vehicles with electric, gas, hydrogen and hybrid engines, as well as
ecological fuel and lubricants;

— driver training, energy efficient driving;

— optimization of routes taking into account the environmental impact;

— an increase in the share of rail and water transportation;

— implementation of schemes of multimodal transportation using mainly rail and water
transport, as these transport modes are less harmful to the environment;

— the use of trailers with bunk trailer, and the loading of containers in two tiers, which
allows us to rationally use the space of rolling stock and a smaller number of vehicles;

— the use of environmentally friendly loading and unloading equipment.

The most effective approach is to apply a balanced approach to managing environmental
impacts during transportation.

Thus, both automobile and aviation transport have a significant anthropogenic impact on the
environment and public health. One of the measures to minimize such impact is the introduction of
mixed traffic on the principles of environmental logistics. Analyze the existing approaches to the
formation of logistics systems on the principles of minimizing environmental impact.

The main task of transport at the present stage is ensuring coordination of the various types
of transport on a unified methodological basis; provision of demand for cargo transportation in
conditions of system interaction of two or more types of transport; safety and quality of
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transportation; creation of conditions for financial and economic improvement of transport
enterprises and intensification of investment activity; development of scientific and methodological
and organizational and technical means of accompaniment of processes of transportation of cargoes
under the conditions of interaction of various elements in the structures of logistics.

During the last decade, considerable experience has been gained in improving the general
principles and mechanisms of enterprises with the use of logistics. In the writings of domestic and
foreign economists, in particular VP Meshalkina, E.V. Mishenina, I.I. Koblianskaya VF
Dmitrichenko, PP Levkovtsy, AM Tkachenko, O.S. Ignatenko, LG Zayonchyk, IM The author,
K.Klarka, M. Porter, are investigating general theoretical and highly specialized problems of
logistics. The literature review shows examples of effective solutions to certain environmental
issues faced by modern logistics managers. Miiller, for example, has shown the experience of using
disposable plastic containers for packaging solid waste management at Proctor & Gamble
Company. Shelsey analyzed Canon's program for disposable cartridges for copiers, laser printers
and fax machines. Others, such as Polen and Pharys, considered the logistics of channels and issues
related to the recycling of plastic waste. Issues relating to the inclusion of an ecological component
in the system of logistic management are considered in the works of Yu.V. Chortok, T.M.
Skorobogatov, V.P. Mateichyk, V.O. Khrutba, V.I. Zuzjun. It should be noted that their research is
most often concentrated within the framework of one functional area of logistics, for example,
resource conservation.

Analysis and generalization of domestic and foreign approaches to the interpretation of the
concept of "ecological logistics" has made it possible to establish that the scientists who are
investigating this problem consider this concept to be largely limited, taking into account the
ecological destructive effect of only certain subsystems of the logistic system or only the
consequences of such influence. Chortok Yu.V. [10] proposed and theoretically substantiated the
interpretation of the concept «ecological logistics» as a subsystem of management of material and
associated flows from the primary source to the final consumer, which provides minimization of
environmental degradation effects on the environment. This interpretation enables to substantiate
the necessity of forming an ecological and economic management mechanism as a macro-logistic
system of the city (region) and the micro-logistic system of the transport enterprise. For all levels of
drug management it is expedient to consider the following tasks:

— to conduct a permanent audit of carbon emissions in the supply chain;

— transfers of goods mainly to the «green» mode of transport;

— development of «green» vehicles, air and sea vessels;

- reducing environmental impacts during storage;

— increase of ecological efficiency of fuel at cargo and passenger transportations;

— introduction of reverse logistics of waste management;

— creation of a sustainable logistics system of the city;

— state support for the stability of the logistics system.

The experience of well-known companies convincingly proves the high effectiveness
of these measures in practice. Thus, Unilever, due to multimodal transportation (reducing road
haulage and increasing the share of rail and sea traffic), significantly reduced the level
of greenhouse gas emissions and reduced the amount of transport costs. The Japanese shipping
company K Line has installed on a separate court a computer system that, on the basis
of continuous monitoring of weather and hydrographic conditions, optimizes engine operation,
which in turn allows reducing emissions of harmful emissions to the atmosphere by 1 %. The
world-renowned express delivery company DHL has developed a service, in the process
of implementation customers are being asked to assume responsibility for environmental pollution.
The GoGreen service allows you to calculate the amount of CO, emissions when transporting cargo
from the moment it is accepted by the transport company and until delivery to the recipient.
The consumer voluntarily decides to pay additional costs for environmental damage.
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The issue of taking into account the full economic and environmental value of transport
services is a complex multivariant problem, which involves a comprehensive accounting of
economic costs and environmental losses in the logistics system. This approach takes into account
the unity of the processes of nature management, consumption of natural resources and the amount
of waste that is formed in this case. Below the peculiarities of applying ecological logistics
approaches in intermodal traffic are considered.

Warehousing of Transportatio | | Transportati Warehousingo
commodity n by one Overloading to on by f commodity
products at the J\ mode of another type of another 4\ products at the
manufacturer or in —/ trilSpO.n(alg) transport mode of —|/ consumerAir
the distribution n?ani lecrtc:;ng transport
centerWater companies,
aircraft)

]

Fig. 4. Logistics chain in intermodal transportation

Transportation is a key integrated component of any process of production or consumption,
essence of which is connected with the movement of material resources and finished products by
vehicles in the logistics chain. Logistics chain in intermodal transportation includes such processes
(Fig. 4).

The conducted researches have determined that modern transportation, in most cases, is a
complex object of interaction in the market of transport services. The most frequent cases are the
cases of interaction of consumers (senders) of goods with one or two modes of transport (aviation —
automobile, railway — automobile, sea (river) — automobile, etc.). The block diagram of the
interaction of aviation and automobile type of transport is presented in Fig. 5.
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Fig. 5. Structural diagram of interaction of aviation and automobile type of transport

From Fig. 5 it is evident that when using two types of transport, a linear scheme of
interaction is implemented, which enables to effectively implement environmental principles in the
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formation of the logistics system of transportation. Assessment of environmental impacts is carried
out for each element of the logistics chain.

We will form a system model for the ecological assessment of the logistic system for
intermodal transportation, which is a rolled-up tree of an excessive set of tasks and procedures that
can theoretically be carried out in the logistic processes of intermodal transport. The overall

assessment of the logistic system for intermodal traffic ( LS 17 ) can be represented by the function:

LSIH =f (VVBHP’ WCK/]A,H W paric.apr > Wreanc.ur s Wrparic.asr » WCK/IAB’AMOBHA) ’ &
where W, . = f(x,)— the subsystem of production (goods); WCK/YALZ = f (x,.)f subsystem of storage of

products and goods; Wy, i nr = f (X, )— subsystem of transportation by car; W, ... = f(x,)—

"

subsystem of transportation by airplane; W'T;,AHC ABT. = f (xm)— subsystem of transportation by car;

/4

CKIT.34MOBH. — f (xl)— subsystem storage of products and goods from the customer;

n» X; — economic and environmental indicators of the system; Z, j, k,n,m,l -

X X, X, X, X
number of parameters in each subsystem.

The effectiveness of each subsystem is estimated by the local integrated indicator, the
effectiveness of the entire drug is determined on the basis of a cumulative approach, taking into
account the significance of each subsystem.

LS =Wap - 4 A Werenn - & + Wipasic anr & + Weparic ur. O+ Wepgne ar - Qs +

2
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The ecological-economic assessment of the logistic system involves solving the
multicriterial optimization problem with two targeted functions — minimizing the negative impact
on the environment with maximizing the economic efficiency of logistic processes in intermodal
transport:

VVizminmaXyL(J};): 3)

where J¥,— the minimax optimization criterion of I -th subsystem; »,— the environmental criteria of

minimization of I -th subsystem; v,,— the economic criteria of maximization.

The target function for the I -th subsystem of the ecological assessment of the logistic
system for intermodal transportation is [29]:

m
1 _ .
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With restrictions:
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where ', %, — ecological and economic efficiency of the I -th subsystem of the logistic system of intermodal
transportation; Cy, djy; — environmental and economic indicators; Xj; — input parameters of the I -th

subsystems; X ’1,- — amount of | -type of waste of the [ -th subsystem; m — number of subsystems EOLS; n —

quantity of ecological influences in the system; a;, b; — correction coefficients of environmental impacts; /; —
maximum permissible and normative ecological indicators.

Determination of optimization parameters of the logistic process will allow to ensure
efficient organization of the process of delivery of goods by various modes of transport
(intermodal) transportation. The choice of one or another type of transport is due to the relevant
criteria, types of goods and other factors that arise in the process of transportation processes.

It is also necessary to take into account that in the case of intermodal transport of goods, two
variants of technological processes can be implemented: using the composition (base) between the
various transport links and without the use of the latter, which imposes additional tough conditions
on the formation of consignments and the work of the respective modes of transport. The
conducted studies have shown that the implementation of the above-mentioned options
significantly different in terms of cost and performance of transportation and requires the setting
and solution of optimization tasks of the logistics system.

Thus, the creation of a logistic system of intermodal transportation taking into account
environmental impacts will allow:

—reduce emissions of harmful substances into the atmosphere through the transition to more
environmentally friendly modes of transport and vehicles using less fuel, replacing fuel for less
harmful;

—reduce costs of material, information and transport flows during transportation;

—take into account environmental factors when placing warehouses;

—minimize material resources when packaging products;

—implement waste recycling systems, reduce the amount of waste generated by the
enterprise;

—to finance environmental protection measures in order to create a favorable image for
consumers and counteragents, etc.

The obtained scientific results allow to formulate the concept of «Balanced approach» in the
organization of intermodal transportation, aimed at increasing volumes of transportation, profit,
profitability, reducing the cost of developing a clearly defined business strategy with minimizing
human impact on the environment.

Such measures have four main components and require careful assessment of all possible
options for reducing environmental impacts, both from road and air transport, including:

- reduction of atmospheric emissions from transport sources,

- planning and use of territories

— technical measures to mitigate environmental impacts,

— operating restrictions, in compliance with the relevant legal obligations and existing
agreements, current legislation and implemented strategies.

«Balanced Approach» is an important step towards reducing the level of anthropogenic
impact of logistics processes. However, in order to achieve effective and sustainable reduction of
environmental damage, it is also necessary to apply more stringent technical standards, such as
more stringent environmental requirements, along with measures to decommission obsolete
vehicles.
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In the framework of a balanced approach, motor transport enterprises and airports are
encouraged to first assess the current environmental situation by identifying specific issues using
simulation (computer simulation) and monitoring methods. In order to implement effective
intermodal transportation for transport enterprises, the following basic elements should be fulfilled:

1. Reducing individual anthropogenic influences through the promotion and support of
research, research and technological programs aimed at reducing impacts on the source or other
means.

2. Land-use planning and management policies to prevent inconsistent development in
sensitive areas. This action combines planning (zoning, easement), mitigation (building codes,
isolation, disclosure of real estate information) and financial aspects (tax breaks, fees).

3. Practical application of operating procedures to reduce the harmful effects of transport
activities, as far as possible, without affecting safety. These procedures allow to reduce or
redistribute environmental damage both in the roadside and in the aerodrome environment.

4. Operating restrictions for a car and aircraft are defined as any limitation related to the
environmental consequences. It is used only after considering other elements of the balanced
approach. In connection with this, there is a need to address the urgent environmental problems of
all spectrum of transport, production, intellectual and social activities at the expense of state and
sectoral systems of environmental management.
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EKOJIOTTYHUM IMIIXIT 0 OLIHKHA BILIMBY TPAHCIIOPTY HA HABKOJIMIITHE
CEPEJOBHUIIE ITPU IHTEPMOJAJIBHOMY NEPEMIIIIEHHI

CydJacHa KOHIETIIiS PO3BUTKY €BPOIEHCHKOTO TPAHCIIOPTY 3acHOBaHA HAa MYIBTHMOJAIBHOMY Ta
IHTepMOJAIBHOMY MifXOJaX Ta MHepeadadae KOOPAMHALIIO Aifl PI3HUX BHAIB TpaHCHOpTy. Exomoriuxo-
OpIEHTOBAHMI TPAHCIIOPTHHH MEHEKMEHT 3abe3ledye MiHIMi3alilo BIUIMBY Ha HAaBKOJHIIHE CEPEIOBHILE
JUIsl IHTEPMOJJATIbHUX TIEPEBE3CHb.

Mertoto craTTi € po3poOJIeHHS! IPUHLUITB €KOJIOTIUHOI JOTICTUKU B IHTEPMOJAIBHUX NEPEBE3CHHAX
JUIS 3MEHIISHHS BILTBY TPAHCIIOPTHOI MisTTbHOCTI HAa HABKOJIMIITHE CEPEIOBHIIIE.

JInsi TOCATHEHHSI MOCTaBICHOT MeTH OyJIo INOCTaBICHO TaKi 3aBIAHHS: OXapaKkTepU3yBaTH yMOBH
3OIMCHEHHS MDKMICBKOTO  TPAaHCIIOPTY; BH3HAUUTH OCOONMBOCTI BHKOPHCTAaHHS aBialliiHOTO Ta
aBTOMOOIIBHOTO TPAHCIOPTY Ta iX BIUIMB HA HABKOJMIIHE CEPENOBHUINE; IPOAHANI3yBaTH MHiAXOAU IO
(opMyBaHHS JIOTICTUYHMX CHCTEM Ha MpPHUHIMIIAX MiHIMi3alii BIJIMBY Ha HAaBKOJIMIIHE CEpENIOBHUILE;
chopMyBaTH MPUHIMIN CTBOPESHHS €KOJIOTIYHO OPi€HTOBAHOI JIOTICTUYHOI CHCTEMH JUIS IHTEPMOJAIBHOTO
TPaHCHOPTY.

KonrodoBi cioBa: iHTepMOJaIbHHUI TPaHCHOPT, JIOTICTHYHA CHCTEMa, aBTOMOOUIBHHMH TPaHCIOPT,
aBiaIifHUI TPAHCIIOPT.
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DKOJOTHYECKH OPHUEHTUPOBAHHOE YIIPABICHHE TPAHCIOPTOM OOECIIeYNBAET MHHHUMHU3ALUIO BO3JICHCTBUS Ha
OKPYXAIOULYIO Cpey JUIsl HHTEPMOJAIbHBIX IEPEBO30K.

Lenpto crateu sBIsAETCS pa3pabOTKa NPUHIUIIOB 3KOJOTHYECKOW JIOTUCTHKH B HHTEPMOJATBHBIX
HEPEBO3KaX C LEJbI0 CHUKEHUS BO3JEHCTBUS TPAHCIIOPTHOM JEATEIbHOCTU Ha OKPYKAIOILYIO CPENy.

Jns poctmxeHust 3Toi uenu Obutd chopMUpPOBaHBICIEYIOMIME 3a/1a4l: OXapaKTepPU3UBaTh yCIOBUS
OCYILIECTBIICHHS MEX / CMEUIaHHBIX MEPEeBO30K; ONMpPEAEIUTh OCOOEHHOCTH HCIOJIb30BaHMs aBHALIMOHHOTO
W aBTOMOOMJIFHOTO TPAHCIIOPTAa M UX BO3JCHCTBUS Ha OKPYXKAIOIIYIO CPEAy; NPOAHATH3HPOBATh IOIXOIbI
K (POPMHPOBAHUIO JIOTUCTUYECKHX CHCTEM Ha TNPHUHIMIIAX MUHHMH3AIMU BO3/CHCTBUS Ha OKPYKAIOIIYIO
cpeay; choOpMHUPOBATh HPUHLIUIIEI CO3JAHUS SKOJIOTHYECKH OPHUEHTUPOBAHHOMN JIOTMCTHYECKOW CHCTEMBI IS
HUHTEPMOJAIBHBIX NIEPEBO3OK.

KiioueBble c€j10Ba: HMHTEPMOAAJbHBIE IEPEBO3KH, JIOTHCTHYECKAs CHUCTEMa, aBTOMOOWJIBHBII
TPAHCIIOPT, ABUALIMOHHBINA TPAHCIIOPT.
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ECOLOGICAL APPROACH TO EVALUATION OF THE EFFECTS OF TRANSPORT
ON ENVIRONMENT IN INTERMODAL TRANSPORTATION

The modern concept of the development of European transport is based on the multimodal and
intermodal approach and involves coordinating the actions of various modes of transport. The ecologically-
oriented transportation management ensures minimization of environmental impacts for intermodal transport.

The purpose of the paperis to develop the principles of ecological logistics in intermodaltransportation
in order to reduce the impact of transport activities on the environment.

Following tasks has been formedto acheive the goal: to characterize the conditions of implementation
of inter / multimodal transportation; to determine the peculiarities of the use of aviation and road transport and
their impact on the environment; to analyze approaches of forming logistics systems on the principles of
minimizing the impact on the environment; to form the principles of forming an ecologically oriented logistics
system for intermodal transportation.

Key words: intermodal transportation, logistics system, road transport, aviation transport.
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3.5 NOISE MONITORING FOR IMPROVEMENT OF OPERATIONAL
PERFORMANCES OF THE AIRCRAFT IN VICINITY OF AIRPORTS

Mikhal Bukala', Oleksandr Zaporozhets,
Volodymyr Isaienko®, Andrzej Chyla’

The aircraft noise is usually the single or somewhere one of the most important local impact
factor arising from airport operations which, unless managed effectively, has the potential to
constrain the ability of airports to grow in response to demand and hence limit the social and
economic benefits that future growth could bring [1]. People living around the airports are driven to
complain when some nuisance factor (or stressor) in the environment gives rise to annoyance
and/or sleep disturbance when this stressor reaches a threshold of tolerance. Polish Environmental
Protection Law (EPL) [2] treats noise as an environmental pollution, hence this Act adopts the
same general principles, obligations and forms of proceedings in relation to noise, as to other areas
of environmental protection. The EPL also introduces to the legal system of environmental
protection a new institution of the so-called noise areas — the arecas where the noise level is
exceeded to the extent that it requires corrective action via the recovery programs.

According to art. 179 of the EPL, airports are included in list of objects, whose operation
may cause a negative acoustic impact on environment in significant areas, and the manager of such
airport is obliged to draw up acoustic maps of the area every 5 years, during which the operation of
the airport may exceed permissible noise levels for the environment. As required by EPL to control
the impact of aircraft noise on population an area of limited usage (noise zone or obszar
ograniczonego uzytkowania in Polish — OOU) is created around any airport in Poland. This area
arises when, from an ecological review or from an environmental impact assessment, required by
the provisions of the Polish Act of 3 October 2008 on access to information about the environment
and its protection, public participation in environmental protection and environmental impact
assessments, or post-implementation analysis shows that despite the use of available technical,
technological and organizational solutions, environmental quality standards outside the airport area
can not be met.

Noise from the aircraft is limited by ICAO standards [3] and due to corresponding Polish
Aviation Law, art. 53.1 [4] in the scope not reserved for EASA, the President of the Office shall
examine compliance with the requirements to be met by aircraft in the scope of environmental
protection against noise and pollution of land, water and air, as defined in international regulations
and European Union law and regulations issued on based on paragraph 5. Regulation (EC) No
216/2008 of the European Parliament and of the Council of 20 February 2008 on common rules in
the field of civil aviation and establishing a European Aviation Safety Agency EASA states that all
aircraft (except aircraft specified in Annex II w / in regulation), they must meet the environmental
protection requirements for noise in accordance with Annex XVI of the Convention on
International Civil Aviation, December 7, 1944, also known as the Chicago Convention [3].
Meeting these requirements is confirmed by the Civil Aviation Office by issuing a noise certificate.
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Directive 80/51/EEC, as amended by Directive 83/206/EEC, set limits on the emission of
such noise. Already in the eighties of the twentieth century, the European Communities'
environmental action program stressed the need to take appropriate steps in this area. A concrete
expression of these was the adoption by the Council of the European Communities on December 4,
1989 of the directive on the limitation of noise emissions from civil subsonic jet airplanes
(89/629/EEC). It sought to establish stricter rules for reducing noise emissions, although airplanes
with a maximum take-off mass of 34,000 kg or less and with a capacity of 19 or fewer seats were
excluded from its scope.

The Member States of the Communities have been required to ensure that from November
1, 1990, civil subsonic jet airplanes registered after that day in their territory may not be operated in
that territory or in the territory of another Member State unless they have been granted an noise
certificate in accordance with standards at least equal to those specified in Volume 1, Chapter 3,
Part IT of Annex 16 to the Convention on International Civil Aviation. Exceptionally, exemptions
from this prohibition are provided for:

—aircraft of historical significance;

—airplanes used by an entity from a Member State before 1 November 1989 under a still-
existing purchase or leasing agreement which in this context was registered in a third country;

—airplanes rented to a third country entity that have been temporarily removed from the
register of a Member State of the Community for that reason;

—an aircraft which replaces another one destroyed in an accident and which the entity is
unable to replace by a comparable noise-certified aircraft available on the market, provided,
however, that the replacement aircraft will be registered within one year of the resulting damage;

—airplanes powered by engines with a transmission ratio of 2 or more.

The ICAO Balanced Approach (EC Directive 2002/30/EC) was transposed into Polish law
though the Aviation Law (Noise Restrictions) [4] especially in its art.71a—71e, which were added to
the law for this purposeon 29 of April 2004. They allowed the Head of the Civil Aviation Authority
(CAA) to introduce by administrative decision the restrictions or prohibitions on performing air
operations to reduce the noise emitted at the airport where, in the last three calendar years, no less
than 50,000 air operations were carried out on average per year (In accordance with Directive
2002/30/EC). The applicable prohibitions or restrictions may apply to civil subsonic jet airplanes
with a maximum take-off weight of not less than 34,000 kg or to accommodate, according to an
airplane type certificate, more than nineteen passenger seats, excluding spaces reserved for crew
only. As regards the discussed restrictions, marginal compliant planes are therefore located, i.e.
with a cumulated noise margin of no more than 5 EPNdB. By the cumulative margin of noise, the
legislator understands the sum of the differences between the permissible noise level and the noise
level specified in the airworthiness certificate of the aircraft in terms of noise, according to
measurements made at three reference points. The permissible sound level and reference points
shall be determined taking into account Chapter 3 of Part II of Volume I of Annex 16 to the
Convention on International Civil Aviation.

As the noise generated by aircraft can spread (including the spread of the real flight
paths/tracks used in operation in airport under consideration, which are much wider than simply
tracks shown in AIP for the airport and used for acoustic maps calculation usually), the OOU can
also be extended analogically. To this end, environmental noise monitoring is carried out [5].
Measurement results are the basis for the development of acoustic maps that present average values
in relation to the year. Noise maps are helpful in spatial planning and environmental protection
processes and contribute to improving the acoustic climate of the city close to airport. This
information is the basis for noise protection measures adoption — installing sound absorbing
screens, additional planting trees and shrubs, or even changing the course of flights, arrival and
departure procedures for aircraft operated in the airport under consideration. In any case the
acoustical performances of the aircraft in operation are considered currently as one of the basic
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operational parameters, which may even to limit the operational capacity of the airport (sometimes
called environmental in contrary to operational capacity — the limited number of flights per hour
in airport under consideration, which allows to noise limits (limited levels of noise) for this airport
in points of control, once again — the points of noise monitoring [5]).

Focusing on national regulations, we can say that one of the most important is the Act
of April 21, 2001 [2]. Environmental Protection Law (Journal of Laws of 2008, No. 25, item 150,
as amended), which specifies environmental protection principles and conditions for using its
resources, is taking into account the requirements of sustainable development [6]. The provisions
of executive law in the form of the ordinance of the Minister of the Environment of 1 October 2007
on the detailed scope of data included in acoustic maps and their layout and presentation are also
important (Journal of Laws from 2007, No. 187, item 1340), ordinance of the Minister of the
Environment of 1 October 2012 amending the regulation on permissible noise levels in the
environment (Journal of Laws of 2012, item 1109), or the ordinance of the Minister of the
Environment of November 10, 2010 on the method of determining the value of the indicator Lpgy
noise (Journal of Laws 0f 2010, No. 215, item 1414).

To evaluate the effect of the protection measures implemented, a comprehensive set of
surveys to evaluate the short- and long-term effects should be undertaken. A number of the
previous studies indicate that when changes in noise exposure are achieved by source-related
measures (quieter aircraft and/or low noise flight procedures implemented, air traffic reduced, etc.),
the responses could be higher than those predicted from the exposure-response relationships
established from a more stable condition. In studies where the changes include noise screens or
insulation efforts, the change may be smaller than predicted. For example, inside dwellings of the
“experimental” group that received the noise reduction intervention, an average equivalent noise
reduction of 7 dBA was calculated inside the dwellings. But some of intervention studies show that
people are often satisfied with an intervention regardless of the result of the intervention
(Hawthorne effect). For example, one study show the positive effect equal to average equivalent
noise reduction of 5 dBA from informing a population about simply a noise monitoring program
realised carefully around the airport. A review of different theoretical approaches explaining such
differences can be found elsewhere.

The measurements of aircraft noise and the analysis of the results are necessary in order to
protect correctly the local community living in the airport surrounding areas. Permanent or/and
temporary noise monitoring to be undertaken usually in their local community on the assumption
that aircraft noise will exceed what is considered ‘acceptable’ or legally permissible, and in this
connection it is necessary to refer to the legislative controls on aircraft noise.The results show that
for airports with low intensity of flights the long term equivalent sound level is heavily changing in
relation with the long term maximum sound level, but for high intensity flight traffic this
interrelation is quite stable. In the vicinity of airports with low flight intensity the maximum sound
level as a noise impact metric is more sensitive than the equivalent level.In general case the
purposes of monitoring are described elsewhere as:

1) to assess the current status of the resource to be managed or to help determine the
priorities for management,

2) to determine if the desired management strategies were followed and produced the
desired consequences,

3) to provide a greater understanding of the system being managed,and

4) to show that population involvement in noise management helps to reach the goals of
the noise management program, etc.

Although today in most cases the main concern is the negative impact of aircraft noise, the
highest goal is to show that measuring and monitoring the aircraft noise can be used for positive
purposes. For example to show in routine mode what an aircraft exceeded the permissible level at a
point of noise control, to show even why it was exceeded (flight procedure mistake happened or an
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aircraft type is quite noisy to be operated in particular conditions), any flight safety issues may be
raised with monitoring system usage and at the same moment providing confidence to aviation as a
whole. A very new challenge should be expected: how to deliver respite from aircraft noise at the
airport that is valued by the community, which is consistent with efficient operations?

The number and location of the monitors is important depending upon the specific role they
are to play. Quite usual elements of current aircraft noise monitoring systems are the air traffic data
connection for flight events detection (correlation with noise events) and the latest point —
gathering the complaints from residents living around. A number of technologies is available
currently to provide all these necessary functions independently from airports and air traffic
providers and in cost-efficient manner, in such way being available for any airport (or community),
which is interesting in efficient noise management.

The typical monitoring system (Fig. 1) consists of four main parts: data sources, data
collecting and storing mechanism, data correlation and calculation tool and reporting module.
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Fig. 1. Architecture of an exemplary noise monitoring system

Data souces:

—Noise monitoring stations, delivering measured acoustic data. For most cases the measured
value is La.q, logged with a 1 s step but other parameters, such as statistical levels, spectra etc. can
also be used. Most measurement instruments can also provide pure audio signal, but despite its
versatility and multiple recalculation possibilities it is highly impractical because of large amount
of data, which has to be transferred, calculated and then stored.

—Flight path sources, such as radar or ADSB system. Accurate information about the
aircraft location, synchronized with noise data is a relevant factor, which improves correct noise
events recognition and makes spatial analyses possible.

—Meteorological stations, delivering information about current meteorological conditions.
Such information is necessary to assess, whether the acoustic event is correctly measured.
Moreover it is relevant for noise modelling.
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— Airport flight records, necessary for correct identification of a noise source and also for
formal reasons.

The first step to ensure correct functioning of a monitoring system is to properly place the
noise monitoring monitors (or terminals). There is a number of criteria which determine correctness
of point placement but from technical point of view such placement should ensure low background
noise levels, making events extraction possible.

Also there should be no obstacles in the vicinity of the measurement point. Properly located
measurement points will strongly influence usefulness of a whole system.

All the data sources described above deliver information in different formats, with varying
accuracy and stability. The main task of the collector component is to translate data into common
format and common timebase and storing it in a database. This process also includes creating
backups of raw data.

This is the key part of the whole monitoring system. Information stored in the system
database is correlated, cross-referenced and calculated to obtain desired noise indexes, such as long
term noise levels Lpgy and Ly. Aircrafts’ trajectories and airport operational information are used
to extract noise events from the recorded sound level values. Various systems approach this issue
differently. Whole task can be performed manually and automatically, with or without possibility
of manual supervision. The ideal solution seems to be automatic noise extraction algorithm, which
enables the user to manually verify (i.e. with partial audio recording) and correct the output. Each
correction should at the same time improve accuracy of the algorithm. Such behavior can be
obtained with machine learning approach based on the neural networks. After the events are
correctly recognized desired indexes can be calculated.

After the calculations are completed usually the report has to be prepared, considering local
requirements and regulations. Report has to cover whole range of activities that had taken place.
The monitoring system should also often implement additional functionalities such as live preview
of recorded values, automatic verification of data sources condition (most importantly noise
monitoring stations).

The noise monitoring systems, which are installed at many airports around the world, range
from simple systems measuring the noise levels of individual flights to complex systems, which
accumulate and analyze noise data and monitor the flight tracks of aircraft, weather information,
complaints of the neighboring population, and so on. It must supply factual analysis of aircraft
operations and their consequences for environment and information useful to a surrounding
community of the activities taken for environmental noise control. The data and analysis available
from the system may improve planning efforts for noise control, such as in aircraft operation, or the
best location for residential zones around the airport.

There are many national rules and guidelines that govern the installation of monitoring
systems around international airports. During the last two decades around ten airports per year have
provided new or improved installations. Initial systems were very simple in design and operation
compared with more recent ones.

According to a special ICAO CAEP Work Program, an airport noise monitoring effort
should [7]:

(a) compile data on methods used to describe aircraft noise exposure and applications of the
data (Fig. 2a);

(b) determine the contribution (general and/or specific by type, route, airlines, etc.) of
aircraft to the overall noise exposure (Fig. 2b);

(c) collect data on the characteristics of airports with noise and/or flight path monitoring
systems;

(d) collect details of airport noise monitoring systems such as capabilities, data stored,
technical support;

(e) compare calculated and monitored noise levels for a suitable sample of airports;
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(f) compare measured noise levels with certificated noise levels for a range of aircraft types
and operating conditions;

(g) examine changes in measured noise exposure over a representative time period (Fig. 3);

(h) update advisory documents on methodologies and applications of noise contouring and

monitoring, supplemented, for environmental noise management, by the elements of expert and
decision-making systems.
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Fig. 2. Time history of the registered noise level of aviation noise (a) along with the identification of acoustic
events (b)

This collection of information:

) enables determination of the contribution of aircraft to overall noise exposure
(Fig. 2);

(ii) enables detection of occurrences of excessive noise levels from aircraft
operations;

(iii) enables assessment of the effects of operational and administrative procedures for

noise control and compliance with these procedures and/or assess alternative flight
procedures for noise control (the tool of objective assessment of efficiency of the
proposed operational and administrative procedures for noise control in the vicinity

of the airport);

(iv) assists in the planning of airspace usage issues;

V) increases public confidence that airport related noise is being monitored to protect
the public interest (Fig. 3);

(vi) enables validation of noise forecasts and forecasting techniques and their

methodologies over an extended period of time (collection of data for noise
contouring, system noise exposure forecasting and contouring with compiled data);
(vii) assists relevant authorities in land-use planning for developments and noise
impact on areas in the vicinity of an airport;
enables assessment of a Quota Count system (special mitigation procedure which
defines an appropriate number of flights of the aircraft of specific types during a

specific period of the day without violation of noise limits), among other possible
noise mitigation measures; and

(viii)
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indicates official concern for airport noise by its jurisdiction and its governing
bodies and enables provision of reports to, and responses to questions from,
Government and other Members of Parliament, industry organizations, airport
owners, community groups and individuals.
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Fig. 3. Equivalent sound level from the period of one day, one month and year for day and night measured

at one measurement point

Such a collection of information is basic for assessment of aircraft acoustic performances

in real operation in airport under consideration —

it is very important for airport capacity assessment

from operational and environmental points of view.
Also an airport monitoring system can assist:

®
(i)
(iif)
(iv)
)

(vi)

in answering noise complaints about aircraft operations from the general public and
their enquiries;

detecting unusual flight events (measurement and verification of noise levels by
aircrafts, air companies);

educating pilots, airlines, airport proprietors, the public (detection of operations which
have not complied with flight corridor requirements;

obtaining statistical data using an objective resources (aircraft types, operating times,
usage of flight tracks and routes, of runways, complaints, etc.);

applying research tools to assist the airport in performing certain tasks as required and
mandated (planning of airspace usage around the airport, detection of operations which
have not complied with flight corridor requirements, determination of the contribution
of aircraft to overall noise exposure);

assessing compliance with mandatory noise levels, established by a governmental
entity, etc (measurement and verification of noise levels and flight procedures by
aircraft types, air companies, detection of occurrences of excessive noise levels from
aircraft operations, etc ).

The benefits of operating a noise and flight path monitoring system are substantial. However,
these benefits may not be fully realised and the operating agency’s credibility may be reduced if
insufficient resources are provided to oversee the system’s operation and ensure its accuracy. Points
to note include the following:

a) The noise and flight path monitoring system generates vast quantities of data, and a
methodical process of summarizing and reporting the data is vital. This may take the form of
standardized report formats, produced at pre-determined intervals.

b) It is essential to check the accuracy of the data carefully before it is issued publicly. This
relates particularly to the noise data, where the system may be performing extensive mathematical
calculations on data which has been gathered automatically from unattended instrumentation. With
the logarithmic processing which is basic to sound level calculations, it does not require many
incorrect inputs to severely distort a summarised average.
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c) It is essential to keep records of system outages, particularly in regard to flight track
information, to avoid the circumstance where a complainant may be told there was no aircraft
operation at the time and place corresponding to that complained about, when in fact there was an
operation, but it was not recorded due to a system outage.

d) There is a need to run a preventative maintenance and calibration program, as described
in the section on Noise Monitoring Terminals, and this will be an ongoing cost. If the system is used
to detect violations of noise limits and/or of flight corridor boundaries, for the purpose of
prosecution of offenders, then the records of maintenance and calibration data may become
evidentiary material in legal proceedings.

e) The process of installation of a noise and flight path monitoring system may be seen as
a service to the community in helping to deal with the adverse affects of aircraft operations.
However, while the system will provide for a more informed discussion, it is not in itself a solution
to those adverse affects.
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[oBiTpsiHI EpeBe3CHHS € Ay)Ke BUTIAHUMHM JUIS HAL[IOHAJIBHOT Ta MIKHAPOAHOI €KOHOMIKH, alie BOHU
CTBOPIOIOTh aBiaIliMHUIA MIYyM — JEsKi BUAM 30WMTKIB, OCOOJMBO ISl HACEJCHHS Ta CKOJIOTIYHHUX CHCTEM B
paiioHi aeponopty. PiBens aBiamiifHOro mymy € npeamMeroM cepTugikaiil JIiTalbHUX anapaTiB, BAPOOHULITBO
Ta eKCIUTyaTauis JITakiB 3 HEBIANOBITHUM piBHEM IIyMy € He3aKOHHON. [locTiliHMil Ta/abo TUMYAacOBHI
IIyMOBUH MOHITOPHHI ITIOBUHEH NPOBOAWUTHCH, SK IMpPaBHIO, Y MICHEBiH IpoMami 3a YMOBH, LIO IIyM
MOBITPSIHOTO Cy/IHA NepeBUILye "IPUHHATHUI" a00 3aKOHHO JONMYCTUMMH PiBEHb HIYMY, i B 3B'I3KY 3 LIUM
HEOOXiTHO TOCNIATHUCS Ha 3aKOHOJABYUIA KOHTPOJIb INYMIB TOBITPAHHX cyaeH. KinbkicTh 1 Micie
PO3TalIyBaHHS TEPMIHANIB y CHCTEMI MOHITOPUHTY IIyMIB € Ba)KIMBUMH 3aJI€XKHO BiJ] KOHKPETHOI PO, SKY
BOHU IOBHHHI BiJlirpaBaTH B Lil cUCTEMI.
Konrouosi ciioBa: aBianiiiHuii nyM, ITyMOBHI MOHITOPHHT, TEPMiHAJIU B CUCTEMi MOHITOPUHTY LIyMY.
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MOHUTOPHUHI TYMA JJISI YIYUYIIEHUS SKCIUTYATAIIMOHHBIX XAPAKTEPUCTHUK
BO3YIIHOI'O CYJHA BBJIN3U ADPOIIOPTOB

Bo3nymHele MepeBO3KH SBISIOTCS OYCHb BHITOAHBIMH JUIS HAIMOHAJIBHONH ¥ MEXIyHapOJHOU
9KOHOMHUKH, HO OHH CO3JIQIOT aBHAIIMOHHBINA LIYM — HEKOTOpPBIC BUIIBI YOBITKOB, OCOOCHHO Ul HACENCHUS U
JKOJIOTHYECKHX CHCTEM B paifoHe aj3poropra. YPOBEHb AaBHALMOHHOTO I[IyMa SIBISICTCS IPEAMETOM
cepTr(HKaLUN JETAaTeIbHBIX alapaToB, IPOM3BOACTBO U IKCIUIyaTALMsl CAMOJIETOB C HECOOTBETCTBYIOIIUM
YPOBHEM LIyMa SIBJIACTCS HE3aKOHHOH. [IOCTOSHHBIA W/WMIM BPEMEHHBIH LIYMOBOW MOHHUTOPHHI JOJDKCH
HPOBOAKUTHCS, KAK MPABUIIO, B MECTHOI OOIUMHE IPH YCIOBHM, YTO LIyM BO3AYIIHOTO CyAHA IIPEBbIIIACT
"OpHeMIIEMBIi" WM 3aKOHHO AOMYCTUMBIH YPOBEHb LIyMa, U B CBS3M C 3TUM HEOOXOAUMO CCHUIATHCS Ha
3aKOHOJATENIbHBIA KOHTPOJIb LIYMOB BO3AYIIHBIX CyZOB. KOJHMYECTBO M MECTOMOJIOKCHHE TEPMUHAIOB
B CHCTEME MOHHUTOPHHTIA IIIyMOB Ba)XKHbI B 3aBUCHMOCTH OT KOHKPETHOMN POJIH, KOTOPYIO OHHM JOJKHBI UTPATh
B 3TOM CHCTEME.

KiioueBsble ¢J10Ba: aBHAIIMOHHBIN LIyM, IIyMOBOH MOHUTOPHUHT, TEPMHUHAJIBI B CHCTEME MOHHTOPHHIA
ryma.
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NOISE MONITORING FOR IMPROVEMENT OF OPERATIONAL PERFORMANCES
OF THE AIRCRAFT IN VICINITY OF AIRPORTS
Air transportation is very beneficial for national and international economy, but it produces an aircraft
noise — some kinds of damages, particularly for population and environmental systems in airport vicinity.
Aircraft noise levels are subject of aircraft certification, the aircraft with incorrect levels of noise are illegal to
be produced and operated. Permanent or/and temporary noise monitoring to be undertaken usually in local
community on assumption that aircraft noise will exceed what is considered ‘acceptable’ or legally
permissible level of noise, and in this connection it is necessary to refer to the legislative control on aircraft
noise. The number and location of the terminals in noise monitoring system is important depending upon the
specific role they are to play inside this system.
Key words: aircraft noise, noise monitoring, terminals in noise monitoring system.
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3.6 ESTIMATION OF RADIOCAPACITY AND RELIABILITY OF WATER
ECOSYSTEMS

Yuri Kutlakhmedov'?, Iryna Matvieieva®, Andrian lavniuk?,
Valentyna Groza®, Iryna Burlakova®

After the accident at the Chernobyl Nuclear Power Plant large territories of Belarus, Ukraine
and Russia were polluted [1, 2]. Almost all of the contaminated land lies on the water catchment
area of the Dnipro, so as a result of the surface runoff, radionuclide falls in waters of the Dnipro
reservoirs cascade.

For assessment of radioactive contamination the following main concepts have been used.

Reliability — the fundamental property of biological objects that determines their existence
and effective functioning in a randomly varying environmental conditions and time. The measure
of reliability — the probability of fail-save existence of the system, which can vary from 0 to 1.

279



Reliability for sequential and parallel systems is calculated according to the following
formulas (Table 1).

Table 1
Formulas for reliability for different type of systems

n
Reliability of the sequential system of n- elements _ 1
is given by multiplying the probabilities PS"‘/ uential — 1_1[ P’ M

i=
Reliability of the parallel system consisting of n- 1 - _ 2
elements is given by multiplying the probabilities Prarana =1 1:[(1 £) @

Radiocapacity factor (by V.I. Korogodin) is defined as the part of radionuclide (tracer —
¥7Cs) received by separate components of an ecosystem.

In general radiocapacity — a fundamental property of ecosystems, which defines the critical
amount of radionuclide that can be stably hold by the biota of the ecosystem without changes of its
basic functions (biomass growthand habitat conditioning).

To assess the status and well-being of ecosystems more than 30 different indicators and
parameters are used — variety of species, biomass growth, resources abundance etc. An important
feature of these indicators is that almost all of them are beginning to change significantly only
when the biota is undergoing significant changes. Practically it is very important to have indicators
and parameters that allow to assess distribution and redistribution of pollutants in real ecosystems
and landscapes. On the basis of theoretical analysis and experimental studies, we proposed to use
such a measure — as radiocapacity and radiocapacity factor of ecosystems and their components.

According to general assessments about 40 % of the waastewateris formedin a 30-kilometer
ChNPP zone, 40 % isformed in the territory of the polluted regions of Belarus, and the remaining
20 % — from the contaminated territories of Ukraine which are not closed for economic activity.
The Dnipro, as is known, as a result of regulation, represents a cascade of six large reservoirs,
which flow into the Dnipro-Bug estuary. Analyzing the magnitude and speed of water exchange
between the reservoirs, one can see that the exchange between them is not more than 1/30 volume
per year. This characterizes the cascade as a system of reservoirs, which are very slowly
exchanging water. Methods of radiocapacity estimation can be applied to such system. Main
parameters and characteristics of the Dnipro reservoirs are given in Table 2.

Table 2
Characteristics and parameters assessments for Dnipro water reservoirs for '*’Cs
Silt . .
. | Square, |Volume,| Average . K, (water—bottom | Radiocapacity
Water reservoir km? km® depth, m thlcé(;l]ess, sediments) factor
Kyivske 920 3,7 4 10 100 0,7
Kanivske 680 2,4 4 10 50 0,6
Kremenchutske 2250 13,5 6 10 800 0,8
Zaporizke 570 2,4 4 10 100 0,7
Dniprovske 410 33 8 10 230 0,7
Kakhovske 2150 18,2 8 10 280 0,7

It can be seen that each of the reservoirs has low values of the radiocapacity factor with
respect to "*’Cs. Since the Dnipro reservoirs cascade is a system of reservoirs that slowly exchange
water, the following formula can be applied for calculating the general radio volume:
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where Kis the coefficient of accumulation in the system “water—bottom sediments”; / is the thickness of the
silt sorbing layer; H is the average depth of the reservoir. F indicates the part of radionuclide in bottom
sediments and (1—F) corresponds to the part of radionuclide in water.

It follows from this formula that the radiocapacity factor of cascade (F}) of reservoirs is
equal to F; = 0,9994. This value shows an extremely high degree of radiocapacity factor of a
cascade, which is much higher than the radiocapacity factor of Kremenchug reservoir which is the
best with respect to radiocapacity.

The formula and estimate of the radiocapacity of the Dnipro reservoirs cascade allowed for
the first time in the post-accident period to predict with high accuracy the distribution of *’Cs
in the cascade in its sediments and water and predict that the part of "*’Cs will be firmly «buried»
in the silt of the Kiev reservoir.

The proposed model and the corresponding assessment are made for the case of a single
entry of radionuclide into a cascade. For the long-term radionuclide inputs, the model must to be
modified by using differential equations. But even 25 years after the accident, the difference in the
radioactivity of the water of the Kyiv and Kakhovka reservoirs remains sufficient andits degree is
the same as in the first years after the accident.

In the case of other important radionuclide *’Sr, the situation is different. The matter is that
for *Sr the radiocapacity factor of the Dnipro reservoirs cascade does not exceed the values of 0.2—
0.3. In this case, the factor of the total radiocapacity of the cascade for *’Sr does not exceed 0,5—
0,6, and there is no significant deposit of strontium in the bottom sediments. The content of *°Sr in
water is not more than 10 times different from the Kiev and Kakhovka reservoirs. This is well
confirmed by the real data of observations in 1987-1993. Thus, the given example demonstrated
the heuristic character of analysis of real large and small ecosystems by means of their
radiocapacity.

The theoretical analysis of the problem of biosystems radioecological reliability has shown
that the dynamics of the radioacapacity factor of the ecosystem biota under the influence of gamma
irradiation and the introduction of heavy metals (Cd) almost coincides with the dynamics of such
biological index as the growth rate. It is possible to state that the '*'Cs tracer behavior in the
ecosystem, as an analogue of the potassium mineral nutrition, reflects the degree of well-being of
the state of the ecosystem biota. Thus, we get the conclusion: the higher biota’s ability to
accumulate and hold the tracer, the better the state, and therefore, the reliability of the ecosystem
biota.

As a result of the Chernobyl accident, the *’Cs tracer was "widely scattered” around the
world. Therefore, it is possible to use this circumstance to establish the rules for the redistribution
of tracer by different types of ecosystems. If in the dynamics of the radiocapacity factor with
respect to the tracer shows a sharp change in its content in the ecosystem biota, that may indicate
a noticeable reaction of the biota to the received effect [3, 4].

Behavior of the tracer can serve as an "ecological indicator" for assessing the state and
reliability of biota. It is known that a decrease in the pH of the water in the lake ecosystem results
in the desorption of radionuclides from the bottom sediments and biota into water, which in turn
leads to a decrease in the radioactivity of the bottom biota and an increase in tracer content
in water. This results in additional dose loads on the biota of the lake water and for people who use
water for drinking and irrigation.

Tests of ecosystems biota allowed to establish limits for permissible doses to biota [5, 6].
In particular it has been established that the dose of 4 Gy/year for plants and hydrobionts and the
dose of 0.4 Gy/year for animals can serve as a limit for which biota can still be reliably [6, 7].
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To assess the content of radionuclides corresponding to these doses, B. Amiro's dose factors
[8] were used, which showed that the '*’Cs content in biota is capable of producing exactly such a
critical dose of 4 Gy / year. That is, an estimate of the radioactive content of the ecosystem biotic
component, when the reliability of the ecosystem biota is close to zero, has been obtained. It is
shown that in the range of doses for a biota from 0 to 4 Gy, the reliability can vary linearly from 1
to 0. Thus, the radiocapacity parameter can serve as a measure of the reliability of a biota in any
ecosystem.

Let's consider some examples. Using theoretical results received by the consistent reliability
model, two versions of the reliability measure of the Dnipro cascade were calculated for the process of
containing radionuclides in it: without taking into account the participation of the biota of reservoirs and
under the conditions of a real adaptive biota response at relatively small radiation dose (about 0.1-0.5
Gy / year, Tables 3—6).

Table 3
Estimation of radioactive factors by '*’Cs on the example of the Dnipro reservoirs cascade in conditions of
adaptive biota response and without it (assessment of the cascade of reservoirs reliability the with the
participation of biota)

Reservoir F (bottom sediments) F (biota) F; (summarized)
Kyivske 0,7 0,1 0,8
Kanivske 0,6 0,08 0,68
Kremenchutske 0,9 0,04 0,94
Zaporizke 0,7 0,16 0,86
Dniprovske 0,7 0,1 0,8
Kakhovske 0,8 0,14 0,94

General reliability and radiocapacity of Dnipro cascade is calculated by the formula:
Fcascade =1-1I (1 - Fl) (4)

Assessments gave the following results:
Floascade (Without biota) = 0,9998;
F eascade (With biota and adaptation) = 0,999993.
Table 4
Estimation of radioactive factors by '*’Cs on the example of the Dnipro reservoirs cascade in conditions of
adaptive biota response and without it, with taking into account the radiation synergy effect and cadmium
(assessment of the cascade reliability with the participation of biota)

Reservoir F F F;
(bottom sediments) (biota) (summarized)
Kyivske 0,7 0,09 0,79
Kanivske 0,6 0,07 0,67
Kremenchutske 0,9 0,036 0,936
Zaporizke 0,7 0,14 0,84
Dniprovske 0,7 0,09 0,79
Kakhovske 0,8 0,13 0,93

General reliability and radiocapacity of Dnipro cascade is calculated by the formula:
Fcascade: 1-11 (1 _Fi)'

Assessments gave the following results:
Fascade (Without biota) = 0,9998;
Fascade (With biota and adaptation) = 0,9999.

282



Table 5
Estimation of radiocapacity factors for **Sr on the example of Dnipro cascade in conditions of adaptive biota
response and without it (estimation of cascade reliability with participation of biota)

Reservoir F F F;
(bottom sediments) (biota) (summarized)
Kyivske 0,3 0,15 0,45
Kanivske 0,2 0,1 0,3
Kremenchutske 0,5 0,2 0,7
Zaporizke 0,4 0,2 0,6
Dniprovske 0,4 0,18 0,48
Kakhovske 0,5 0,16 0,66

General reliability and radiocapacity is calculated as:
Fcascade =1-1II (1 _Fi);

F' cascade (Without biota) = 0,95;
Feascade (With biota and adaptation) = 0,992.

Table 6
Estimation of radiocapacity factors for **Sr on the example of Dnipro reservoir cascade in conditions of
adaptive biota response and without it, taking into account the synergies effect of radiation and cadmium
interaction (assessment of the cascade reliability with the participation of biota)

Reservoir F F F;
(bottom sediments) (biota) (summarized)
Kyivske 0,3 0,14 0,44
Kanivske 0,2 0,09 0,29
Kremenchutske 0,5 0,18 0,68
Zaporizke 0,4 0,18 0,58
Dniprovske 0,4 0,16 0,56
Kakhovske 0,5 0,15 0,65

General reliability and radiocapacity of the cascade are:
Fcascade: 1-11 (1 _Fi);

F cascade (With biota) = 0,95;
Fascade (With biota and adaptation) = 0,992.

Radiocapacity assessment also includes radionuclides transfer between various components
of affected ecosystems. When process of radionuclide transfer into bottom sediments, which are
the main depot of radionuclides accumulation in water bodies is studied, two principal mechanisms
are distinguished: biogenic and chemogenic [10]. Biogenic migration means absorption of
radionuclides by hydrobionts conducive to transfer of the radionuclides into the bottom sediments
as a result of their physiological processes. Chemogenic migration is divided into three directions:
first direction means sorption of radionuclides in suspensions of organic origin followed by
sedimentation onto the water body bottom where the radionuclides shall be sorbed directly by the
bottom sediments. Second direction means simultaneous precipitation with crystalizing calcium
carbonate (the most frequent phenomenon with *’Sr). The third direction means sorption capture of
radionuclides with coagulating gels of iron, manganese or aluminium hydroxides [10].

Change in the specific activity of the radionuclides in water in the event of its one-time
ingress into a water body may be described with the following equation [10]:
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where: C| — stands for the specific activity of the radionuclides in water, Bqem™; Cy(z,7) stands for their
specific activity in the bottom sediments at depth z and time #; D — stands for efficient diffusion coefficient of
radionuclides in the bottom sediments, cm? year'; L — stands for average depth of the water body, dm; ¥ —
stands for the in crementrate of the bottom sediment layer (as a result of detrital matter formation), cm year™;

K, — stands for the coefficient characterising distribution of radionuclides between the solid and liquid phases

in a water body; A — stands for a radioactive decay constant, year™.

Box models are often used to describe the transfer (transition) and migration of
radionuclides in any ecosystems. The entire transfer chain of radionuclides in such models is
divided into “boxes”. Interaction between boxes in mathematical models is determined by
coefficients describing the transfer speed [12].

The box model method adequately describes the transfer of radionuclides in hillside
ecosystems exemplified with a system including eight boxes: “Forest”, ”Outskirts”, "Meadow”,
“Terrace”, "Flood Plain”, "Water”, ”Biota”, ”Bottom Sediments”. Impact of the contamination
upon the people is considered in the form of a separate ninth box, where collective dose for human
population is accumulated [15].

To model the transfer of radionuclides in typical ecosystems of villages in Ukraine, the box
model method is applicable as well. Such method allows us to appraise adequately and
prognosticate certain radioecological processes between basic links of the trophic chain “soil — hay
— cows — milk — forest products — people” in such systems [9, 11, 14].

The box models for migration processes of radionuclides were constructed for Glyboke and
Daleke lakes, which are the most radionuclide-contaminated water bodies within the Chernobyl
Exclusion Zone. Behaviour of '*’Cs and *Sr was analysed, since they are the main dose-forming
isotopes in contaminated water bodies and in their biotic components.The constructed models
(Fig. 1) included such boxes as “Land Runoff’, ”Water”, ”Biota (common reed)”, “Bottom
sediments”.

Land Runoff | ay; a Biota (common
(0) > Water (1) a > reed, 2)
P 21
A
a3 | a31 ax
A 4
Bottom sediments a3
3)

Fig. 1. Schematic diagram of the box model for transfer of '*’Cs and *°Sr radionuclides in water bodies of
the Chernobyl Exclusion Zone

In the course of modelling, the decay factor of radionuclides was taken into account. Initial

data (see Table) for solution of the systems of differential equations were taken from a collective
monography [13] (Table 7).
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Table 7
Content of the main dose-contributing radionuclides '*’Cs and *Sr in the components of Glyboke
and Daleke lakes, MBq [13]

Glyboke Lake Daleke Lake
Component of ecosystem
Ef/om NG, Erom L

Bottom sediments 962000 444000 51800 37000
Water 6200 50900 236 1650
Seston 2471 800 73 58
Biota 4598 3035 155 96
Communitiesothigherwaterplants
(commonreed, sedge, reedmace,
Sparganium) 1458.6 260.4 41.90 4.1

Systems of differential equations describing the transfer of radionuclides between biotican
dabiotic componentsin Glyboke and Dalekelakeswere solved by virtue of Maple VI software:

dC,

——=—qay,Cy —LC,,

d 01%0 0

dc,

—=ay,Cy —a;,Cy +a,,C, +a,,C; —a;;C, —ACy,

dt ap1Lo —apply +dy Ly +az sy —apl 1 (6)
dcC.

th_alzcl —ayCy —ayCy +a3Cy =Gy,

dc,

714 =a;3C; —a3,C5 + ayC, — a3 Gy — A,

where ag, a1y, ay;, a3, a3y, a3, azstand for rates of radionuclides transfer between boxes; Cy—Cjstand for
activity of radionuclides as % of their total stock in the ecosystem.

Results of the research with the model are shown on Fig. 2.

It was found that communities of common reed accumulated less than 1 % at most of *’Cs
and *°Sr in Glyboke and Daleke lakes during 20 years following the sampling time in 2000—2004
years. This, most likely, may be explained with that some equilibrium in distribution of
radionuclides between components of lake ecosystems has been established after the accident in
1986. Activity in other boxes (land runoff, water, bottom sediments) is reducing gradually.

Reduction of radionuclides activity in water and bottom sediments can be related to the
transfer of the radionuclides into other components such as suspensions, detrital products, as well
as higher aquatic plants.

Thus, the higher aquatic plants, being an integral component of ecosystems in fresh water,
influence on redistribution and migration processes of radionuclides in water bodies.

Although percentage of radionuclides content in common reed communities is slight as
compared with the total stock, the transfer of radionuclides to biotic components shall be
nevertheless taken into account for elaboration of a set of measures aimed at prevention and
minimisation of consequences of ionising radiation impact on the biota in water ecosystems.

Radiocapacity assessment in reservoirs of Dnipro river, plays crucial role in ecosystem
stability investigation. By the example of Dnipro reservoirs, radiocapacity factor for *’Cs and *°Sr
was determined.
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Fig. 2. Calculations of "*’Cs and *°Sr activity change in boxes of Glyboke (a, b) and Daleke (c, d) lakes:
| mm w= == == = Bottom sediments, 2 == wmm == = [ and runoff, 3 Biota (Common reed),
4 Water

Box models of radionuclide-contaminated Glyboke and Daleke lakes in the Chernobyl
Exclusion Zone have been designed and analysed.

Slight increase of the radionuclides content (< 1 %) in «Biota (common reed)» box of
Glyboke and Dalekelakes in the Chernobyl Exclusion Zone has been obtained.

Generalreductionof'*’Cs and”Sr radionuclides contentinabiotic components of the water
bodies (inparticular, in “LandRunoff”’, ”Water” and "BottomSediments” boxes) as some percentage
of their total stockineco systems has been prognosticated.

Research results maybe used to calculate the radio-capacity of radionuclide-contaminated
water bodies, to elaborate measures aimed at minimisation of adversecons equences of ionisin
gradiation for the biota.
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Busuaueno daxrop pamioemuocti mis *'Cs ta *°Sr ms pissux Bomocxosum Jluinpa. ITo6ynoBanHo kamepHi
MOJITI Tepexo1y PaMioHYKIiIiB Mi OIOTHYHMMH Ta abiOTHYHMMH KOMIIOHEHTAMH HAMOUIbII 3a0pyaHEHUX
03epHHX eKocrucTeM YOpHOOMITBCHKOT 30HU BiIIYKEHHSI.

KnrouoBi cioBa: pagioHykiminHe 3a0pylHEHHS, paliOeMHICTb, (DAaKTOp pafiOEMHOCTI, KaMepHa
Mojienb, YopHOOMIIbChKA 30HA Bi4yKeHHs, Kacka/( J{HIMPOBCEKUX BOJOCXOBHIIL.
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OLEHKA PAJMOEMKOCTHU U HAAEKHOCTHU BOJJHbBIX DKOCUCTEM

Crarbsi TOCBSIIEHA  HCCIEIOBAHMIO  PAJAMOHYKIMIHOIO  3arpsA3HEHUS  BOAHBIX  OOBEKTOB.
WccnenoBanuss HampaBieHbl Ha OLCHKY HAIEKHOCTH M PAJMOEMKOCTH €KococTeM JIHempOBCKUX
BOJOXPAaHWIMIL, a TaKXkKe Nepexola paAuOHYKIMIOB MEXJy KOMIIOHEHTAMH BOIHBIX 9SKOCHUCTEM
YepHoOBUTbCKOW 30HBI OTUyXIeHHsA. OnpenenceHsl (pakTop paanoeMKOCTH st 37Cs u PSr Ppa3InYHBIX
Bonoxpanmwuil JHenpa. [TocTpoeHO KaMepHbIe MOJENH Mepexo/ia PpagioHyKINA0B MEXIY OHOTHYECKUMH U
aOMOTUYECKMMH KOMIIOHEHTaMH HauOoJiee 3arpsi3HEHHBIX O3EPHBIX SKOCHUCTEM YepHOOBLILCKOH 30HBI
OTYYKJICHUSI.

KiroueBsbie ci10Ba: paIHOHYKIHIHOE 3arps3HEHHE, PaAHOEMKOCTh, (PAKTOp PaAnOEMKOCTH, KAMEpHAst
MoJenb, YepHOOBIIbCKas 30HA OTUYKIECHU, Kacka] JJHEMPOBCKHUX BOJOXPaHMIIHUILL.

ABSTRACT
Yuri Kutlakhmedov'”, Iryna Matvieieva’, Andrian lavniuk?, Valentyna Grozd’, Iryna Burlakova®
!Institute of Cell Biology and Genetic Engineering of the National Academy of Sciences of Ukraine,
National Aviation University, a_yavnyuk@ukr.net
ESTIMATION OF RADIOCAPACITY AND RELIABILITY OF WATER ECOSYSTEMS
Paper deals with the investigation of the water bodies radionuclides contamination. The research
is focused on the Dnipro water reservoir ecosystems reliability and radiation capacity assessment, as well as
radionuclides transfer between the components of aquatic ecosystems within Chernobyl Exclusion Zone.
Radiocapacity factor for '*’Cs and *Sr was determined for various reservoirs of Dnipro river. Box models of
radionuclides transfer between biotic and abiotic components of the most contaminated lake ecosystems
within Chernobyl Exclusion Zone, were built.
Key words: radionuclide contamination, radiocapacity, radiocapacity factor, box model, Chernobyl
Exclusion Zone, cascade of Dnipro reservoirs.
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37  MODELS FOR ASSESSMENT OF NO, EMISSIONS FROM TURBOFAN ENGINE
OF AIRCRAFT

Kateryna Synylo

Aircraft emissions are of concern due to the expansion of air traffic over the years (a mean
annual rate of 5 to 7 %) and their potential impact on air quality in local, regional and global
environments [1,2]. Even if in some the European hubs their capacity is close to the limit (never
mind operational or environmental), the transfer of the air traffic to other airports, with less
intensive traffic, but usually closer to habitation areas, once again making a rise to concerns about
their LAQ tasks.

The analysis of emission inventories at major European (Frankfurt am Main, Heathrow,
Zurich and etc.) and Ukrainian airports highlighted that aircraft are the dominant source of air
pollution in most cases under consideration, with contribution to inventory higher than 50 % of
their total values in most of the airports [3, 4]. The aircraft emission inventory is usually calculated
on the basis of certificated engine emission (EE) indices, which are provided by the engine
manufacturers and reported in ICAO EE database [5]. It is necessary to mention that ICAO EE
database has gained from a very limited number of newly manufactured engines during the
certification process [6], even someone may conclude that the best practice is included first of all.

The emission indices rely on well-defined measurement procedure and conditions during
aircraft engine certification. Under real circumstances, however, these conditions may vary and
deviations from the certificated emission indices may occur due to impact such factors, as:

— the life expectancy (age) of an aircraft — emission of an aircraft engine might vary
significantly over the years (the average period — 30 years), usually aging aircraft/engine provides
higher emission indices in comparison with same type but new ones;

— the type of an engine (or its specific modification, for example with different combustion
chambers) installed on an aircraft, which can be different from an engine operated in an engine test
bed (during certification);

— meteorological conditions — temperature, humidity and pressure of ambient air, which
can be different for certification conditions.
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The impacts of aviation emissions of NO,, PM, and other gaseous emissions need to be
further assessed and understood [1]. In respect to this anassessment of aircraft emission indices
under operating conditions, also including from measurements, is an actual task, which must
provide more accurate emission inventory and to improve total LAQ modeling systems.

The advanced emission model of turbofan engine (TURBOGAS emission model) was
developed for assessment aircraft engine emissions with taking into account of the influence of the
operational and meteorological conditions on emission indexes to calculate precisely aircraft
emission inventory. Sensitivity analysis of the TURBOGAS advanced emission model to define
some key parameters for the estimation of aircraft emission indexes under real operation conditions
and to provide precisely aircraft emission inventory.

Aircraft main engines have received a lot of attention in sector of aviation emissions as they
are the dominant airport-related source [7, 8].

There are various methodologies, to quantify aircraft emissions — each with a degree of
accuracy and an inverse degree of uncertainty. The purpose and need for quantifying aircraft
emissions drive the level of accuracy needed in an inventory, which in turn, determines the
appropriate approach. A secondary factor is data availability [7].

Aircraft emission is function of following parameters [7, 8]:

O=FFxElxTxn )

where FF — fuel flow rate, kg/s; EI — emission index, g/kg; 7 — time in mode, s; n — number of aircraft engines.

The basic methodologies [7, 8] rely on the two critical parameters: the fuel flow rate and the
emission factor or index.

The Intergovernmental panel on Climate Change (IPCC) [8] presented a tier based approach
to report the on level of accuracy and complexity of commonly available methods to compute
aircraft emissions, Tablel.

Tier 1 represents the simplest method used to compute the emissions of different pollutants.
It does not require very complex computational manipulations and the data requirements are very
low. One of the main advantages is the speed of the computational procedure but, on the other
hand, this category is also considered to be the least accurate among the tiers [8]. An example is the
ICAO reference method.

Table 1
IPCC tier categorization
IPCC Tiers Level of complexity | Level of accuracy Example of this method
Tier 1 Low Empirical ICAO
Tier 2 Medium to High Empirical BFFM2
Tier 3 High Modeled or measurement based P3T3

Tier 2 is known as the intermediate method [8]. It requires a higher amount of data to
estimate the emissions of different types of pollutants. The related computational process will take
longer but the results will provide an increased level of accuracy. An example of this tier is the
Boeing Fuel Flow Method 2 (BFFM2).

The final tier (Tier 3 advanced) represents the highest level of complexity. The results
generated by this method are considered to be the “most accurate” [8]. The drawback comes from
the amount of data required, some of which are not in the public domain or are difficult to obtain,
as it will be shown in a later section. The computational procedure is also more intensive, so it will
take longer to generate the results as compared to the other two methods. An example of this tier is
the P3T3 method.
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Both BFFM2 and P3T3 methods have been implemented in the TURBOGAS emission
model [9,10]. TURBOGAS which is an emission model of turbofan engine, and which was
developed in the scope of TURBOGAS project of Clean Sky JTI company [10].

BFFM2 method is based on the evaluation of the emission index (NOx, CO and HC) of
aircraft engines and the fuel flow under real meteorological and operational conditions.

The first stage of the BFFM2 model is to attempt to correct the reference values from ICAO
database for “installation effects”; deviations between values from bench tested engines and those
found on in service aircraft.
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Fig.1. Dependencies of EINOx (a) and EICO, EIHC (b) on fuel flow rate according to the ICAO bank

Secondly, the real meteorological conditions (temperature, pressure and humidity of the air)
are translated into the conditions of the ISA by the formulas for correction of humidity and pressure
(8, 9].

Real fuel flow value is calculated of the basis of ISA conditions by folowing conversion
formula:

FFyey = ;i X By X 2 @

where 3, — the ratio of atmospheric pressure corrected to ISA conditions; 0,,,, — the ratio of air temperature
corrected to ISA conditions; FF — real fuel flow rate, kg/s; M — Mach number.

The found values of EINOx, EICO, EIHC for ISA conditions (Fig.1) are converted into real
meteorological conditions:

8102 \*
Elyo, = Elyo yea %€ % (F] .

03 Y
Elye = Elycpca X (Wj
, 4

03 )
Eloo = Elcoyea * (8'_0)
, (5)

where Elvoxcas Elcovcas Elucmcs — emission indexes are calculated under reference conditions (ICAO
databank).

The uncertainty of BFFM2 method for assessment of EINOx, EICO, EIHC for aircraft
engines is + 10 % due to the following factors [11]:
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1) accuracy of the linear interpolation method for determining the emission index
according to the certification curve is significantly reduced for operating modes of the investigated
type of aircraft engine with a thrust value less than 7 %;

2) age of aircraft engine;

3) lack of information for some types of engines

Sensitivity analyses were performed for TURBOGAS emission model for aircraft A340-300
with engine CFM 56-5C2/F, using the input data for the cruising modes derived from in-flight
measurements data performed by DLH [8, 12]. The averaged values used for sensitivity tasks are
shown below:

—FFean = 0.816761 g/s (Min = 0.555556, Max = 1.040000, Std Dev = 0.083559).

—FF =2938.0 kg/h = 0.8161 kg/s (FF ;= 2814.48 kg/h = 0.7818 kg/s)

—For temperature Ta = 11.5° C/284.65K

—For humidity H = 65.8 %,

—For pressure Pa = 1009.7 mbar.

The objective of the sensitivity studies was to investigate the changes in output (esp.
EINOy) caused by variations of input data. The following parameters are studied, with step-wise
variations on 2, 5 and 10 %: fuel flow, temperature, pressure, humidity [13].

The results of the sensitivity analysis of the TURBOGAS model for engine CFM56-5C2 and
the appropriate dependence of EI NOyx on fuel flow and ambient atmosphere conditions are
represented on the following Table 2 and plot, Fig. 2.
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Fig. 2. EINOx variability vs input parameters for CFM 56-5C2/F

Table 2
Results from sensitivity studies for the CFM56-5C2
Parameter Range of parameter 53?%2 ﬁgzx
Fuel flow 0.8161/0.8977 10.85
Ambient temperature 285K t0313 K 277 %
Ambient pressure 1010 mbar to 1011 mbar 5.0%
Ambient relative humidity 66 % to 72 % 1%

The analysis of obtained results confirmed the sensitivity of TURBOGAS output to the fuel
flow rate. The variation of this parameter on 2 % lead to the change of EI NO,, however, the
variation of input value on 10 % implied and increase of EI NO, on 10.85 %.

Also on the ground of the results obtained and of the comparison of the resulting
differences, it can be concluded that the TURBOGAS emission model was not sensitive to air
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pressure and humidity. That was because the changes of these parameters input by 2 % lead to
variations of calculated EI NOx lower than 2 %. Likewise the changes of input parameters by 5 %
implied variations lower than 5 %. The analysis of the modeled data showed that the TURBOGAS
emission model was most sensitive to ambient temperature. A change of temperature of 5 %
implied an increase of EI NOy of 7.28 %. At last the change of 10 % lead to an increase in EI NOx
of 27.72 %. Based on this last tendency it can be concluded that the TURBOGAS model was
highly sensitive to the ambient temperature. Those results were in agreement with the literature on
the topic: it was proved, that "humidity has the least powerful effect upon engine performances of
the three ambient parameters" [14].

These results were in line with sensitivity studies conducted by the ICAO CAEP on the
AEDECAM model [15, 17] which results are summarized below (Table 3):

Table 3
Results from sensitivity studies for the AEDECAM model
Parameter Range of parameter Range of NOx (+/- % mean)
Ambient temperature 0°Cto30°C 3453 %
Ambient pressure 950 mbar to 1025 mbar 9.04 %
Ambient relative humidity 40 % to 70 % 2.84 %

Sensitivity analysis of TURBOGAS emission model for engine JT9D-7] Sensitivity studies
for the engine JT9D-7J used previously in the validation tests were implemented according to the
input data named Case 5 and Case 7 (see Table 6 and Table 7) corresponding to cruise flight
conditions and obtained in paper [16]:

- Case 5

— Fuel flow, FF = 0.9028 kg/s;

— Air temperature, T = 226.15K;

— Air humidity, H = 38 %;

— Atmospheric Pressure, Pa = 26.2kPa
- Case 7

— Fuel flow, FF = 0.8889 kg/s;
— Air temperature, T, = 226.15K;
— Air humidity, H = 43 %;
— Atmospheric Pressure, Pa = 26.2kPa
The Turbogas model sensitivity studies were performed for a Boeing aircraft B747-200 for
cruise operation mode (Case 5 / Case7). The full data of the sensitivity are shown in a tabular way
in Table 4, 5. In the rest of this sub-section, only results are presented.

Table 4
Results from sensitivity studies for the JT9D-7J (case 5)
Parameter Range of parameter Range of NOx(+/- % mean)
Ambient temperature 226 Kt0 249 K 34.7 %
Ambient pressure 262 mbar to 288 mbar 7.1%
Ambient relative humidity 38 %1042 % 0%
Table 5
Results from sensitivity studies for the JT9D-7J (case 7)
Parameter Range of parameter Range of NOx (+/- % mean)
Ambient temperature 226 K to 249 K 344 %
Ambient pressure 262 mbar to 288 mbar 7.1%
Ambient relative humidity 43 % to 47 % 0%
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The results shown for case 5 and case 7 compare well with the sensitivity studies prepared
for the ICAO with the support from manufacturers which reported an increase of 1.5 % in NOx
emitted per increase of 1 degree [17], Fig. 3, 4.

Turbogas model sensitivity: EI{NOX) variability (model output) due to variation ofinput data
(fuel flow, tem perature, pressure, humidity) for aireraft engine JT9D-7J {eruise phase)
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Fig. 3. EINOx variability with respect to input data Engine JT9D-7]J for cruise operation mode (Case 5)

Turbogas model sensitivity: EI{NOx) variability (m odel output) due to variation of input data
({fuel flow, temp erature, pressure, humidity) for aircraft engine JTID-7J (cruise phase)
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Fig. 4. EINOx variability with respect to input data Engine JT9D-7]J for cruise operation mode (Case 7)

Sensitivity studies for Turbogas have been performed for a Boeing B747-200 fitted with
engine P&W JT9D-7J for cruise operation mode (cases 5 & 7).

On the ground of the results obtained for case 5 and case 7, it was concluded as expected
that the Turbogas model is sensitive to fuel flow. A 2 % increase in fuel flow lead to variation of EI
NOx above 2 % (resp. 2.58 % and 2.62 %) and the 5 % increase in fuel flow implied a variation of
EI NOx higher than 5 % (resp. 6.47 % and 6.26 %). At last the changes of fuel flow of 10 % lead to
variation of results greater than 10 % (resp. 13.01 % and 13.03 %).
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According to modelling results, Turbogas was sensitive to ambient temperature. A 2 %
increase in temperature lead to variations EI NOx of 6.49 % and 6.47 % respectively. Variations of
fuel flow of 5 % implied increase in results of 16.63 % and 16.57 %. Finally, the changes of
temperature of 10 % lead to variation of EI NOx considerably more than 10 % (34.68 % and
34.39 %). Based on last tendency came to the conclusion that the Turbogas model is highly
sensitive to the ambient temperature.

On the basis of modelling results and their comparison of the resulting differences it was
concluded that Turbogas is not sensitive to air pressure and humidity. Since the changes of input
these parameters on 2 % lead to variation of calculation results llower than 2 % and the changes of
input these parameters on 5 % implies variation in results smaller that 5 %.

Those results were in agreement with the literature on the topic : it was noted in «Gas
Turbines» on p.696 that «humidity has the least powerful effect upon engine performances of the
three ambient parameters.

The model estimates values for P3, T3 and FAR before completing the P3T3 model and
providing an estimate for NO, emissions.

A NO, emissions rate is calculated based on the standard P3T3 formula presented in SAE
AIR 5715 [8].

— I%ALT X FARALT 6
EINOXALT _EINOxMCA X[P3MCA X FARMCA Xexp(19><(hMC _hALT)) ( )

where Psarr and Pyyca — pressure at the entrance to the combustion chamber of the aircraftengine at
theconsidered altitude (A4,,) under operational and reference conditions (%ycy); FAR, 7 and FARycq —
fuelflowratioatthecombustionchamberunderoperationalmode at the altitude (har) and under reference
conditions (/yc4); Elnoxmcs — emission indexes are determined by the certification curve due to ICAO
databank [9].

Indicators a and b are determined on the basis of engine test. Accuracy of P3T3 method
depends on the principles to determine the indicators a and b due to the formula (6). So, in the case
where a = 0.4, the error of the emission rate of NOx is 11 % for the investigated aircraft engine and
in the case of determination a according to the data of the experimental investigation, it reaches
only 3.5 % [8].

Due to the complexity of obtaining information on the results of engine test, generalized
values for these indicators are adopted. So in most works [8], a = 0.4, b = 0. The presented method
for assessment the emission indexes o is characterized by highly accuracy. The implementation of
this method is complicated due to the complexity of the calculation algorithm and the
inaccessibility of the initial data. Currently this problem is crucial object of the research within the
international projects [9] by independent calculation of pressure (P3) and temperature (T3) at the
entrance to the combustion chamber according to the equations of thermodynamic calculation for
the aircraft engine.

Comparison of BFFM2 and P3T3 methods for assessment of EINOx at the different
altitudes is represented on Fig.5. The difference between the results for the indicated methods
increases with increasing height. The observed observation is due to the effect of humidity of the
atmospheric air on the value of EINOx [18].

This emissions index is then converted into an emissions value by multiplying the g/kg
value by the fuel flow (kg/s) for each segment.

One of the requirements of the P3T3 is the fuel-air-ratio. Establishing this ratio is in most
models calculated by attempting an energy balance across the burner. However, because fuel flow
is an explicit input for the Turbogas tool, this can be completed by establishing the mass of air
required to achieve stoichiometric combustion. During optimum flight conditions, this is a
reasonable assumption. Assuming a mean fuel composition of 13.84 % hydrogen by mass, this
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results in an emission index of 3.15 for CO, and 1.25 for H,O (which is the value implemented in

the EU ETS for

aviation). Subsequently, each 1 unit of fuel requires 3.4 units of oxygen for

complete combustion [18].
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Fig. 5. Comparison of BFFM2 and P3T3 methods for assessment of EINOx at the different altitudes

Sensitivity analyses were performed for Turbogas model for engine FJ44-3A on the ground
of ANP flight profile for a Citation 3 for following two points:
- Point N\e 1:

- Point Ne

Fuel flow, FF = 0.153573523 kg/s;
Altitude, m = 457.2

Mach number = 0.23044085

Thrust, kN = 8.8442306

Air temperature, T, = 284.19K;

Air humidity, H = 60 %;

Atmospheric Pressure, Pa = 942.1mbar
2:

Fuel flow, FF = 0.1272584 kg/s;
Altitude, m =3048.00

Mach number = 0.44015261

Thrust, kKN = 7.63414211

Air temperature, T = 268.34K;

Air humidity, H = 60 %j;

Atmospheric Pressure, Pa = 696.80mbar

Aim of sensitivity studies is to investigate the changes in output (EINOx) caused by

variation of input

data. The following parameters are studied, with step-wise variations of 2, 5 and

10 %: fuel flow, temperature, pressure, Mach number and thrust. Obtained results of the sensitivity

tests are collected

in following tables correspondingly for Point 1 and Point 2 [19].

Table 6
Results from sensitivity studies for the FJ44-3A (pointl)
Parameter Range of parameter Range of NOx (+/- % mean)
Ambient temperature 11.2°C t0 39.6 °C 30.70 %
Ambient pressure 942.1 mbar to 1036.3 4.84 %
Ambient relative humidity 60.0 % to 66 % 1%
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Table 7
Results from sensitivity studies for the FJ44-3A (pointl)

Parameter Range of parameter Range of NOx (+/- % mean)
Ambient temperature -4.7°C1022.17°C 12.70 %

Ambient pressure 696.80 mbar to 766.48 4.30 %

Ambient relative humidity 60.0 % to 66 % 0.5 %

The results of TURBOGAS model sensitivity and

found dependence of EINOx on

ambient conditions (temperature, humidity and pressure) is represented on the plotl for considered

cases, Fig.6, 7.
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On the ground of the results obtained for two points and of the comparison of the resulting
differences it can be concluded that the Turbogas model (P3T3 method) is not highly sensitive to
air pressure and humidity. That is because the changes of these parameters input by 2 % lead to
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variations of calculated EI NOx lower than 2 %. Likewise, the changes of input parameters by 5 %
implied variations lower than 5 %.

The analysis of the implemented tests showed, that the Turbogas model is sensitive to
ambient temperature. Based on obtained results, it was found a dependence of a sensitivity level of
model on altitude. As, it was observed, on altitude 457.2 m ambient temperature change on 10 %
leads to an increase in EI NOx of 12 %, while on altitude 3048.0 m — 30.7 %.

In addition, on the ground of investigation was found, that the Turbogas model (P3T3
method) is not sensitive to operational conditions at all: fuel flow, Mach number and thrust.

BFFM2 and P3T3 methods have been implemented in the TURBOGAS emission model.

Results of sensitivity analysis concluded that the emission model of turbofan engine
developed to take into account the influence of the real operational (fuel flow rate) and
meteorological conditions on emission indexes was robust. According to calculation results by
TURBOGAS model, the fuel flow rate and ambient atmosphere conditions (air temperature,
pressure and humidity) have a large impact on the EINOX. In particular the sensitivity analysis
showed that the model (BFM2) is highly sensitive to the fuel flow rate ( increase in EINOx on
10.85 % in case of change it on 10 %) and ambient temperature (27.72 % increase in EINOx in
case of change it on 10 %).

The TURBOGAS model (P3T3 method) is not sensitive to operational conditions (fuel flow,
Mach number and thrust), but it is highly sensitive to ambient temperature (1.5 to 2 % increase in
EINOX per 1 degree C).

PE®EPAT
Kamepuna Cununo
Hayionanvuuii asiayiiinuii ynieepcumem, synyka@gmail.com
MOJEJI OIHKU BUKUY NO, BII TYPBOBEHTUJISITOPHOI'O ABIAJIBUT'YHA

[IpoTsroM OCTaHHBOTO AECATWIITTS OaraTo IOCIIMKEHb 30CEPEPKCHO Ha OILIHI BIUIMBY BHKUIB
aBlallifHUX JIBUTYHIB Ha MICLUEBY Ta periOHajibHY SKICTh HOBITps MoOau3y aeponopTy. IHBeHTapu3auis
BUKHIIB BUKHIIB IOBITPSHHUX CY/ICH 3a3BHYail O0UUCIIOETHCS HA OCHOBI CEpTU(IKOBAHUX EMICIHHHUX iHIEKCIB,
SIKI HaZlal0ThCsl BUPOOHMKAMU JIBUTYHIB 1 BiloOpakaroTbest B 6a3i Janux MikHapoaHoOi opraHizariii LMBUIbHOT
apianii (IKAO). CeprudikoBani iHgeKkcH emicii BU3HAYAIOThCS I Yac CTEHAOBHX BUIPOOyBaHb. [IpoTe B
pealbHUX yMOBaX EKCIUTyaTalliiHi (TAra, HaIpalIOBaHHS OBUI'YHA Ta BUTpaTa MalllBa) 1 METEOPOJIOTidHi
XapaKTepPUCTUKH (TeMIlepaTypa MOBITps, BOJIOTICTh 1 TUCK) He BigmoigaoTs IKAO yMmoBaM, BHACIIIIOK 4OTrO
IHIIEKCH eMicil BUPI3HIIOTHCSA BiJl CEPTU(IKOBAHUX BEIHYUH.

Po3poOnena BpockoHaneHa eMiciiHa MojeNnb TypOOBEHTHJIITOPHOIO IBHUIYHA (MOJENb BUKHILY
TURBOGAS) i OLIHKKA BHKHIIB aBialliiHUX JBUTYHIB 3 ypaxyBaHHSAM BIUIMBY €KCILIyaTallifHUX Ta
METEOPOJIOTIYHUX YMOB Ha MOKa3HUKU BUKHIIB JJIsi CTBOPEHHS TOYHUX KaIaCTPiB BUKU/IIB TIOBITPSHUX CY/ICH,
a TaKoX MMOBIPHOCTI BUHUKHEHHs iHBepciiiHuX ciiniB. Oouasi meroaun BFFM2 ta P3T3 Oynu BnpoBakeHi
B mozerni TURBOGAS.

KirouoBi cJjioBa: aBiallifHUIBUTYH, HAaBKOJIMIIHE CEPENOBHUILE, TYpOOBEHTHJISITOPHUH JIBUTYH,
3a0pyIHEHHAATMOC()EPHOT0 MOBITPS, MOJEIBEBHKU/IB, EMiCIHHIIHICKCH.

PE®EPAT
Kamepuna Cununo
Hayuonanenuiii asuayuonnwvlil ynusepcumem, synyka@gmail.com
MOJIEJIM OHEHKHA BBIBPOCA NO, OT TYPBOBEHTUJIATOPHOI'O ABUAJIBUT'ATEJISI
B TeueHne mocienHero NECATUIETHSI MHOTHE HCCIIEIOBAaHUS TaKXKe OBUTH COCPENOTOYEHBI Ha OIIEHKE
BO3JICHCTBUS BEIOPOCOB aBUAIMOHHBIX JBUraTeIel HAa KA4eCTBO BO3/yXa B 30HE a9PONOPTa U B OKPECTHOCTSIX.
uBenTapu3anys BEIOPOCOB BO3MYIIHBIX CYHOB OOBIYHO PACCUMUTHIBACTCS HA OCHOBE CEPTU(HIMPOBAHHBIX
UHJEKCOB BBIOPOCOB, KOTOPbIE IPEJOCTABIAI0TCA U3TOTOBUTEIAMH ABUraTeleld U 3aHOCATCA B 0a3y DaHHBIX
MexayHapoHoi opranmsauun rpaxaaHckoid aBuanuu (MKAO). CepTuduuupoBaHHbIE HHICKCHl SMHCCHH
OIIPE/CINISIOTCS. TIPH CTEHAOBBIX HCHBITaHMH. OOHAKO B pEaTbHBIX YCIOBUSX OKCIUTyaTallMOHHEIE (Tsra,
HapabOTKM ABHTATENs M PAcXOX TOILUIHBA) M METEOPOIOTHYECKHE XapaKTepPUCTHKH (TeMIepaTypa BO3IyXa,
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BIIQKHOCTh U maBieHue) He orBevyaoT UKAO ycrnoBusM, B pe3ynabpTaTe 4ero HHAEKCH IMHUCCHH OTIMYAOTCS
0T cepTH(GUIUPOBAHHBIX BEJIMYHH.

YcoBepIIeHCTBOBaHHAS MOJENL BBIOPOCOB TYPOOBEHTWIATOPHOIO IBHTATeNs (MOJEIL BBHIOPOCOB
TURBOGAS) Obuia paspaborana ajis OLEHKH BbIOPOCOB aBHALIMOHHBIX JBUTATENed C YYETOM BIHMSHUS
9KCIUTYyaTAIllMOHHBIX X METEOPOJIOTHYECKUX YCIOBHI Ha HHAEKCHI BEIOPOCOB IS CO3IAHUS TOYHBIX KaJacTPOB
BBIOPOCOB BO3JIYIIHBIX CYJIOB, @ TAKXKE BEPOSITHOCTH MOSABICHUS HHBEPCUOHHBIX ci1enoB. O6a metoga BFFM2
u P3T3 6butn peanuszoBanbl B Mojienu BeiopocoB TURBOGAS.

KnroueBsble c/10Ba: aBHAIMOHHEIN JIBUTaTeNb, OKPY)KAIOIIas cpeaa, TypOOBEHTHIATOPHBIH ABUraTelb,
3arps3HEHUE BO3/yXa, MOJIENb BEIOPOCOB, TOKA3aTeIH BEIOPOCOB.

ABSTRACT
Kateryna Synylo
National Aviation University, synyka@gmail.com
MODELS FOR ASSESSMENT OF NO, EMISSIONS FROM TURBOFAN ENGINE OF AIRCRAFT

During the last decade a lot of investigations were focused on the evaluation of the impact of aircraft
engine emissions on the local and regional air quality in the vicinity of the airport. The aircraft emissions
inventory is usually calculated on the basis of certificated emission indices, which are provided by the engine
manufacturers and reported in the database of the International Civil Aviation Organization (ICAO). The
certificated emission indices rely on well-defined measurement procedures and conditions during engine test.
Under real circumstances, however, operational (power setting, time-in-mode and fuel flow rate) and
meteorological (air temperature, humidity and pressure) conditions may vary from ICAO definition,
consequently deviations from the certificated emission indices may occur.

The advanced emission model of turbofan engine (TURBOGAS emission model) was developed for
the assessment of aircraft engine emissions taking into account the influences of operational and
meteorological conditions on emission indices to generate precise aircraft emissions inventories as well as
contrails likelihood and lifetime. Both BFFM2 and P3T3 methods have been implemented in the TURBOGAS
emission model.

Key words: aircraft engine, environment, turbofan engine, air pollution, emission model, emission
indices.
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3.8 EVALUATION OF FUEL CONSUMPTION AND HARMFUL SUBSTANCES
EMISSIONS BY VEHICLE WITH SPARK IGNITION ENGINE
UNDER OPERATION CONDITIONS WITH USING OF FUEL CONTAINING
ETHANOL

Mykola Tsiuman

The most prevalent energy source for motor transport, especially for vehicles of M1 and N1
categories, are spark ignition engines. The main part of them is still the liquid fuel engines. In the
last years a problem of finding alternative fuels or raw for the fuels production is very actual. This
has a goal to replace gradually conventional oil origin fuels with alternative fuels. For natural,
climatic and economic conditions of Ukraine plant or animal biological origin components are the
most perspective as raw for the alternative fuels production. On legislative level a stimulation
strategy of 20 % conventional fuels replacing with the biological components till 2020 has been
determined by the Law of Ukraine «About alternative kinds of fuel». In case of conventional petrol
it is using of mixtures the petrol and a dehydrated ethanol (bioethanol). Thus, today as a result of
using the stimulation strategy (first of all, economic stimulation) some part of fuels for spark
ignition engines is the fuels containing ethanol to 30 %.

As known, main vehicle operation performance is the vehicle environmental safety
performance. This performance is determined by vehicular engine fuel consumption and harmful
emissions. Opportunity evaluation issues of using fuels containing ethanol for spark ignition
engines and improvement vehicle performance when using the fuels containing ethanol were
studied in works of many scientists [1-4]. In there searches influenced termination issues of
additionless than 20 % bioethanol toconventional fuel on carbure torengines fuel economy and
environmental performance and improvement methods of this performance were studied. Also a
fuel economy and environmental performance of sparkignition engine equipped fuel injection and
exhaust gases cleaning systems, using a fuel containing ethanol to 20 % were studied in the
researches. However, with advent on the market fuels containing ethanol to 30 % issue of
evaluation environmental safety of spark ignition engine and vehicle equipped with the engine
powered by fuel with high ethanol content is got actual.
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Previously carried out laboratory experimental researches of fuel economy and
environmental performance of sparkignition engine equipped a fuel injection and exhaust gases
cleaning system susing a fuel containing ethanol more than 20 % have showed that using the fuel
containing 25 % ethanol by mass leads to increasing the absolute fuel consumption on 10.8-10.9 %
and to decreasing of efficiency nitrogenoxides cleaning [5]. Here with, the engine power
performance and efficiency of use the fuel containing ethanol in a energy equivalent seal most
sameas the engine performance when using apetrol. Using the research results polynomial
dependencies of engine exhaust gases harmful substances concentrations had been got according to
the engine speed and load mode, fuel type and air-fuel mixture content, which is going to engine
cylinders. The obtained dependencies are a basic of carrying out further evaluation of fuel
consumption and harmful emissions from vehicle equipped with spark ignition engine under
operating conditions using the fuel containing ethanol.

At the same time, besides solving of issue of engine and vehicle performance evaluation
when using the fuel containing ethanol a choosing of the evaluation method needs a special
attention. Issues of studying motor vehicles influence on environment and methods of improvement
the vehicles environmental performance, development of research and prognostication methods for
vehicle environmental performance, and also development of environmental monitoring systems
for transport were studied in works of many scientists, suchas Gutarevych Yu.F., Lukanin V.N.,
Trofimenko Yu.V., Kanylo P.M. [1, 6, 7] and others.

In previously published works with co-authors [8, 9] peculiarities of formation separate
elements of intelligent monitoring system for vehicles environmental safety performance, sucha
functioning of vehicle on-board system for obtaining the vehicle motion parameters, and also issues
of improvement and using of vehicle motion mathematical model for evaluation the vehicle fuel
consumption and harmful emissions in a driving cycle taking into account the engine and catalytic
converter heating processes have been presented. Using of the vehicle motion mathematical
modelwith taking into account the vehicle motion parameters in a real route conditions will enable
to solve of actual practical task of influence evaluation of using a fuel containing ethanol on vehicle
fuel consumption and harmful emissions under operation conditions.

The purpose of the study is an evaluation of vehicle fuel consumption and harmful
emissions with a spark ignition engine equipped a fuel injection and exhaust gases cleaning
systems, using a fuel containing ethanol more than 20 %. It is based on the vehicle motion
parameters under real route conditions.

The object of evaluation of fuel consumption and harmful emissions when using a fuel
containing ethanol under operating conditions isSBOGDAN 21101 1.6L equipped with engine VAZ-
21114. The Table 1 contains main technical parameters of the vehicle.

Table 1
Technical parameters of BOGDAN 21101 1.6L with engine VAZ-21114
Title Specification
1 2
Weight of the vehicle with a driver and a passenger, kg 1200
Maximum speed, km/h 180
Fuel type petrol
Number / arrangement of engine cylinders 4 / inline
Engine displacement, | 1.596
Diameter of cylinder / piston stroke, mm 82/75.6
Compression ratio 9.8
Engine power, kW/ crankshaft rotation speed, min™ 59 /5200
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Table 1 continue

1 2
Torque, N'n/ crankshaft rotation speed, min™! 120 /2700
Number of inlet / exhaust valves per cylinder 1/1
Exhaust gases cleaning system three-component - catalytic
converter
3.636
1.950
Gearbox ratios 1.357
0.941
0.784
Final drive ratio 3.706
Transmission efficiency coefticient 0.941
Wheel rolling radius, m 0.282
Aerodynamic resistance coefficient 0.34
Area of the vehicle frontal section, m” 1.931

Source: based on manufacturing plant data.

As researched fuels the conventional petroland fuel containing 25 % ethanol (FCEE25) by
mass had been used.Physical and chemical characteristics of used fuels are presentedin Table 2.

Table 2
Characteristics of used fuels

Characteristic title Specifications
Fuel type petrol FCE
Ethanol content by mass in fuel, % 0 25
The heat of fuel combustion, MJ/kg 43.7 39.7
Fuel density for 20 °C, kg/ 0.7325 0.754
Need of air for full fuel combustion, kg/kg 14.82 13.36
Carbon content in fuel, kg C/kg 0.855 0.772
Hydrogen content in fuel, kg H/kg 0.145 0.141
Oxygen content in fuel, kg O/kg 0 0.087
Molar mass, g/mole 115 98

Source: based on fuels laboratory research and reference data

For carrying out of experimental part of the study the on-board system for obtaining vehicle
motion parameters is used. The on-board system basedona information device, which connected to
On-Board Diagnostic (OBD) connector using a wireless adapter (Fig. 1).For determination of
current vehicle location and further obtaining current values of longitudinal road inclination angle,
the Global Positioning System (GPS) was used.

At measuring of the vehicle motion parameters using the on-board system for data obtaining
the following parameters are determined: coolant temperature fcoor, throttle position ¢y, engine
crankshaft rotation speed n,, ignition timing angle 6, vehicle speed V,, oxygen sensor voltage and
status, fuel injection time, mass air consumption, diagnostic trouble codes, vehicle geographic
location coordinates.

Based on the obtained parameters with using the vehicle motion mathematical model the
following parameters are determined: vehicle passed way S, fuel consumption persecond grygy,
total fuel consumption rygg s, catalytic converter efficiency according to excess air coefficient A
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and catalytic converter temperature fcar, carbon monoxide emission persecond gco, total carbon
monoxide emission gco », hydrocarbons emission persecond gcmmn, total hydrocarbons emission
Zcmnn_z, Nitrogen oxides emission persecond gyox, total nitrogen oxides emission gyox s.

(a) )

Fig. 1. On-board system elements for data obtaining in vehicle
motion: (@) informationdevice; (b) adapter with connector for OBD
connection
Source: developed by author

A calculating unit of the mathematical model determines engine operating cycle parameters,
air and fuel consumption, harmful substances concentrations in exhaust gases and exhaust gases
cleaning efficiency according to necessary value of engine torque during the vehicle motion, which
depend on excess air coefficient, ignition timing angle, inlet and exhaust systems characteristics,
fuel type, number, bore size and capacity of engine cylinders, engine compression ratio and other
parameters. The calculating unit is based on the volume balance method suggested by Professor M.
Glagolyev and modified in scientific works of V. Dyachenko [10], M. Shokotov and others,
principles of the theory of mechanisms and machines.

Determinations of harmful substances emissions persecond and total emissions are based on
current engine fuel and air consumption during vehicle motion, exhaust gases harmful substances
concentrations and exhaust gases cleaning efficiency.

The carbon monoxide concentration (Cco, %) is described by the equation:

6.999-10*-n -n +1.281-n°-2.504-n +
= e Th . T ) 77”2 (21-20-2)-k52, (1)
+2.542-1.378-107 -1, +2.474-107 - n,

b}

where 7], is cylinder volume efficiency coefficient; kﬁfe)l is fuel type influence coefficient on CO concentration.

The hydrocarbons concentration (Cc,,z,, ppm) is described by the equation:

0.036-n, -1, +423.4-n,> —442.4 .17, + _—
C‘CmHn = _6 2 : (5 -4 /1) ’ kﬁle{{ (2)
+270.66—0.047 - n, +7.371-10° - n,
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where kﬁ,’ﬁ{’" is fuel type influence coefficient on C,,H, concentration.

The nitrogen oxides concentration (Cyo,, ppm) is described by the equation:

0.373-n,-17, —9271-17,> + 920877, —
Croe = e 1y 7 7T (3854 -2.85) k00, ()
—1685+0.238-n, +5.543-107° - n,,

where k%(e)f is fuel type influence coefficient on NO, concentration.

The exhaust gases harmful substances concentrations have been determined using results of
carried out laboratory experimental researches of the engine.

Exhaust gases cleaning efficiency depends on a catalytic converter temperature state, an air-
fuel mixture content, which is going to engine cylinders during an inletprocess, the degree of
catalytic converter active coataging. The peculiarities of the exhaust gases cleaning efficiency
determination were described in detailin [6, 9].

Experimental part of the study contained the obtaining and further processing the following
data: the vehicle motion parameters, the engine modes and control parameters, the temperature
state of the engine and the catalytic converter, the fuel and air consumption, the harmful emissions
during the vehicle motion in Kyiv centre using the conventional petrol and fuel containing ethanol.
The routes scheme, obtained with GPS technology, is show in Fig. 2. Both routes coincideal most
for 80 %, but have some different parts.

Fig. 2. The vehicle routes during using the studied fuels
Source: developed by author

The experimental studies were carried out inreal traffic conditions the sameas daily
operation. Anambient temperature during the vehicle motion is 19 °C when using the petrol and
15 °C using the fuel E25.

Using the obtained current vehicle location coordinates and Google Earthe levation tool the
vehicle routes characteristics by the value of longitudinal road in clination angle a for studied fuels
had been obtained (Fig. 3). The obtained routes characteristics are used for vehicle fuel
consumption and harmful emissions prognostication in different road conditions.
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Fig. 3. The routes characteristics by the value of longitudinal road in clination angle
Source: developed by author

Based on the vehicle OBD data, the current vehicle speed, passed way and motion time have
been determined for both fuels. As it shown on presented dependencies (Fig. 4), the vehicle speed
mode is the almost same for both fuels. But, when FCE E25 is used, areas with speed lowered to 10
km/h have a place. This is traffic conditions influence, which is characterized by a traffic flow
density and intensity. This is external random factors, which leads to increasing the total motion
time from 1635 s when using the conventional petrol to 1863 s when using the E25 fuel. The total
vehicle passedway is 14.705 km with using the petrol and 15.197 km with using the E25 fuel.

Asitshown at the vehicle motion time rand passedway Spartition by engine modes (Fig. 5),
the engine has a more big time for partial load and idling modes when using the E25 fuel than when
using the petrol. But, engine operation in for ceidling mode with out fuel supply when using the
petrol has a more big time than when using the E25 fuel. Here with, the vehicle passed way with
using both fuels is almost same for partial load mode. But, the vehicle passed way with using the
E25 fuel is bigger for idling mode. Correlations of passed way and motion time for different engine
modes enable to determine an average motion speed for the modes when using the petrol and E25
fuel. They are 41.4 km/hand 37.8 km/h for partial load, 55.8 km/h and 62.5 km/h for forceidling
mode, 17.8 km/h and 17.5 km/h for idling mode. Thus, the average vehicle speed modes for
different engine modes when using different fuels are also similar.
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km/h km
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Fig. 4. Dependencies of the current vehicle speed 7, and passed way S from motion time when using the
studied fuels
Source: developed by author

304



in
=
3

s M petrol ME25
1000

8711 8.719 M petrol B E25

914.58
830.35

758.27

800 719.14

600 - 4.434
3.554
400 7 2440

2.044
200 117.79

§ "5 B

partial load force idle idle partial load force idle idle

157.41

O B N W s N W

Fig. 5. The vehicle motion time rand passed way Spartition by engine modes when using the studied fuels
Source: developed by author

Dependencies of coolant fcpo; and catalytic converter zc,r temperatures from the vehicle
motion time when using the studied fuels are shown on Fig. 6. The dependencies show, that heating
time of coolant to the operating temperature of 90 °C is 350 s when using the petrol and 435 s when
using the E25 fuel. The heating time of catalytic converter to the temperature of exhaust gases
effective cleaning is 132 s when using the petrol and 301 s when using the E25 fuel.
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Fig. 6. Dependencies of coolant #-op; and catalytic converter 47 temperatures from the vehicle motion
time when using the studied fuels
Source: developed by author

The different time of operating temperatures achieving for coolant and catalytic converter
when using the different fuels has been caused by common influence of anambient temperature and
speed and load engine modes (Fig. 7). Fig. 7 shows, that engines modes have been shifted to higher
values of crankshaft rotation speed n, and throttle position ¢y, when using conventional petrol
comparatively with using the E25 fuel.

Dependencies of total fuel consumption grygr z on the vehicle motion time and their
partition by the engine modes when using studied fuels are shown on Fig. 8. As it shown on Fig. 8,
the total fuel consumption per route is 891 g when using the petrol and 1098 g when using the E25
fuel. Thus, the total fuel consumption of E25 is on 23.2 % more than total petrol consumption.
Herewith, the E25 fuel consumption is more than petrol consumption on 20 % for engine partial
load mode and on 33.5 % for engine idling mode. This difference is caused by much bigger vehicle
motion time for these engine modes when using the E25 fuel.
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Fig. 7. Partition of the engine speed and load modes during the coolant and catalytic converter heating
Source: developed by author
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Fig. 8. Dependencies of total fuel consumption on the vehicle motion time and their partition by the engine
modes when using studied fuels
Source: developed by author

Dependencies of total carbon monoxide emission gco » on the vehicle motion time and their
partition by the engine modes when using studied fuels are show non Fig. 9. As it shown on Fig. 9,
the total carbon monoxide emission per route is 38.864 g when using the petrol and 63.935 g when
using the E25 fuel. Thus, the total carbon monoxide emission when using the E25 fuel is on 64.5 %
more than when using the petrol. Herewith, the carbon monoxide emission when using the E25 fuel
is more than when using the petrol on 85.1 % for engine partial load mode and on 6.2 % for engine
idling mode. This difference is caused by much bigger catalytic converter heating time to the
temperature of exhaust gases effective cleaning when using the E25 fuel. This factor influences

306



significantly on the total value of carbon monoxide emission and other harmful substances. It has a
place because emission of carbon monoxide, which is emitted for catalytic converter heating
period, is near 14 g or 36 % from his total emission when using the petrol and 32 g or 50.1 % from
his total emission when using the E25 fuel. Relative increasing of the carbon monoxide emission
for catalytic converter heating period is 128 % when using the E25 fuel comparatively with when
using the petrol. Thus, the much higher value of carbon monoxide emission when using the E25
fuel is caused by the catalytic converter heating duration, which is influence result of engine modes
during heating.

- ===-E25 —petrol Bco_x 8 Mpetrol ME25
8oz 0 heating of catalytic converter P 50
& > 53.137
60 e 50
€ .
0 40
40 w0 28.701
30
20
20
; 10.16310.798
. i “
0 0

0 500 1000 1500 2000 T partial load idle

Fig. 9. Dependencies of total carbon monoxide emission on the vehicle motion time and their partition by the
engine modes when using studied fuels
Source: developed by author

Dependencies of total hydrocarbons emission gcmun_x 0n the vehicle motion time and their
partition by the engine modes when using studied fuels are show nonFig. 10. As it shown on Fig.
10, the totalhydrocarbons emission per route is 1.161 g when using the petrol and 1.530 g when
using the E25 fuel. Thus, the total hydrocarbons emission when using the E25 fuel is on 31.8 %
more than when using the petrol. Herewith, the hydrocarbons emission when using the E25 fuel is
more than when using the petrol on 36.9 % for engine partial load mode and on 17.7 % for engine
idling mode. Main reason of higher hydrocarbons emission when using the E25 fuel is also caused
by catalytic converter heating time. The hydrocarbons emission, which is emitted for catalytic
converter heating period, is near 0.25 g or 21.5 % from their total emission when using the petrol
and 0.5 g or 32.7 % from their total emission when using the E25 fuel. Relative increasing of the
hydrocarbons emission for catalytic converter heating period is 100 % when using the E25 fuel
comparatively with when using the petrol. Thus, influence of the catalytic converter heating time
on the hydrocarbons emission when using the E25 fuel is significant, but it is less than for the
carbon monoxide emission.

Dependencies of total nitrogen oxides emission yox x on the vehicle motion time and their
partition by the engine modes when using studied fuels are show non Fig. 11. As it shown on Fig.
11, the totalnitrogen oxides emission per route is 1.774 g when using the petrol and 1.838 g when
using the E25 fuel. Thus, the total nitrogen oxides emission when using the E25 fuel is on 3.6 %
more than when using the petrol. Herewith, the nitrogen oxides emission when using the E25 fuel
is more than when using the petrol on 4.9 % for engine partial load mode and less than when using
the petrol on 13.1 % for engine idling mode. This data is due to the fact that nitrogen oxides
emission significantly depends on the engine modes. The nitrogen oxides emission is significantly
increased with increasing of the engine load and crankshaft rotation speed. The catalytic converter
heating period influence on the nitrogen oxides emission is not same significant as for other
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harmful substances emissions. It is due to the factthat engine load and crankshaft rotation speed are
not high at this period. The nitrogen oxides emission increasing when using the E25 fuel is mostly
caused by the bigger vehicle motion time. This is external factors influence.
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Fig. 10. Dependencies of total hydrocarbons emission on the vehicle motion time and their partition by the
engine modes when using studied fuels
Source: developed by author

The obtained data evidences about ambiguous influence of different operating factors on the
vehicle fuel consumption and harmful emissions when using the fuel containing ethanol. For
objective evaluation of the influence of the fuel containing ethanol using on vehicle performance
the more detailed partition of the obtained fuels consumption and emissions by engine speed and
load modes must be done.
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Fig. 11. Dependencies of total nitrogen oxides emission on the vehicle motion time and their partition by the
engine modes when using studied fuels
Source: developed by author

Herewith, peculiarities of engine control system operating for steady state and transient
modes should be taken into account. The modes with constant values of crankshaft rotation speed
and throttle position or their slowly changing for heated engine are the steady state modes. Other
engine modes and heating modes are transientones.Thus, correct comparison of engine
performance when using different fuel sispossibleonlyforthe same modes of engine operation. For
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example, dependencies of the engine fuel consumption per second for the engine steady state
modes when using the conventional petrol and fuel containing ethanol are presented on Fig. 12.

petrol @ real route data E25 . @ real route data
aproximation dati o — aproximation data

Gpue’

g

Fig. 12. Dependencies of the engine fuel consumption persecond for the engine steady state modes when using
the petrol and E25 fuel containing ethanol
Source: developed by author

The dependencies have been obtained using the fuel consumption and operation time for
appropriative engine mode during the vehicle motion on real route. The experimental data
approximation has been carried out using the specialized soft ware. The obtained dependencies
describe the engine fuel consumption under the operating conditions. These dependencies are the
engine operating characteristics, which can beused for vehicle technical condition monitoring.

An approximation error (J,,, %) is evaluated by weighted average relative error value:

s :ii.g.
e Sy ! 4)

where n is total quantity of the engine modes, which are characterized by combination of the crankshaft
rotation speed 7, value and the throttle position ¢y, value; 7; is the engine operation time for i-th mode, s; zsis
the total time of the vehicle motion on the route, s; J; is relative approximationerror of the engine performance
for i-th mode, %.

The approximation errors of the fuel consumption persecond, carbonmon oxide emission
persecond, hydrocarbons emission persecond and nitrogen oxides emission persecond are 2 %,
3.68 %, 2.38 %, 4.81 % accordingly when using the petrol and 1.9 %, 4.43 %, 2.15 %, 5.09 %
accordingly when using the E25 fuel.

The comparative operating characteristics of the fuel consumption per second (grugL, g/s),
carbon monoxide emission per second (gco, g/s), hydrocarbons emission per second (gcmun, &/S)
and nitrogen oxides emission per second (gnox, g/S) When using the studied fuels are shown on Fig.
13.

309



9

-
.
St
.t
¥ .‘

E R

“..“

S
-

~
N -
St SIS
ST = 3=
‘a,f:':t"’“ S o
o
C

S
IS

o

o

<3
ettt

0
cS
e

S

5

Fig. 13. The comparative operating characteristics of the fuel consumption per second (ggygr, g/s), carbon
monoxide emission per second (gco, g/s), hydrocarbons emission per second (gcummn, g/S) and nitrogen
oxides emission per second (gnox, &/s) when using the studied fuels

Source: developed by author

Using the operating characteristics the most common engine mode range for the vehicle
motion in city traffic conditions has been determined. An idling mode and partial load modes with
values of crankshaft rotation speed from 1500 to 2500 min™ and throttle position from 5 to 20 %
compose the range. For these modes with using the engine operating characteristics for the petrol
and fuel containing ethanol the vehicle fuel consumption per second and harmful emissions per
second have been determined. The obtained data and relative difference (diff, %) of the data for

studied fuels are given in Table 3.

Table 3

The vehicle fuel consumption per second and harmful emissions per second whenusingthepetrolandthe fuel

containing ethanol

Performance Lhuel> &/S 8co, gfs
Fuel type petrol FCE diff,% |  petrol FCE | diff., %
1 2 3 4 5 6 7 8
» | Idling mode 0.262 0.288 9.92 0.00707 | 0.00646 | -8.63
“é ne=1500 min™; gy, =5 % 0.461 0.534 15.84 | 0.0119 0.0110 | _7.56
2 | me=1500 min"; pu=10% | 0.681 0.778 1424 | 0.0173 0.0172 | _o58
L%” n.=1500 min™; 9y =20 % | 1.068 1.191 1152 | 0.0299 0.0352 | 17.73
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Table 3 continue

1 2 3 4 5 6 7 8
n,= 2000 min’’; g =5 % 0.513 0.583 13.65 | 0.0135 0.0131 -2.96
n,=2000 min; g =10% | 0.792 0.856 8.08 0.0203 0.0193 -4.93
n,=2000 min"; g4, =20 % | 1.274 1.413 1091 | 0.0340 0.0344 1.18
n,= 2500 min"; gy, =5 % 0.653 0.705 7.96 0.0184 0.0163 -11.41
n,=2500 min"; g =10% | 0.895 0.987 10.28 | 0.0244 0.0230 -5.74
n,=2500 min"; g4, =20 % | 1.463 1.638 11.96 | 0.0374 0.0381 1.87
Idling mode 0.000279 | 0.000273 | -2.15 0.000069 | 0.000065 | -5.80

n.= 1500 min™"; oy =5 % 0.000491 | 0.000496 | 1.02 0.000459 | 0.000545 | 18.74

ne= 1500 min’; g = 10 % | 0.000722 | 0.000739 | 2.35 0.00109 | 0.00111 | 1.83

n.= 1500 min'; g =20 % | 0.00122 | 0.00120 | -1.64 | 0.00158 | 0.00163 | 3.16

n.=2000 min™"; ¢y =5 % 0.000545 | 0.000552 | 1.28 0.000578 | 0.000623 | 7.79

n.= 2000 min"; ¢y, = 10 % 0.000843 | 0.000830 | -1.54 0.00139 0.00142 | 2.16

n,=2000 min'; g =20 % | 0.00137 | 0.00139 | 1.46 0.00264 | 0.00273 | 3.41

.= 2500 min’; g =5 % 0.000704 | 0.000698 | -0.85 | 0.000978 | 0.00103 | 532
Ne=2500 min’; gy = 10 % | 0.000963 | 0.000973 | 1.04 0.00178 | 0.00189 | 6.18

Engine mode

ne=2500 min'; @y =20 % | 0.00155 | 0.00160 | 3.23 0.00369 | 0.00389 | 5.42

Source: developed by author

As it seen from Table 3, relative value of the fuel consumption in creasing when using the
E25 fuel is from 7.96 % to 15.84 % comparatively with when using the petrol. Here with, influence
of used fuel type on the carbon monoxide emission is ambiguous. For more part of engine modes
the carbon monoxide emission is decreased from 0.58 to 11.41 % when using the E25 fuel
comparatively with when using the petrol. Butfor n, = 1500 min™; gy, = 20 % mode the carbon
monoxide emission is increased on 17.73 % when using the E25 fuel. The value of fuel type
influence on hydrocarbons emission is insignificant. This value does not exceed 2.5 % for more
part of engine modes. This is as approximation error level. The nitrogen oxides emission is also
increased from 1.83 to 6.18 % when usingtheE25 fuel for all engine modes besides idling mode and
n, = 1500 min’™; om = 5 % mode. In idling mode the nitrogen oxides emission is decreased on
5.8 % when using the E25 fuel. In n,= 1500 min’}; omr = 5 % mode the nitrogen oxides emission is
increased on 18.74 % when using the E25 fuel.

Taking in to account the ambiguous influence of used fuel type on the vehicle fuel
consumption and harmful emissions, it is expedient to evaluate the fuel consumption and harmful
emissions when using of different fuel types for vehicle motionin 900 sconditional driving cycle
with out transient motion modes. The engine modes for the driving cycle appropriate to the engine
modes specified in Table 3. The idling mode duration is accepted equalto 450 s. Duration of each
of other modes is 50 s.

The total fuel consumption (grugr s, ) in the driving cycleis

n
8FUEL _x :ZgFUELi T ©)
i=1

where n is quantity of the engine modes, n = 9; 7; is the engine operation time for i-th mode, s; grygy ; is the
engine fuel consumption per second for i-th mode, g/s.

The total carbon monoxide emission (gco 3, g) in the driving cycle is
n
gco_x :ZgCOi "Tio (©)

i=1
where gco ; is the engine carbon monoxide emission per second for i-th mode, g/s.
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The total hydrocarbons emission (gcmun 3, £) in the driving cycle is

n
8cmin_s = ZngHm T, (7
i=1

where gcmpn; 1S the engine hydrocarbons emission per second for i-th mode, g/s.

The total nitrogen oxides emission (gyox 3, g) in the driving cycleis

n
8Nox_z :ZgNOxi‘Ti, (®)
i=1
where gyo,; 1s the engine nitrogen oxides emission per second for i-th mode, g/s.

Using the values of fuel consumption per second and harmful substances emissions per
second from Table 3 and the equations (5-8) it is done the calculation of the vehicle total fuel
consumption and harmful emissions per driving cycle when using the conventional petrol and the
E25 fuel containing ethanol. Based on the calculation results it is found that the total vehicle fuel
consumption per driving cycle, carbon monoxide emission per driving cycle, hydrocarbons
emission per driving cycle, nitrogen oxides emission per driving cycle are 508 g, 13.537 g, 0.546 g,
0.740 g accordingly when using the petrol and 564 g, 13.287 g, 0.547 g, 0.773 g accordingly when
using the E25 fuel. The relative increasing of fuel consumption is 11 % when using the E25 fuel.
The relative decreasing of carbon monoxide emission is 1.8 % when using the E25 fuel. The
relative increasing of hydrocarbons emission is 0.2 % when using the E25 fuel. The relative
increasing of nitrogen oxides emission is 4.5 % when using the E25 fuel. Thus, the using of the E25
fuel containing ethanol leads to some decreasing of the carbon monoxide emission and insignificant
increasing of the nitrogen oxides emission.

Taking into account that the petrol and the fuel containing ethanol have a different density
(Table 2), the volume petrol consumption per the driving cycle is 0.6941 and the volumeE25 fuel
consumption per the driving cycle is 0.7481. Thus, the relative increasing of the E25 fuel
consumption comparatively with the petrol consumption is 7.8 % by volume equivalent.

Here with, the engine operation efficiency is also characterized by energy consumption.
Taking into account the fuels combustion heat (Table 2), the equivalent petrol consumption per the
driving cycle is 22.2 MJ and the equivalent E25 fuel consumption per the driving cycle is 22.39
MIJ. The relative increasing of the E25 fuel consumption comparatively with the petrol
consumption is 0.9 % by energy equivalent. This evidences about in significant impairment of the
engine operation efficiency when using the E25 fuel containing ethanol.

Thus, the using of fuels containing ethanol more than 20 % has significant influence on fuel
economy and environmental performance of sparking nition engine because the physical and
chemical characteristics of the fuels containing ethanol have significant differences comparatively
with conventional petrol.

The operating conditions, which are characterized by complex of road, traffic and
atmosphere conditions, have significant influence on vehicle motion modes and vehicular engine
operation modes. The operating vehicle fuel consumption and harmful emissions significantly
depend on these vehicle and engine modes.The temperature state of engine and catalytic converter,
the engine crankshaft rotation speed and load have the highest influence on the vehicle fuel
consumption and harmful emissions.Thus, for the correct evaluation of vehicle performance when
using the conventional petrol and the fuel containing ethanol, the fuel consumption and harmful
emissions determination for separate engine speed and load modes during the vehicle motion is
necessary.

Based on the experimental study resultsof fuel consumption and harmful emissions during
motion of BOGDAN 21101 1.6 1, which equipped with VAZ-21114 spark ignition engine, in city

312



traffic using the conventional petrol and the E25 fuel containing ethanol, the operating
characteristics of the fuel consumption per second, carbon monoxide emission per second,
hydrocarbons emission per second and nitrogen oxides emission per second for the range of engine
speedandloadmodes are obtained. The weighted average approximation errors of experimental data
are 1.9-5.09 %.

Using the obtained operating characteristics, the fuel type influence on the fuel consumption
and harmful emissions for separate steady state operating engine modes and conditional driving
cycle, which consists the complex of these operating modes, have been found. The results of this
study show that the fuel consumption is increased on 11 % bymass, on 7.8 % by volume and on
0.9 % by energy equivalent when using the E25 fuel containing ethanol comparatively with using
the conventional petrol. The last value evidences about insignificantimpairmentof the engine
operation efficiency when using the E25 fuel containing ethanol. Also the using of the E25 fuel
containing ethanol leads to some decreasing of the carbon monoxide emission, insignificant
increasing of the nitrogen oxides emission and with practically unchanged hydrocarbons emission.

Fur ther research will beaimed on cause’s analysis of engine operation efficiency
impairment and nitrogen oxides emission increasing when using fuels containing ethanol more than
20 %, improvement methods determination of these performances.

PE®EPAT
Muxkona Llroman
Hayionanenuti mpancnopmuuil ynigepcumem, tsuman@ukr.net
OLIHKA CIIO)KUBAHHS ITAJIMBA TA BUKHU/IB HIKIJIMBUX PEHOBUH MOTOPHUMH
TPAHCIIOPTHUMMU 3ACOBAMM 3 IBUT'YHOM BHYTPIIIHBOI'O 3rOPAHHS 3A YMOB
EKCILUTYATAIIIT 3 BAKOPUCTAHHAM ETAHOJOBMICHOT'O ITAJIUBA
[ligBuIIeHHS TaJMBHOI SKOHOMIYHOCTI Ta 3HWIKCHHS IIKIJJIMBUX BHKHIIB TPAHCIIOPTHHUX 3aco0iB €
aKTyaJbHUM JUISL JOCATHEHHS BHCOKOTO PiBHS €KOJOTIYHOI OEe3MeKH TPaHCHOPTY Ta HOTro CTAOro PO3BHUTKY.
MeTol0 AOCHI/PKEHHSI € OI[HIOBAaHHS BHUTPaTH MajnMBa Ta BUKUAIB WIKIIJIMBHX PEUOBHH TPAHCIOPTHUM
3ac000M 3 JIBUTYHOM 3 iCKPOBHM 3aIlalIOBAHHIM, CUCTEMOIO BIIOPCKYBAHHS 1 KaTAIITUYHOIO HEHTpanizaliero
BiAIpallbOBAHUX Ta3iB IiJ 4ac BUKOPUCTaHHs CIUPTOBMICHOIO MajyBa 3 BMicTOM Gioeranony 6inbmie 20 %
Ha OCHOBi JIaHUX TPO TapaMeTpu PyxXy TPaHCIIOPTHOTO 3aco0y B yMOBax peanbHOro Mapmpyty. Ilomambrmri
JOCIDKEHHsT Oyne HampaBlIeHO Ha aHami3 HPUYMH MOTIPIICHHS IIOKA3HHKIB TPAHCIOPTHOTO 3acoly Ta
BHU3HAYCHHS CIIOCOOIB X MOJIMIICHHS P BUKOPUCTAHHI CIIUPTOBMICHUX TTaJIUB.
KnrouoBi cioBa: BUTpaTa manuBa, HIKIUIMBI BHKUAW, TPAHCIOPTHHI 3aci0, ABUTYH 3 iCKPOBHM
3aIaJIl0BaHHIM, YMOBH eKCILTyaTallii, CIUPTOBMiCHE HaIUBO.

PE®EPAT
Huxonau L{ioman
Hayuonanonuviii mpancnopmuotl ynueepcumem, tsuman@ukr.net
OLEHKA INOTPEBJIEHUS TOIIVIMBA M1 BBIBPOCOB BPE/IHbIX BEHIECTB MOTOPHBIMHU
TPAHCIIOPTHBIMHU CPEJICTBAMMU C IBUT'ATEJIEM BHYTPEHHEI'O CTOPAHUS
IMPU SKCIIVIYATALUHU C UCITOJIb3OBAHUEM 3TAHOJICOJAEPKAIIUX TOIIJINB
ToBblIlIEHHE TOIUTMBHOM 3KOHOMHYHOCTH M CHIDKEHHE BPEIHBIX BBHIOPOCOB TPAHCIOPTHBIX CPEICTB
aKTyaJIbHBl JIIsl JIOCTHDKEHHS BBICOKOTO YPOBHS 9KOJIOTMYECKOW OE30MacHOCTH TPAHCIIOPTa M €ro
ycroituuBoro pasButus. Llenbio MccnenoBaHus SBISETCS OLGHKA pacxoja TOIUIMBA U BBIOPOCOB BPEIHBIX
BEILIECTB TPAHCIOPTHBIM CPEICTBOM C JBHIATElIeM C HCKPOBBIM 3a)KMTaHMEM, CHCTEMOW BIIPBICKA W
KaTaTUTHYECKOW HEHTpanu3anueil oTpaboTaBIIMX Ia30B IPH UCIIONB30BaHUH CIIMPTOCOACPIKAIIETO TOIIINBA C
conepkanreM 6uostanomna 6oinee 20 % Ha OCHOBE JIaHHBIX O TApaMeTpax JBHKEHHS TPAHCIIOPTHOTO CPEJICTBA
B YCJOBHSX peaqbHOro Mapuipyta. JlanpHeiiine ucciefoBaHusi OyIyT HampaBieHbl Ha aHalW3 NPUYHH
YXYIIICHHUsT TI0Ka3aTeyiell TPaHCIOPTHOTO CPEACTBA M ONpPEICTCHHUs] CIOCOO0O0B WX YIYYIICHHS TpH
HCIIOJIb30BaHHU CITUPTOCOICPIKAIINX TOTUIHB.
KiioueBble cjioBa: pacxo] TOIUIMBA, BpPEIHBIE BBIOPOCHI, TPAHCIOPTHOE CPENCTBO, JBHUIATENb C
WCKPOBBIM 32)KHT'aHHEM, YCIOBHS SKCILTyaTalllH, CIIMPTOCOACPIKAIECE TOIUIHBO.
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ABSTRACT
Mykola Tsiuman
National Transport University, tsuman@ukr.net
EVALUATION OF FUEL CONSUMPTION AND HARMFUL SUBSTANCES EMISSIONS
BY VEHICLE WITH SPARK IGNITION ENGINE UNDER OPERATION CONDITIONS
WITH USING OF FUEL CONTAINING ETHANOL
Increasing of fuel economy and reducing of harmful emissions of vehicles are actual for achieving a
high level of transport environmental safety and sustainable development. The purpose of the study is an
evaluation of vehicle fuel consumption and harmful emissions with a spark ignition engine equipped a fuel
injection and exhaust gases cleaning systems, using a fuel containing ethanol more than 20 %. It is based on
the vehicle motion parameters under real route conditions. Further research will be aimed to analysis of
vehicle performance impairment causes and determination of their improvement methods when using fuels
containing ethanol.
Key words: fuel consumption, harmful emissions, vehicle, spark ignition engine, operating
conditions, fuel containing ethanol.
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3.9 FEATURES OF INTERACTION OF ORGANIC BINDER AND SLAG FILLER

Kateryna Krayushkina', Andriy Belyatynsky’, Tetiana Khymeryk’

In conditions of constant development of the road transport followed by fast increase in the
scope of truck fleet, increase in carrying capacity and dynamic features of cars, overall
performance of vehicles to a great extent depends on riding qualities of motor roads which is
assessed with regard to strength, evenness and roughness. The dominant role here belongs to
asphalt pavements protecting road structure from direct effect of climatic factors impact and
ensuring design speeds.

Asphalt pavements well proved themselves in the most complicated activity of road
operational services during winter period when due to slipperiness formed on the surface of the
road pavement, significant reduction in vehicles speed, traffic intervals and increase in the number
of road accidents took place that negatively affected economic parametres of the state.

One of priority tasks of road branch is increasing operational reliability of motor roads
during different seasons of the year. The main ways of of this task solution is application of asphalt
pavements having sufficient durability that allows to ensure standard riding qualities and
improvement of of road pavement design for the purpose of reduction of winter slipperiness
formation.

Recently, in connection with increasing cost of road-building materials, the most actual
problem in highway engineering was a wide application of local materials. In the regions with well
developed iron and steel industry the most widespread local materials are coproducts of black and
nonferrous metallurgy, that are the slags. Numerous researches define possibility of their use for
preparation of asphalt mixes.

Use of asphalt concrete with slag materials is restricted for the pavements of the III-rd
technical category highways and for lower road categories by existing regulations. This results
from the fact that the properties of asphalt concrete with slag materials as road-building materials
are considered in comparison with the properties of asphalt concrete on traditional (granite mineral)
materials and insufficientl attention is given to studying operational and deformatsion-strength
properties of asphalt pavements with slag materials, especially on the highways of the highest
categories.

The urgency of the problem which is considered can be explained by the fact that in the
regions with highly developed iron and steel industry the use of asphalt concrete with slag materials
in the pavements of highways allows to gain certain economy of funds at their construction and
maintenance, and also helps to solve the problem of metallurgical industry waste use.

Asphalt concrete with slag materials is an artificial construction conglomerate, which is
a mixture of different types of metallurgical slags and bitumen, produced under certain
technological conditions, laid and compacted in the upper layers of road pavement.

The study of the possibility of using metallurgical slag in asphalt concrete is the work of
many scientists and the author: Belyatynsky, Krayushkina, Eremina, Korolev, Rastegayeva,
Samodurov, Yudina, Hushek, Kandhal, Li et al. (2012), Sivilevicius et al. (2011), Shen et al.
(2009), Sofilid et al. (2011), Takahashi et al. (2011), Wang et al. (2011), Wu et al. (2007).
As a result of literary analysis, a fairly wide range of metallurgical slags was considered.

Based on the study of physical and mechanical properties, the possibility of using different
types of metallurgical slags for the preparation of hot and cold asphalt concrete has been proved.

Of all types of slags of ferrous and nonferrous metallurgy, blast furnace slags, which are less
prone to different types of decay, are most suitable for road construction. Slag materials with
desired properties are obtained by controlling the speed of the cooling process of the slag melt.
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The cooling rate determines the chemical, hydraulic activity of the material, its
physicomechanical properties, structure and mineralogical composition, as well as features of
interaction with bitumen in asphalt concrete. With rapid cooling, the slag melt turns into sand with
a grain size of 0—2.0 mm, which has high hydraulic properties. During the slow cooling of the slag
melt, heat energy is mainly spent on crystallization processes. The material is gaining high strength,
but largely loses its hydraulic knitting properties.

Asphalt concrete with slag materials, as well as asphalt concrete from traditional materials,
is divided into crushed-stone (fine-grained, coarse-grained) and sandy. Slag crushed stone, sand
(natural or slag) and mineral powder are present in the crushed stone asphalt concrete as a mineral
part. In the sandy asphalt concrete, at the base of the mineral part, there are slag, slag-and-sand
sands and granulated slags. Depending on the laying temperature of asphalt concrete with slag
materials, mixtures can be hot and cold.

Studying asphalt concrete with slag materials, all the above authors note the following:
while maintaining the regularities inherent in asphalt concrete from traditional materials, the
properties of asphalt concrete with slag materials are determined by the type of slag, its structure
and porosity, which determine the nature of its interaction with bitumen.

The high chemical activity of slags and the high content of adsorption centers, in the form of
divalent and trivalent cations Ca" %, Mg" % Fe'?, Fe"”, leads to the formation of a solid bitumen —
mineral material. In the interaction of bitumen with slag materials, the physical and chemical
sorption bonds that have been formed firmly hold the bitumen film on the surface of the mineral
material. The high porosity of slag materials, when combined with bitumen, leads to filtration of
the binder and its components in the middle of the grains of the mineral material.

In the process of filtration, the oils penetrate through the capillaries into the grains to the
greatest depth, the resins, due to their lower mobility and greater activity, penetrate to a lesser
depth. Having a developed porous structure, slag crushed stone in asphalt concrete contributes to a
more complete conversion of bitumen to a structured state. At the same time, due to selective
diffusion of bitumen, enrichment of the structured layer with asphaltenes occurs. Selective filtration
of bitumen components leads to the formation of more rigid and less elastic bitumen films on the
surface of the slag aggregate.

The interaction of bitumen with slag aggregate leads to the realization of physical,
mechanical, chemical, electrostatic and diffusion processes; as a result, adhesive bonds at the
bitumen — mineral interface become durable and resistant to climatic factors, both at the time of
combining and in time. The nature of the slag crushed stone surface, the viscosity of bitumen and
its interaction with mineral material provide asphalt concrete with high indicators of internal
friction angle ¢ (from 40° to 50°), which exceeds the value for asphalt concrete prepared using
granite crushed stone (from 33° to 41°) .

The dependence of bitumen capacity indicators on the structural and textural signs of slag
rubble was established: slag of a pumice-shaped structure with a porosity of 69 % has the greatest
bitumen capacity, then slags of a capillary-porous structure with a porosity of 37 %, slags with a
porosity of up to 14 % have the least bitumen capacity.

Asphalt concrete with slag materials has a greater value of residual porosity and,
accordingly, a greater rate of water saturation than similar compositions on traditional (granite)
mineral materials. Moreover, it should not be considered as a disadvantage, but as a feature of this
type of asphalt concrete. Indicator of water saturation, as well as bitumen intensity, depends on the
open porosity of the material. Gezentsvey (1956), Kovalev (1991), Rudensky (1992), comparing
asphalt with slag materials with highly porous asphalt concrete from natural mineral materials,
concluded that they were not sufficiently resistant to water, as well as freeze-thaw cycles.

But observations of the arranged asphalt concrete coatings with slag materials and studies
carried out by Kovalev (1991) showed that the coating has a high frost resistance. This is due to the
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peculiarity of asphalt concrete porosity from traditional mineral materials and asphalt concrete with
slag materials. In the latter, the residual porosity is mainly represented by closed pores.

Closed porosity creates a rigid structure of the material, the linear expansion coefficient of
which is 1.5 times lower than in asphalt concrete from traditional materials. This leads to a
decrease in temperature stress with sudden changes in temperature, and increased frost resistance
and, consequently, durability of coatings.

The peculiarity of asphalt coatings with slag materials, in comparison with traditional ones,
is a longer process of their formation. Rudensky (1992) found that the formation of coatings from
asphalt concrete mixtures with slag materials does not occur immediately, but continues for some
time. When the traffic intensity is more than 1 000 auto/day, the formation of asphalt concrete on
slag sand ends in 1-1.5 years, on granulated slags — in 2—5 years from the moment of construction.
At the same time, coatings already at the initial stage of operation have high shear resistance and do
not exhibit ruts and sagging on them.

During the operation of the coating, with the stabilization of the structure of asphalt
concrete, there is a decrease in pore volume, an increase in the density of asphalt concrete, an
increase in the value of the angle of internal friction. The greatest increase is observed in the first
year, in subsequent years, the angle of internal friction remains almost unchanged. The value of the
internal adhesion in asphalt concrete with slag materials is steadily increasing as a result of the
strengthening of coagulation structural bonds and irreversible processes that occur in the bitumen
film.

When studying asphalt concrete with granulated slags and slag-and-sand sands, the features
of preparation, laying and compaction of asphalt concrete with slag materials were established.
Thus, on the basis of large-scale studies, it was established that the temperature regime for the
preparation of such mixtures is within 110-130 °C, laying in the coating of mixtures on viscous
bitumens is possible at a temperature of 70—-80 °C, and the sealing temperature is in the range of
50-70° WITH. Thus, asphalt with slag materials occupies an intermediate position between the hot
and cold type of asphalt.

Studies in the US by scientists Hunt, Boyle (2000) describe that in 1994, experimental sites
were built in Oregon to assess the use of steelmaking slag in hot asphalt concrete mixes (HMAS).
The research covers construction and observation, for five years, of the condition and TEC of a
coating made of asphalt concrete, which included 30 % of the slag of steelmaking.

The production of asphalt concrete and the construction of pavement is not difficult, even
when crushed steelmaking slag is used as aggregate. If the unit cost of production of asphalt
concrete mixtures modified by steelmaking slags is the same as asphalt concrete mixtures of granite
materials, the total project costs may increase due to a decrease in the specific surface area due to
the use of a more “heavy” mixture made using steelmaking slag production.

For the pilot site for (NMAS), built on 30 % of the steelmaking slag, the specific surface
area was 15 % less than when using the traditional “B” type asphalt mix.

Studies conducted in Turkey by scientists Ahmedzade, Sengoz (2009) demonstrate the
effect of using steelmaking slag as a mineral material on the properties of hot mix asphalt. Four
different types of asphalt mixes were used to prepare Marshall samples, and determine the optimal
bitumen content.

The physicomechanical characteristics of all the mixtures were evaluated for stability
according to Marshall, the modulus of tensile elasticity, and the determination of the tensile
strength. Samples were examined for electrical sensitivity. It was noted that the slags of
steelmaking production, used as a mineral material, improved the physical and mechanical
properties of asphalt concrete mixtures.

Studies began with an assessment of the toxicity, chemical and physical properties of slags
in steelmaking. Then, 0 %, 25 %, 50 %, 75 % and 100 % of the amount of limestone mineral
material in the asphalt mixes was replaced with slag material from steelmaking.
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The effectiveness of the slag aggregate of steelmaking was evaluated by improving the
indicators of tensile strength, elastic modulus, resistance to groove formation, fatigue life of asphalt
concrete samples. It was found that the replacement of up to 75 % of the amount of large limestone
aggregate with aggregate from the steelmaking slag (SISP) improved the physical and mechanical
properties of asphalt concrete mixtures. The results also showed that a 25 % replacement was the
optimal replacement level.

Studies conducted by scientists from Oman, Asi et al. (2007), Hassan, Al-Jabri (2011),
report on laboratory testing of granulated copper slag as fine aggregate in hot mix asphalt. The
selection of the composition of the mixture according to Marshall was carried out on various
mixtures containing up to 40 % of aggregate — copper slag. Testing of the dynamic module as the
main indicator of material properties in the Guidelines for the design of road pavement using the
mechanical — empirical method (IU — PDG) was carried out at different frequencies (from 0.1 Hz to
16 Hz) and at different temperatures (from 25 °C to 60 °C).

Baseline curves and shear coefficients for the dynamic modulus for control mixtures and
slag-containing mixtures were developed. The curves developed were compared with the predictive
model according to Witczak for 2 and 3 IU — PDG. The results showed a decrease in strength with
increasing slag content in the mixtures compared with the control mixture.

As a result, the aggregate, which includes the steelmaking production slag, due to its
physical and chemical properties, is a 100 % recycled product with great potential as a replacement
for natural aggregates in road construction. In most works, using aggregates from steelmaking
production slag, it is reported that asphalt concrete mixtures with its use have higher porosity,
adhesion to the binder, due to the surface structure and chemical composition, favorable particle
shape.

High porosity of aggregates from steelmaking slag can increase water resistance in asphalt
mixes and improve slip and aquaplaning resistance, and adhesion to bitumen can solve the problem
of moisture penetration into underlying layers of pavement due to damage to the surface. These
properties contribute to improving the quality of asphalt mixes and coatings with their use, and the
level of road safety.

Studies also suggest that asphalt mixtures, including aggregates from steelmaking slags, can
also increase resistance to rutting and cracking. From an economic point of view, the use of
steelmaking slag, as a filler in road construction, can reduce the cost of mining and processing of
natural mineral materials.

The steel industry can also reduce the cost of slags intended for the processing and disposal
of a huge amount of slag reserves. While the lifespan of the roadway can be increased, maintenance
costs for the coating can also be reduced, thus providing additional funds for other development
projects. With regard to the impact on the preservation of the environment, the use of materials
from the slag of steel production can in different ways directly reduce both dependence on natural
aggregates and the number of projects for the extraction of raw materials.

On the other hand, the inclusion of steelmaking slag in road construction projects can reduce
the area used for waste disposal.

Despite the positive qualities of asphalt concrete with slag materials, a number of authors
have noted the negative effect of the porosity of slag rubble on the properties of asphalt concrete.
Selective diffusion of volatile bitumen fractions into mineral material leads to its aging in the
coating. This increases the stiffness of the asphalt concrete, reducing its deformation properties.
The increase in coating strength over time is regarded by researchers as a lack of asphalt concrete
with slag materials, which leads to the appearance of cracks on the coating in winter.

In order to increase the crack resistance of asphalt concrete coatings with slag materials in
winter, it is recommended to use less viscous bitumens, which, without reducing the strength of
asphalt concrete, will increase its deformation capacity and slow down aging processes.
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In the case of using new types of mineral materials in asphalt concrete, which differ
significantly in their properties from traditional ones, it is necessary to conduct a comprehensive,
comprehensive study of not only their physical properties, but also TEP during the service of the
road. Assessment of the status of asphalt concrete pavements made of asphalt concrete with slag
materials during the operation of the road will make it possible to justify the need for their use in
road pavements.

To study the features of the operation of roads with asphalt concrete pavements with slag
materials, as the main TEC, you should choose: the strength of the pavement, the flatness of the
coating and the coefficient of adhesion. As an indicator that reflects the transport and operational
condition of roads, adopted the speed of traffic flow.

Dynamics of changes in the strength of the pavement during operation

One of the main indicators of the transport and operational condition of the road and its
efficiency, is the strength of the pavement. The strength of the pavement is estimated by the factor
of safety (Cpc), which is defined as the ratio of the average actual modulus of elasticity of the road
structure during the billing period of the year (Ef) to the required modulus of elasticity (En) during
the existing traffic.

The strength of the pavement is considered sufficient if its actual modulus of elasticity (Ef),
determined as a result of field studies, exceeds the required by type of coating and driving
conditions (Yn), that is, for the value of the safety factor, there is a ratio:

K,, > K2°P =095 0,85 for roads of different categories, (1)
where g ZOP— the minimum acceptable value of the pavement safety factor.

The actual strength of the pavement varies over the entire period of operation of the road.
The nature of the development of deformations is significantly influenced by loads from the
movement of vehicles, weather and climate conditions, the stability of the water-thermal regime of
the roadbed, the strength properties of the used road-building materials, the quality of construction
and the level of operation.

At high positive temperatures and heavy intensive traffic, there is a risk of plastic
deformation, which is accompanied by a decrease in the thickness of the coating layer in some
places and its increase in adjacent areas. The appearance of such deformations is affected by the
color of the coating. Darker coatings due to radiation heating can have a temperature of 15-20 °C
higher than air temperature.

From this point of view, lighter coatings, for example, of asphalt concrete with slag
materials, heat up less, i.e., are less susceptible to shear forces.

A decrease in the strength of the road structure also occurs as a result of the occurrence of
cracks on asphalt concrete pavement, the appearance of which is characteristic mainly for the cold
season — in winter or at a negative temperature in the spring period. The process of changing the
elastic modulus of the pavement can be divided into three stages.

The first stage is the formation of the pavement after construction, reconstruction or major
repair, during which the roadbed and the structural layers of the pavement are consolidated, rigidity
and distribution capacity of the monolithic layers increases, the modulus of elasticity slightly
increases, followed by stabilization.

At the second stage, there is a gradual decrease in the strength of the pavement under the
influence of the movement of vehicles and weather and climatic factors, which is associated with
fatigue processes, grinding of mineral material and a decrease in the distribution capacity of the
structural layers. Significantly affect the reduction of strength factors such as: the appearance of
cracks and wear of the coating.
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This process continues until the condition (1) is fulfilled for the strength of the road
construction, after which the third stage of a sudden loss of strength occurs, which is characterized
by significant deformations on the floor and in the structural layers of the pavement.

During this period, due to the active interaction of the wheels of a car with an uneven
coating, the deformations that already exist and the appearance of new ones develop rapidly. In the
spring, the compaction of the subgrade soil and the sharp decrease in the strength of the road
structure occur.

A mathematical model to describe the process of reducing the values of the modulus of
elasticity of the pavement within its standard service life Ty. Theoretical dependencies were
obtained for calculating the values of the decrease in the elastic modulus Et during road operation.
One of these dependencies is as follows:

Ty+l _ ¢t
9 7 N, -1 @)

n 9
qTHH |

where a — the parameter depends on the type of coating and the group of calculated load, MPa; b —parameter
that characterizes the effect of load repetition, MPa; ¢ — movement rate indicator; ¢ — year for which the
pavement strength is predicted; N,, — traffic intensity of settlement cars for the current year of operation of the
road structure, auto/day.

The evenness of the pavement is an important TEC, which determines the service time
between covers of non-rigid pavement coatings and characterizes the safety and comfort of driving
on the road. Evenness is determined by a complex of the same parameters as the strength of the
pavement and depends on its condition.

The deterioration of the road surface evenness has a significant effect on the speed of travel,
comfort of travel, fatigue of drivers and passengers due to harmful vibrations, leading to a decrease
in traffic safety and an increase in the cost of transportation.

To determine the dynamics of changes in the flatness of asphalt concrete pavements for the
purpose of planning repair work, Krasikov (2000) developed a mathematical model based on the
study of the influence on the dynamics of the process of changing the value of the primary flatness.
This mathematical model is represented by the following expression:

b
S, =S, [1 +cEL N (f)Emin }
, 3)

where S;, S;, — the value of evenness on the tolkommer after putting the road into operation and for the
predicted year t respectively, cm/km; N,(¢) — total traffic intensity, reduced to the design load, auto; FE;, —
minimum modulus of elasticity, MPa; a, b, ¢, d — empirical coefficients.

The mathematical model was used by him to predict the dynamics of flatness changes on
traditional asphalt concrete pavements and can be used to conduct comparative assessments with
asphalt concrete pavements with slag materials.

The value of the coefficient of adhesion affects the roughness of the coating, which,
respectively, the magnitudes and heights of irregularities are divided into macro- and micro-
roughness. The macro-roughness includes irregularities with a length of more than 2-3 mm and a
height of 0.2—0.3 mm, formed by the stone material used in the construction of asphalt concrete
pavements or during special surface treatment.

The microroughness is characterized by irregularities with a length of less than 2—3 mm and
a height of less than 0.2—0.3 mm and is determined by the intrinsic roughness of the material.
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The assessment of the surface roughness is carried out using the «sandy spot» method
according to DSTU 3587. This method determines the average depth of the roughness of the road
surface.

During the operation of the road, the values of micro and macro-roughness of the coating
gradually decrease, which leads to a decrease in the value of the coefficient of adhesion.

Analysis of previously conducted research has shown that the nature and intensity of
changes in micro and macro roughness depends on the following indicators:

— mechanical (rolling friction, sliding friction and shock load from the car wheel);

— climatic (temperature change, humidity);

— properties of the mineral material, which is part of the asphalt concrete (grain, porosity,
the degree of weathering of the rock);

— the amount of abrasive on the coating (dust, coating wear products).

The main reason for reducing the roughness (wear) of the coating are mechanical indicators,
depending on the intensity and composition of the traffic flow.

As a result of their impact, there is a constant exposure and grinding of large mineral grains
of asphalt concrete. A significant increase in the intensity of the movement of heavy trucks leads to
an acceleration of the process of grinding gravel grains.

The degree of reduction in the coefficient of adhesion, especially in the first year of
operation of the coating, is significantly influenced by the initial height of macroscopic
irregularities and the size of rubble. If gravels provide a sufficiently high macroroughness, then the
decrease in the coefficient of adhesion is small. When the protrusions of the macroroughness of the
pavement are worn, the shape of the protrusions of the mineral material changes, the gravel is
reoriented in space, and its upper part becomes rounded.

Grinding grains of gravel helps to reduce the value of the coefficient of adhesion, which
stabilizes, reaches its minimum value and then does not change, but is determined only by the
microroughness of the stone material.

Simultaneously with polishing, the reverse process occurs — weathering, which is especially
enhanced in the winter period. As a result of the complex of weather and climatic factors,
microcracks arise in the stone material, which gradually increase and lead to the destruction of its
surface layer. In this regard, on roads with low traffic, the surface of the coating for a long time
retains the necessary microroughness. With a significant traffic flow, the grinding process in
intensity is much higher than the weathering process.

Studies have shown that the greatest residual microroughness and, consequently, the highest
minimum value of the coefficient of adhesion, is characterized by asphalt concrete based on
different strength and heterogeneous materials.

As a result of long-term observations of traditional asphalt concrete pavements, a graphic
dependence of the dynamics of change in the friction coefficient on the micro and macro roughness
of the coating, which, in turn, depends on the intensity and composition of the traffic flow, has been
established. The general pattern of changes in the roughness of the coating is presented in the form:

R(t)za-e*”Np+c, 4

where R(f) — averaged height of macro roughness, mm; N, — number of cars passing; a, b, ¢ — coefficients
depending on crushed stone size, coating hardness and traffic flow composition.

This graphical dependence can be used to compare the dynamics of changes in the value of
the coefficient of adhesion of asphalt concrete pavements made of asphalt concrete with slag and
traditional mineral materials.

In this chapter the system approach to the construction of mathematical models for the
definition of basic riding qualities highways changes with traditional and asphalt pavements
produced of slag materials is considered.
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Change of strength of a pavement due to various factors can be presented in the form of the
following mathematical model:

Ed)(t):fl(NaStp,maV’p), (5)

where N — is a traffic volume, vehicle/day; S, — composition of traffic flow; m — a set of the parametres
describing pavement design and strength properties of used materials; v — a set of the parametres describing
the influence of weather—climaticfactors; p — a set of the parametres describing the influence of measures on
construction and operational maintenance of road.

Accoding to the results of conducted researches, the change of an actual modulus of the
pavement’s strength at the stage of highway maintenance can be described as a three stages
process, and its dynamics can be presented as a graph in Fig. 1.
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Fig. 1. Change of strength of a pavement during inter-repair period

The dynamics of evenness of an asphalt pavement, S(¢) can be presented in the form of the
following mathematical model:

S(t)sz(N:Stp:Eamavap), (6)

where £ — pavement modulus, MPa.

Regularity of change of evenness of asphalt pavements during inter-repair periods (¢,,) is
presented in the form of a graph in the Fig. 2.
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Fig. 2. Change of evenness of asphalt pavement during highway operation
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According to the research results, change of cohesion factor value of an asphalt pavement in
the course of a long-term maintenance after the construction or repair of a highway can be
presented in the form of the graph (see Fig. 3) and the following mathematical model:

ky=£i(N,. S, m v, p). ()

where N, — total number of passed design vehicles during operation.

Fig. 4.
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Fig. 3. Change of cohesion factor value of asphalt pavement during highway operation

Change of cohesion factor value from standard values (k) to admissible (k,,,) ones, results
from the impact of mechanical and natural-climatic factors on a highway.

The process of cohesion factor value change during the period of winter slipperiness
formation and in terms of works on its liquidation can be presented in the form of the graph on
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Fig. 4. Change of cohesion factor value on asphalt pavement during the period of winter slipperiness

formation and its liquidation

As a result of slipperiness formation during the change of weather conditions (time span #, —

t;) cohesion factor value decreases below admissible value (k,,,.), with regard to traffic safety
requirements. When taking the anti-slipperiness measures (time span #;—t,), cohesion factor remains
below admissible value, and after «the effects» produced by de-icing materials — its value
increases, thereby improving riding qualities of a highway.

According to the statement of a problem, an interaction scheme of external and internal

parametres of the subsystem «Road—Car—Environment» was developed.

divided into two groups:

Internal parametres of the subsystem influencing the dynamivs of riding qualities change are
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—Inherent parametres of the subsystem to which refer road d(¢) and A(¢) transport
parametres;
- Parametres affecting the environment to which refer weather-climatic v(s) factors.

As an external (initial) parameter of the subsystem ‘Road—Car—Environment’ the following
basic riding qualities of a highway can be mentioned: strength of road pavement, evenness of a
pavement, cohesion factor and a generalising parameter — traffic flow speed. For the problem
solution it is necessary to consider the dynamics of their change in time.

Thus, mathematical model for the description of changes of basic riding qualities in a long-
term gap in the subsystem ‘Road—Car—Environment’ looks like that:

V(0=Fyucp @) a@r]. ®)

where 3,p) = {E » (). (), ke, (), V(,)} — Vector of external parameters of the subsystem; Fric — the law
of operation of the subsystem; 7[): {vl (t), v, (t), V3 (t)}— vector of external environment impact (weather
and climatic parameters); d(z)= {ml .My, Eqy, S, RO} — vector of parameters of their own subsystems (traffic
specification); 7¢7) = {N(t), N, (). S, (t)} — vector of inherent parameters of the subsystems (road
parameters); ¢ — time.

As an external parameter of the subsystem «Environment — Road» the state the road surface
in winter is accepted. To solve the problem slippery condition of the pavement is considered, i. e.
presence of slipperiness as a glassy ice on its surface.

Thus, mathematical model for describing the state of the pavement for shor intervals of time
during winter in the subsystem «Environment — Road» is as follows:

V(0=F, 0 a7, ©)

where )= {S,,} — vector which components are the state of the road pavement in winter; F,_ — the law the

subsystem operation; 1'(z)= {T(t), v (@) Vz} — vector of environmental impact (weather parameters);
d'(t)= {ml,mz,,m5 ()7, (t)} — vector of inherent parameters of the subsystem (road parameters); ¢’ —
time during which winter slipperiness formation as a glassy ice is possible.

To assess the dynamics of elastic modulus change of road pavement with the surfacing of
asphalt concrete produced using traditional materials, mathematical models developed by Krasikov
(2000) were used.

For a relatively small deformations of road pavement, that is,during the first and the second
stages of road design work, its strength Ey (%) is described using the following mathematical model:

E ()= Eo{t-[a,, +b,(1gN.()+1g0)]}, (10)

where E, — mathematical expectation of elasticity modulus during the first year of road pavement life after the
completion of its formation, MPa; «a,, and b, — the parameters of the equation defined on the basis of
experimental studies; N.(f) — total traffic volume calculated to the design load of the group A, vehicles / day; ¢
— predicted period of service of the pavement, in years.

The study of dynamics of evenness of traditional asphalt pavemenst had been based on the
following mathematical model, also proposed by Krasikov (2000):

St=S0[1+cEfrl]in N.()aE, |, (11)
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where S, — the value of evenness according to impact measuring device after putting the road into operation,
cm/km; E,,;, — the minimum modulus of elasticity, MPa; a, b, ¢, d — parameters of the equation defined on the
basis of experimental studies.

It is possible to assess the change of riding qualities of the roads with the surfaces made
from slag and traditional asphalt materials during short time intervals (in winter) through the study
of the processes of various types of winter slipperiness formation on their surfaces.

Mathematical formulation of the problem contains the differential equation and single-
valuedness condition including thermal parameters and dimensions of the road structure, as well as
the boundary conditions and the initial temperature distribution. Temperature conditions of the road
structure on the surface under the influence of temperature, which changes periodically, for the
issue under consideration can be described as a monospaced heat conductivity equation:

irlen)_2f, orted],

12
ot ox ox (12)

where T (x, f) — temperature inside the road structure and subgrade soil at the depth of x at time 7, °C; g — heat
flow density in the structure, W/m?; ¢ — specific heat capacity, J/kg K; p — density of the material, kg/m®; 1 —
thermal conductivity, W/m K.

As road pavement is a multilayered system, equation (8) for the issue under consideration is
transformed into a system of differential equations:

or o oT
api—=—|M— H,_ <x<H
ot Ox ox
or o oT
CMPME:a[XM aj H4 S)CSHd) (13)
or o oT
crpr—=—| — Hy<x<H
TS 8x( T@x} ¢
On condition on the boundary of the phase transition in the soil of subgrade:
oT oT OH
}\‘m_ 7\'T_ :Qp_d), (14)
Ox |, _ H, ox |,_ H, ot

where Hy=Hy(x,?) of the phase transition, m; Q — latent heat of ice melting, kl/kg.

The rate of destruction of ice formation on the surfaces of pavements under the impact of
passing vehicles and the quality of cleaning depends on the force of adhesion (adhesion) of these

formations to the surface of the pavement.

Bond strength of ice and material of the surface (R,,) is defined as the difference of bending
strength of frozen and tested at a given temperature saturated (R,) and dried (R.,,) samples:

R, =R,—R

or

s (Re - Rcyx )9

15)

cyx

(16)
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where P,, P, — breaking load; / — distance between the supports; b — width of the sample; 4 — height of the
sample.

Determination of bonding strength of ice with asphalt pavement surface produced using
traditional materials and slag according to this method allows to determine the differences in winter
slipperiness formation on these types of pavements.

Evaluation of the strength of the pavement was carried out by determining the modulus
of elasticity in characteristic areas annually for five years of operation of the road. The modulus
of elasticity was defined as the elastic deflection of the pavement, obtained by the method of static
load wheel of the car. For testing, a loaded two-axle dump truck MAZ-503A was used. To measure
the deflection, a PC-204 deflector was used with a deflection accuracy of = 0.01 mm. Evaluation
of the strength of the pavement and processing of research results was carried out in accordance
with VBN B.2.3-218-186.

Processing the results of determining the elastic deflection was carried out on the basis
of mathematical statistics methods. The actual deflection of the pavement was determined for the
normative level of reliability Kn = 0.90. The modulus of elasticity at the site was determined by the
formula:

0360 | a7

E
¢
I

where E,;, — the modulus of elasticity of the road structure at the control point at a given time, MPa; Oy —
wheel load, xH; I, — actual deflection at reliability K,=0,90, cm.

If the field studies were conducted in the off-design period of the year, then in order to
obtain an objective characteristic of the state of the road pavement, a corresponding adjustment was
made. The actual modulus of elasticity, reduced to the estimated period of the year and estimated
temperature, was determined according to VBN B.2.3-218-186, respectively. The calculation was
carried out according to the formula:

L,5DK w
£, -E,, L r(l qbﬂJ Ky (18)
Kg H W,

where Kg — temperature coefficient equal to the ratio of the deflection at the calculated temperature of the
coating to the deflection at a temperature corresponding to the test period; D — calculated wheel print diameter,
33 cm; K — the empirical coefficient, depending on the type of subgrade soil at the test point, is assumed
K;=2,15 — for loam, silty dust loam; Hx — pavement thickness, cm; W, W, — measured and calculated relative
humidity of the roadbed during the test period; K, u K, — empirical coefficients.

Analysis of the obtained results shows that the values of the elastic moduli in 2013-2018
exceed the required one, which is assumed to be equal to 243 MPa. The minimum value of the
modulus of elasticity, equal to 226 MPa, on which the tests were carried out almost immediately
after the completion of work on laying the top layer of the coating of asphalt concrete with slag
materials.

It should be noted that the entire cycle of construction work on this section was carried out
from August to October, at the time when in other sections the embankment of the roadbed was
poured in 2015, that is, it had a year of exposure before the pavement device. One year after
operation, the values of the elastic moduli in the sections were leveled and had approximately the
same values in both areas.
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When monitoring the strength of the pavement during the operation period, an increase in
the strength of the road structure was noted. This feature can be explained by the processes of
hydration that occur in the layers of the slag base, which lead to their monolithic, and thereby
hardening of these layers. On the basis of the conducted studies, it is possible to predict a further
increase in structural strength, which will ensure reliable operation of the pavement under the
influence of increasing transport loads.
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Recommendations:

1. Overhaul life for the highways with asphalt pavements produced of slag materials should
be of the same duration as for the roads with asphalt pavements produced of traditional materials
but taking into consideration intensity of traffic flow, type of pavement, safety factor and road-
climatic zone.

2. Service life of asphalt pavement produced of slag materials should be evaluated by the
degree of surface pavement wear and reduction of the modulus of elasticity of the pavement by
more than 25 % of the values obtained on the basis of diagnostic tests.

3. For the repair of asphalt pavements produced of slag materials it is recommended to use
the most efficient and cost-effective technologies based on the principles of regeneration.

4. The main defect of asphalt pavement with slag materials are cracks. At its operational
maintenance it is necessary to fill the cracks with mastic or viscous bitumen during the transition
from summer to winter operational period.

Conclusions:

1. The fulfilled study aimed at determining the most important factors that affect the
change of riding qualities of asphalt pavements with slag materials proved that for the assessment
of changes in the strength, evenness and cohesion factor of the pavement overhaul life can be
adopted, and to assess the road conditions in winter — the time interval, corresponding to the
formation of winter slipperiness can be used.

2. Experimental research has confirmed that the possibility of winter slipperiness formation
as a glassy ice on the asphalt pavement with slag materials due to higher thermal inertia — is by
15 % lower than on the asphalt pavements produced of traditional materials, and the value
of bonding strength with ice is almost 2 times lower than it is for the surface pavements produced
of traditional materials.

3. For the first time it was theoretically substantiated and experimentally confirmed that the
riding qualities, namely, strength, modulus of elasticity estimated for 5 years of operation for
coarse and fine—grained asphalt from slag materials increased by 55 % compared with the initial
ones; evenness increased by 10 %, cohesion factor remained virtually unchanged for the coarse-
grained asphalt (initial value was 0.57, and after 5 years of operation -0.53) and it increased for
fine-grained asphalt concrete (respectively 0.37 and 0.46).
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FEATURES OF INTERACTION OF ORGANIC BINDER AND SLAG FILLER

The article presents the results of studies of the interaction of organic binders with slag materials
in asphalt concrete mixtures. It is determined that slag crushed stone treated with a binder is a high-quality
material that is widely used for the construction of coatings and bases. The processing of crushed stone with a
binder ensures that it is completely covered with a film of a given thickness. The thickness of the film is
interrelated with both the viscosity of the binder and the properties of slag rubble. The greater the viscosity of
the binder, the thinner the film on the grains. With a decrease in the grain size, the film thickness also
decreases, with an increase in the grain roughness, the thickness of the binder film increases. During
compaction, coagulation bonds are formed due to the convergence of the grains coated with the binder, which
have sufficient strength and high water resistance. Compared with the method of impregnation
and displacement on the road, this method saves the binder.

Key words: organic binder, slag material, asphalt concrete, physical and mechanical characteristics.
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«Any invention and discovery leaves an indelible mark in the minds of people,
and this allows us to hope that in the generations that will replace us,

there will be more of those who are able to change

culture, make it better and more perfect»

Alfred Nobel

CONCLUSIONS

Rational use of Fuels and Lubricants, Advance in Petroleum and Gas Industry and
Petrochemistry, Energy efficiency and Environmental safety are among the most important problems
of our time. Their solution largely determines the sustainable development of the World economy and
the preservation of human comfortable conditions. Transport is the largest consumer of the world’s
oil. About 60 % of all oil production is used for transportation. It is also the second largest emitter
of greenhouse gases. About 20 % of CO, emissions is derived from the transport sector.

Field of science that became responsible for ensuring the integrity in dealing with a variety
of tasks connected to these problems, is Chemmotology. Encyclopedic concept of Science defines it
as a sphere of human activity, the function of which is the development and theoretical
systematization of objective knowledge of reality. The direct goals of the Science are Description,
Explanation and Prediction of the processes and phenomena of reality, which are the subject of its
study on the basis of public law, e.g. the theoretical reflection of reality.

Chemmotology as a unique science studies the technological processes, properties, quality and
methodology for the rational use of fuels, oils, greases and technical liquids on the operational stage
of machine life cycle. Generalizing a utility function of fuels and lubricants as socially useful products
(as opposed to a generalized function of vehicles, for example) it could not be described by the
appropriate design documentation and drawings. This fundamental difference among the fuels and
lubricants and mechanical engineering products will objectively lead to the emergence
of Chemmotology studying and application.

The prominent role of the Chemmotology is in the consolidating function of the system,
improving of integration function in scholars and practitioners communication, chemical, oil-refining
and petrochemical sectors of the economy together with operator’s technique for solving evolution
problems of scientific and technological progress.

Initially Chemmotology science is characterized by systematicity. Chemmotology, as well as
system technology and system engineering, has such methodological tools in science and technology,
which covers the design, development, testing and operation of complex systems. From
a philosophical point of view, we can easily state that Chemmotology science makes the consolidating
function of system, integration of communication scholars and practitioners of engineering, chemical,
oil-refining and petrochemical sectors of the economy, together with operator’s technique for solving
evolution problems of scientific and technological progress.

Quality of Fuels and Lubricants determines of the chemmotological reliability of the vehicles.

Recognizing the modern global challenge generated «energy trillem», providing balance
between energy safety, economic development and environmental protection and efforts of of states
around the world for reaching sustainable development, Chemmotology as a science has a unique
specific mission that emphasizes it among other applies sciences and scientific directions.
The World Energy Council locates the concept of modern energy outlook in such a manner that
there are no unuseful resources or unsuccessful technologies. But there is insufficient or
unreasoned choice, unwell or uncapability to apply new technologies in practice.
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Providing balance between three key aspects of energy trillem — energy safety, acceccability
and environmental stability is the most important task during development of energy strategies.
One of effective methods of sovling trillem’s tasks in the world’s scale is international
collaboration and integration. They are the key to revealing unsed potential of energy resources,
natural routes of energy transfer and possibilities for its storage, in particular in transport sector.

Today the world is in the conditions of the sixth Technological Mode and Green Economy
(or the Fourth Industrial Revolution). Experts predict that in 2020-2025 a New Scientific, Technical
and Technological Revolution will take place, the basis of which will be developments synthesizing
Technological Environmentally Friendly Advances in the field of Biochemical Engineering,
Nanotechnology, Energy, Membrane and Quantum technology etc. In transport — there are New
Types of Engines, Energy Sources, a new Vehicle control concept, a new production and service
infrastructure. And all these technological elements are directly related to the quality of fuels
and lubricants.

Thus, the importance of chemotological reliability is obvious, and the prospects and role
of chemmotology in these conditions are greatly expanded.
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