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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 Ranskiy', 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 pum (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 1. 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(I) 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 5 ) 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 5 , 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 um 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 (D)
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= i 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]. 1t 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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1 - 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 /,), and by the nature of the organic aprotic solvent (dipole moment p,
dielectric permittivity &%, donor number DNspciq)- In the researches [23-26] it is stated that metals

oxidation rate W depends on the donor numbers DNgycy5 of the organic solvents and has an extreme
character, thus, W = f(DNgycis) 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 (DNgyci;) 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 (f;),
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 (/, = 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 [-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,0 7, = 7.9 eV, and for bronze with the different composition,
for example, with the tin composition, I'=725eVand > = 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 Wi = f(DNsvci5) and I, = f(DNsyci5), should be implemented, i.e., Wy =
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).

Wl 10, mg
1.0 A - 50
0.8 A - 40
0.6 - - 30
0.4 4 F 20
0.2 A - 10
0.0 0
0

DN pcry, 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): / — p-xylene;
2 — ethyl acetate; 3 — tetrahydrofuran; 4 — diglyme; 5 — DMF; 6 — DMSO; 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): / — 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] Trlbotechplcal
- properties
;g Organic solvent
wva
]
= Base oil U DNgyci
=) 5 20 5, I
3 Title % mass | 1-20A C-m-10% | ° kJ/mol 2 M8 I
1 dipropyl oxalate 3,0 1o 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 0 100 - - 84,00 | 02128 | 0,19
DMF 1,5
4 DMF 3.0 0 100 12,70 36,7 | 111,33 | 0,0928 | 0,12
5 DMSO 3,0 10 100 13,03 489 | 124,73 | 0,0733 | 0,10
6 1-20A 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 [-20A + organic solventy 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 solvent» 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 DNgycig

(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 (DNsyci; = 0) reduces

the overall value of the donor activity (DNspcis = 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
oo 4,0
0,5
0.4 ::
0,3 1
02 10 -,
0.1 o )
00 0o RIS s
! ; 2 16 20 4 4 3 12 16 20 24
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, 7=3 h): / —dipropyl oxalate, 2 —ethyl acetate, 3 — TCM : DMF =1: 1; 4 - DMF;

5 —DMSO; 6 — «pure» 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, (+ Solv)

—ne

M°+m-L- 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 1-20
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 [-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 8—16 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

5 N NRR' mpounds of th Friction coefficient
% ©:S\>_<S C;)on?;(l)lsigzg, "tA) | Wear of the sample I,-10"', mg 1107
% R R’ design| thioam DMF 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 [23[24]2,5]29][3.2
8 |CH;| CH;, HL? | 0,06 | — [m0100]0,33]0,50 [ 0,67 [3,50] 6,00%[2,5[2,6]2,7]5,1[8,0
9 | (CH,CHp),0 | HL? | 0,06 | — [m0100] 0,00 [ 1,30 |2,67 [4,31] 5,87 [3,0[3,1]3,3[52]73
10| H [CH,Cl-4] HL* | 0,06 | — [m0100]0,00 | 1,28 [ 2,50 [3,88] 5,25 [3,3]5,0]6,7]6,6]64
11| H |CHBr4| HL° | 0,06 | — [10100]0,00[0,93 | 1,80 [2,35] 3,00 [5,7]5,8]5,9]5,7]5.5

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

I-20A

1,0

P, MPa
24 28

Fig. 4. The correlation between the wear and the contact pressure in the friction pair «bronze BrAZ 9-4 — steel
45y with the lubricating composition «oil I-20A + thioamide» (¢ =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 ]
8 12 16 20 24

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, 7= 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—// 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(ll) 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" 110,
(BrAZ 9-4) Cu® + H ~—2 = CuL,+H,0
S N [-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™), 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 I-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 , CulL g ) — 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

=

:§ The compounds of the composition, % Wear [, mg, un(lijer]\t/;lpeacontact pressure

z )

2 . . complex

£ | thioamide 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 mo 100 | 0,024 | 0,034 | 0,026 | 0,041 0,034

11| HL 0,06 - - 70100 | 0,000 | 0,093 | 0,180 | 0,235 | 0,300

15 | HL? 0,06 - 3,0 70100 | 0,035 | 0,022 | 0,011 | 0,032 | 0,030
5

16 - CuL , 0,06 3,0 70100 | 0,000 | 0,011 | 0,016 | 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-/4 (Fig. 6) the
magnitude variation is 0.013-0.041 mg, and for compositions /5—1/7 (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 J,values of the investigated compositions /2—/7, for example, under the condition
when P = 16 MPa demonstrate, that the active substances, which provide the antiwear properties of

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

present in the I-20A industrial oil;

— the difference in /, 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.

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

I,mg | DMSO | > | DMF |> | (DMF+CCl) | > |CH;C(=0)OC,H; | > |(C(=0)OC;H,),
DN.
SCls 110473 111,33 84,00 71,57 60,00
kJ/mol
02 03
02
0.1
0.1
0,0 0.0

s 1 16w ubMPa

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 5 » (=20 °C, 7=3 h) CuLy» (t=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 (DNsyci5) 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

complexones (HL' — HL?), copper(Il) metal chelates, based on them (CuL 12, 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
theoil 204 | 120A > DMF > HL' > HL+DMF >  cuL, +DMF

1

2

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
solventy 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 (DNspcis) of the
organic solvents: /; = f (DNgpci5). The minimum wear values are observed during there were used
organic solvents (DMF, DMSO), which have the maximum values of DNgyci,-

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

1 . . . 1 .
CuL, + DMF», «oil I-20A + thioamide HL' + chelate CuL »+ 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

.. . . L 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».

PE®EPAT
Anamonit PaHCme?I, Onvea I opdiemcol, Tapac Timoel, Hamanin ﬂit)emca"
! Binnuybruii nayionansnuti mexuiuuii yHigepcumem,
2 Binnuywruti nayionansruii meduynuii ynisepcumem im. M.I. Iupozosa, ranskiy@gmail.com
@®OPMYBAHHS KOOPAUHALIMHAX CIIOJYK MII (II) I YAC IIPOLIECY TEPTSI
TA IX BIUIAB HA TPUBOTEXHIYHI XAPAKTEPUCTHUKHA 3MAIIIYBAJIbHAX PEUOBUH
Hocnimkeno TpuboximiuHy cuctemy «Oponza BpAX 9-4 — opraniunmit momarok — onusa [-20A —
cranb 45», y sKiii Mg Ji€l0 MEXaHiYHOI'O aKTHBYBAaHHS METAJICBHX ITOBEPXOHb Mapy TEPTs Ta OPraHiYHHX
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JIOIaTKiB YTBOPIOIOTHCS KOOPAUHALINHI crionyku KynpyMmy (II), mo 3a0e3neuyioTs BUCOKI IPOTH3HONIYBAJIbHI
i anTHQPUKIIHHI BIACTUBOCTI MACTHIBHUX KOMITO3UIH. [TocigoBHEe YCKIaJHEHHSI MACTUIIBHUX KOMITO3UIIH
[OUIIXOM JoJaBaHHS 10 0a3oBoi onuBH [-20A opraHiyHHX PO3YMHHHKIB, TiOAMIJHHX JIIFaHIIB Ta MeETall-
xenatiB kynpyMmy (II) Ha IX OCHOBI 1O3BOJMIIO BCTAHOBUTH P MPOTU3HOIIYBAJIbHOI aKTUBHOCTI T0AATKIB 10
iHgycTpianbHOi onuBH [-20A Ta TOCTHIIUTH BIUIMB KOKHOTO i3 YHHHMKIB HA TPHOOTEXHIUHI XapaKTEpPUCTUKU B
mapi Teptst «Opon3a BpAXK 9-4 — crams 45». Ha ocHOBI OoTpUMaHHX pe3ynabTaTiB 3pOOJICHO BHCHOBOK, IO
MIOKPAIIEHHST EeKCIUTyaTaIllIfHIX XapaKTepPUCTUK MACTWIBHUX KOMIIO3MIIN BH3HAYA€THCS YTBOPEHHSIM Y
mporieci TpHOOXIMIYHHX peakiliii KoopAuHAIHHEX cronyk Kynpymy (I1).

KnrouoBi cioBa: TpnOoxiMisi, MacTWJIBHI KOMIIO3HWINI, KoopawHawmiiHi crnomykun Kynpymy(ID),
MIPOTU3HOLIYBABIBHI 1 aHTU(QPUKLIHHI BIaCTHBOCTI

PE®EPAT
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? Bunmuyruii nayuwonansholti meduyunckuii ynusepcumem um. M.H. ITupozosa, ranskiy@gmail.com
®OPMHUPOBAHME KOOPJIUHAIIMOHHBIX COEJIUHEHWI MEIH (IT) BO BPEMSI
MMPOLECCA TPEHUS U UX BJIUSIHUE HA TPUBOTEXHUYECKHUE XAPAKTEPUCTUKHA
CMA3BIBAIOIIUX BEHIECTB

HUccnenosana Tpuboxmmudeckas cucrema «oponsa bpAXK 9-4 — oprannveckas npucagka — macio U-
20A — cranb 45», B KOTOPO# MO AEHCTBHEM MEXaHUYECKOTO aKTUBHPOBAHMS METAJUIMIECKUX MOBEPXHOCTEH
mapsl TPEHHS M OPraHMYECKUX NpHCcAJoK o0pa3yloTcs KoopAuHanuoHHble coeauHeHus wmeau(ll),
obecreyrBaroNIve BHICOKHE MPOTHBOM3HOCHBIE M AHTH()PHUKIMOHHBIE CBOMCTBA CMa30YHBIX KOMITO3HIIMH.
IMocnenoBarenbHOE YCIOXKHEHHE CMa30YHBIX KOMITO3MIMK IMyTeM pobaBieHus Kk OazoBomy Maciay M-20A
OpPraHWYeCKHUX PacTBOPHTENEeH, THOAMUIHBIX JIMTAHA0B U MeTaul-xenatoB Meau (II) Ha Mx ocHOBe IO3BONMIIO
YCTaHOBUTH PsAJl IPOTUBOM3HOCHOI aKTHBHOCTH HPHCAIOK K HHIyCTpHansHOMy Maciy 1-20A u uccrnenoBats
BIMSHUE KOKAOTO U3 (PaKTOPOB HA TPUOOTEXHUYECKHE XapaKTEePUCTUKHU B mape TpeHus «oponsza bpAXK 9-4 —
ctanp 45». Ha ocHOBaHMHM MONyYEHHBIX PE3yNbTATOB CAENAH BBIBOJ, YTO YIyYIIEHHE JKCIUIyaTallMOHHBIX
XapaKTepUCTUK CMAa30YHBIX KOMIIO3HIMH ompenensercs oOpa3oBaHMEM B IIpolecce TPUOOXMMHUYECKHX
peakuuii KoopAUHAIUOHHBIX coeanHeHuit Mmean(1l).

KoroueBble cioBa: TpHUOOXHMMHMS, CMa30uHbIE KOMIIO3MILMH, KOODIMHAILOHHBIE COCIUHEHHMS
menu (II), npoTHBOM3HOCHBIE M aHTH()PUKIIMOHHEBIE CBOMCTBA

ABSTRACT
Anatoliy Ranskiyl, 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(II)
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(II) coordination compounds during the tribochemical
reactions.
Key words: tribochemistry, lubricating compositions, copper (II) coordination compounds, antiwear
and antifriction properties.
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23 DEVELOPMENT OF ALTERNATIVE JET FUELS MODIFIED
WITH CAMELINA OIL BIO-ADDITIVES

Anna Iakovlieva', Sergii Boichenko®, Kazimierz Lejda’, 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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