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We studied the influence of the stabilizers on thermo-oxidative degradation of the main
component (coal tar pitch) of a new material, pitch-composite. Based on the data of
gravimetric and FTIR spectral analyses, it was established that individual stabilizers (irganox,
melamine, calcium stearate and zinc stearate) in the amount of 2% interact with coal tar
pitch at 150°C in the presence of air. Melamine, calcium stearate and zinc stearate decelerate
(in contrast to irganox) destructive processes in the pitch which is accompanied by the
formation of low-molecular compounds. It was shown that irganox initiates the degradation
reactions with the formation of volatile compounds when interacting with pitch. When
interacting with pitch components, zinc stearate and calcium stearate were stated to reduce
the condensation of the system forming methylene bridges between the aromatic rings.
Due to the reduced condensation of the aromatic pitch systems, the formation of low-
molecular volatile compounds is inhibited and the weight loss diminishes in the presence
of calcium and zinc stearates. The obtained results should be taken into account when
developing a complex stabilizer for basic stabilization of the pitch-composite.
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Introduction

Coal tar pitch (CTP) is the residue formed
during the distillation of coal tar. CTP is a cheap
raw material which is widely used in various industries
to produce composite and carbon materials [1—3].

CTP by its nature has high reactivity as it was
confirmed by many researchers [2—4]. CTP is a
multicomponent mixture of condensed aromatic
hydrocarbons and heterocycles with active functional
groups that can be activated under certain conditions
and enter into chemical interaction.

Composite material based on CTP-pitch-
composite is a new class of thermoplastics [5]. It
can be used as a precursor to obtain a wide range of
carbon materials [5,6]. Pitch-composite is a
multicomponent disperse-heterogeneous system
where pitch-polymer matrix serves as a dispersion
medium and the filler is a dispersed phase [7].

Pitch-polymer matrix is a product of low-
temperature modification of CTP by active polymers.
CTP has weak polymeric properties. To strengthen
them, CTP is subjected to a low-temperature
modification by polyvinylchloride (PVC) [8].
Polyvinylchloride is the most studied, is has a high
modifying effect and is well-compatible with the CTP
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polymer additive. The minimum content of PVC, at
which the modifying effect is observed, is 3 wt.%
relative to CTP [9].

When obtaining and processing pitch-
composite, thermal and thermo-oxidative
degradation is observed. This can lead to the change
in properties of the composite material.

Pitch-polymer matrix consists of reactive
substances that are subjected to the greatest impact
of aggressive factors leading to deterioration in the
material properties. Therefore a detailed study and
understanding of the mechanisms of destruction and
stabilization are very important.

Thermal and thermo-oxidative degradation of
CTP and polyvinylchloride occurs according to the
laws of chain radical reactions [3,10]. To decelerate
or prevent these reactions in the pitch-composite, it
is necessary to suppress them by adding stabilizers at
the stage of its preparation.

We analyzed the mechanism of destruction and
stabilization of pitch-polymer matrix components
and considered various stabilizers, particularly their
properties, structure, application area, advantages and
disadvantages, and compatibility with components
of pitch-composite. On the basis of our findings, we
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Fig. 1. The chemical formula of Irganox 1010

selected several stabilizers: irganox 1010, calcium
stearate, zinc stearate and melamine [10].

Antioxidants (i.e. oxidation inhibitors) irganox
1010 and melamine are introduced into polymeric
materials in order to decelerate oxidation processes.
Their action involves absorbing the emerging radicals
and stopping the development of chain reaction or
destroying peroxides that do not have time to
decompose with the formation of new radicals.

Calcium stearate has an ionic character; it is
believed that it acts as a PVC stabilizer, primarily by
neutralizing HCI. Zinc stearate can neutralize HCI
and act as primary stabilizers in the nucleophilic
mechanism of substitution of labile chlorides.

Pitch-polymer matrix determines the properties
of the pitch-composite and is also the most vulnerable
to the exposure of external factors in the process of
obtaining or processing the material. Therefore, the
researches were aimed at studying the processes of
degradation and stabilization of the pitch-polymer
matrix. To investigate the processes of degradation
and stabilization of the pitch-polymer matrix, first
of all, it is necessary to analyze the influence of
stabilizers on its components: CTP and PVC.

At the same time, there are no similar studies
in the literature concerning CTP. Therefore, this
work was devoted to study the individual stabilizers
effect on the process of thermo-oxidative degradation
of CTP.

Material and methods

B-grade medium-temperature CTP and
stabilizers, irganox 1010, calcium stearate, zinc
stearate and melamine, were used in the study.

The characteristics of CTP were as follows: the
softening point determined by «ring-rod» method is
83°C; the viscosity at 135°C is 10 Pa-s; the density is
1300 kg/m3. The group composition was as follows
(%): a,-fraction 8; a,- fraction 27; B-fraction 34;
y-fraction 31. The Vicat softening temperature was
53°C.

Irganox 1010 (Fig. 1) is a spatially difficult

phenolic antioxidant for primary treatment and long-
term thermal stabilization. The chemical name of
irganox 1010 is pentaerythrite tetraoxy (3-(3,5-di-
tert-butyl-4-hydroxyphenyl) propionate). Irganox
1010 is a white and loose powder; its molecular weight
is 1178 g/mol; the melting range is 110—125°C; the
density is 1150 kg/m3 (at 20°C); the volumetric density
of powder is 530—630 kg/m?.

The structural formula of melamine
(2,4,6-triamino-1,3,5-triazine, triamide of cyanuric
acid) is shown in Fig. 2. Its molecular weight is
126.13; it is colorless crystals; the melting point is
3549C (with decomposition); the density is
1571 kg/m3.

NH,

NT N

Fig. 2. The chemical formula of melamine

By a mechanism of action, irganox 1010 (further
called as irganox) and melamine belong to the first
type antioxidants, they act as hydrogen donators.

Calcium stearate ((C,;H;;—C00),Ca) is a white
powder with the density of 1035 kg/m? and the
melting point of 170°C. Zinc stearate
((C\;H;5,—C00),Zn) is a white amorphous powder;
its melting point is 140°C.

Calcium stearate and zinc stearate are used as
a stabilizer-acceptor of HCI for PVC.

The experimental procedure included
preliminary dispersion and mixing of the CTP (5 g)
and stabilizers (in the amount of 2% relative to the
CTP) in the mill to get a homogeneous state and
further heat treatment of the resulting mixture in a
Binder M53 chamber at 150°C for 1 hour.

To assess the effectiveness of stabilizers, a
change in the weight of materials was chosen as a
criterion. The change in the weight of the samples
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was determined in accordance with the requirements
of GOST 12020, ISO 11358. Average arithmetic
values of five parallel measurements were used as
the results. The error in measuring the mass was
0.0002 g. The difference in values between parallel
samples did not exceed 0.01%.

The changes in the structure of CTP before
and after the addition of stabilizers during thermo-
oxidation degradation were observed by Nicolet iZ10
Fourier Transform Infrared (FTIR) spectrometer
using the CTP powder by collecting 64 scans at a
resolution of 0.01 cm™' in the range of 4500—
500 cm™!. The limits of the permissible absolute error
of the wave number scale were +0.5 cm.

Results and discussion

The weight losses of CTP without stabilizers
and with stabilizers (irganox, melamine, calcium
stearate, and zinc stearate) after aging in a Binder
M53 chamber at T=150°C for 1 hour are presented
in Table.

It is known that CTP is an extremely reactive
material. When heating CTP in the presence of
oxygen, there is an elimination of hydrogen and alkyl
groups with the formation of radicals, which are
further recombined with the formation of large
molecules [3,11]. This is due to the low energy of
the C—H bond in the multinuclear aromatic
compounds. The free radical formed is stabilized by
the interaction of a free electron with n-electrons of
the aromatic ring. The densification of the initial
CTP is a result of the recombination of free radicals
formed [12]. The reaction proceeds through free
radicals that are permanently formed by the action
of oxygen [13]. Thus, the polycondensation process,
oxidative dehydropolycolondensation, occurs. In the
thermal oxidation of CTP, the reactions of oxidative
dehydrogenation of low-molecular hydrocarbons are
dominated. This is accompanied by the formation
of oxygen-containing compounds, in particular water
[14].

Under the influence of temperature two
complicated processes occur simultaneously in the
CTP: destruction and polycondensation. Destruction
with the formation of low-molecular substances is
accompanied by weight loss of CTP when heated.

The analysis of the presented data (Table)
showed that in all cases the stabilized CTP (CTP—S)
lost weight when heated in the presence of air, i.e.
destructive processes with the formation of low-
molecular volatile compounds were observed.

The calculations have been performed
according to the law of additivity (Table) to estimate
the degree of interaction of components in CTP—S
after heat treatment; the obtained results showed
that all the stabilizing additives interact with the CTP
components since actual weight losses differ from
the calculated ones.

During the interaction of CTP with melamine,
calcium and zinc stearates, the actual weight loss is
less than the calculated one. The interaction of CTP
with these stabilizers leads to diminishing the weight
loss which is accompanied by the elimination of low-
molecular compounds. In these cases, the
condensation processes between the CTP and the
stabilizer predominate.

In the case of CTP interaction with irganox,
the actual weight loss is higher than that calculated
by additivity law which may indicate that irganox,
upon interaction with the CTP, initiates the
degradation reactions with the formation of low-
molecular compounds.

The functional groups variation of CTP with
and without stabilizers was observed by Fourier
transform infrared (FTIR) spectroscopy. It is known
that there are the peaks at 3040—3050 cm™! (i.e. the
aromatic hydrogen-stretching vibration) and near
1600 cm™! (i.e. the C=C skeleton stretching vibration)
in CTP showing aromatic structures [15]. The peaks
at 2700—2980 cm ™! and from 1480 to 1370 cm™! are
related to the aliphatic hydrogen stretching absorption
in CH, and CH, structures [16]. The peaks at
2920 cm™! and about 2860 cm™' are characteristic of
CH,-group, and the peak at about 2960 cm™! is
characteristic of the methyl CH;-group [3]. The
absorption band at 1690—1730 cm™' characterizes
the vibrations of the carbonyl group C=O in the
CTP [3.,4].

A comparison of the FTIR spectra of the initial,
heat-treated CTP and the CTP—S after thermal aging
is presented in Fig. 3.

Effect of stabilizer additives on the weight loss of CTP

Composition, weight fraction Actual weight loss, | Deviation from additivity,
CTP |Irganox | Melamine |Zn stearate | Ca stearate % %
100 0 0 0 0 1.33 —
100 2 0 0 0 1.72 +31
100 0 2 0 0 1.28 2
100 0 0 2 0 1.25 =5
100 0 0 0 2 1.18 —15
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As can be seen from the FTIR spectra, the
peaks at 3045 and 1600 cm™' show aromatic structures
existing in initial CTP, heat-treated CTP and CTP—S.

An increase in the peak intensity of the band
at 3045 cm™! after heating CTP indicates an increase
in the condensation degree of its aromatic systems.

The absence of the absorption band at
2957 cm™! (i.e. corresponding to the stretching
vibrations of CH, group) in the heat-treated CTP
and the weakening of the bands peaks at 2920 and
2855 cm™! (corresponding to the stretching vibrations
of the aliphatic CH, group) indicate the elimination
of these groups as a result of the effect of elevated
temperatures. Heat-treated CTP has no peak at 1735
cm~! which are characteristic of the stretching
vibrations of carbonyl C=0.

A comparison of the FTIR spectra of CTP with
and without irganox (2% relative to CTP) after heat
treatment (Fig. 3) showed that the difference consists
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Fig. 3. FTIR spectra of initial CTP (1), heat-treated CTP (2)
and CTP—S stabilized by 2% of the following additives: irganox
(3), melamine (4), calcium stearate (5), zinc stearate (6).
T=150°C, 1 hour

only in the appearance of a weak peak at 1735 cm!
(the stretching vibrations of C=0 carbonyl) in the
CTP stabilized by irganox (CTP—I). The appearance
of carbonyl groups in the heat treated CTP—I is
most likely due to the presence of this group both in
irganox and in the products of its interaction with
CTP components.

Based on the analysis of the data obtained, the
interaction of irganox with CTP can be represented
as follows. When the CTP is heated, radicals are
formed as a result of the elimination of hydrogen
and alkyl groups [3,11]. It can be assumed that the
resulting free radicals of the CTP react with radicals
of irganox to form large size multinuclear molecules.
Multinuclear aromatic compounds eliminate
substituents and hydrogen easier due to low binding
energy at the periphery of the molecules. And the
more the compound is condensed, the easier it is to
separate the side groups [12]. For this reason, it is
easier to eliminate the aliphatic groups, presented in
the composition of irganox, from the products of its
interaction with CTP, and the losses of CTP
substituents in the form of volatile compounds are
intensified.

The FTIR spectra of the CTP and the CTP
stabilized by melamine (2% relative to CTP) after
thermal oxidative exposure are almost identical
(Fig. 3). The weak interaction between the CTP and
melamine is also indicated by a slight deviation from
additivity (—2%).

Melamine, as a hydrogen donor, can not only
interact with free radicals of the CTP, but also attach
functional groups eliminated from the CTP (in
particular, carboxy-containing) by the amino group.
The addition of melamine to CTP leads to a slight
deceleration of destructive processes accompanied
by the formation of low-molecular compounds.

The gravimetric method and the calculation
by additivity law showed that the weight losses of
CTP after heating both with calcium stearate and
with zinc stearate decreased (Table).

As can be seen from the obtained FTIR spectra,
the zinc stearate and calcium stearate, interacting
with CTP components, reduce the condensation of
the system (the weakening of the intensity of the
peak at 3045 cm™' characterizing the stretching
vibrations of the aromatic CH bond), forming
methylene bridges between the aromatic rings (the
appearance of the stretching vibrations of the peaks
of aliphatic group CH, at 2920 and 2855 cm™). The
reduction in the condensation of aromatic CTP
systems under the action of calcium stearate and
zinc stearate can inhibit the detachment of various
substituents and the formation of low-molecular
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weight volatile compounds which results in the
reduction in weight loss.

Conclusions

The process of thermo-oxidative degradation
of CTP was considered. It was shown that two
complicated processes occur simultaneously in the
CTP under the influence of enhanced temperature:
the destruction and polycondensation, i.e. the process
of thermal dehydropolycondensation. The destruction
with the formation of low-molecular substances is
accompanied by the weight loss of CTP when heated.

Based on the data of gravimetric and FTIR
spectral analysis, it was established that individual
stabilizers (irganox, melamine, calcium and zinc
stearates) in the amount of 2% interact with CTP
when heated in the presence of air. Melamine,
calcium stearate and zinc stearate decelerate
destructive processes in the CTP (in contrast to
irganox) which is accompanied by the formation of
low-molecular compounds.

Irganox interacting with CTP initiates the
degradation reactions with the formation of volatile
compounds. The reason can be the formation of
large size multi-nuclear aromatic molecules, from
which peripheral aliphatic groups are easily detached
due to low binding energy. This is confirmed by a
significant deviation of the weight loss from additivity.

Zinc stearate or calcium stearate interacting
with CTP components diminish the condensation
of the system, forming methylene bridges between
the aromatic rings. Due to the decrease in the
condensation of aromatic CTP systems, the processes
of the detachment of various substituents and the
formation of low molecular weight volatile
compounds are inhibited, which results in the
reduction in weight loss.

The obtained results should be taken into
account when developing a complex stabilizer for
basic stabilization of the pitch-composite.
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BII/IUB ITPUPOJU CTABLII3ATOPA HA ITPOLEC
JETPAJAIIT KAM’SHOBYTUIBHOT'O ITEKY

LI. Kpymvko, K.b. Seip, B.IO. Kayain

Bueueno enaue cmabinizamopie Ha mepmoOKUCAOBANbHY
deepadayito 0CHO8H020 KOMNOHeHmMY (Kam AHO8Y2iNbHO20 NeKYy) HO-
6020 mamepiany — nekoxomnosumy. Ha ocnoei danux epagimem-
puunoeo ma I9-cnekmpanvro2o ananizy 6CmaHo8AeHo, wo iHougi-
dyanvHi cmabinizamopu (ipeanokc, Meaamin, cmeapam Kavyiro ma
cmeapam yuHky) y Kinvkocmi 2% 63aemoditome 3 Kam AH08Yeinb-
Hum nexom npu memnepamypi 150°C y npucymrocmi nogimps.
Menamin, cmeapam kanvyito ma cmeapam WUHKY YNOBLAbHIOIOMb
(Ha 8iomiHy 6i0 ipeaHoKcy) 6 neky 0ecmpyKmueHi npoyecu, siki cyn-
POBOOIHCYIOMBCS YMBOPEHHAM HU3bKOMOAeKYAapHux cnoayk. Tloka-
3QHO, WO IpeaHOKC npu 63aemolii 3 nekom iHiyitoe peakuyii Oe-
cmpykuyii 3 ymeopennsam nemxux cnoayk. Ilokasano, wo cmeapam
YUHKY abo cmeapam Kaabyito, 63aEMOOi0HU 3 KOMNOHEHMAaMU NeKy,
BHUICYIOMb KOHOGHCOBAHICMb CUCIEMU, YMBOPIOHU MEMUNEeHOB]
MICMKU MINC aPOMAMUMHUMU KIAbUYAMU. 3a605KU 3MEHUICHHIO KOH~-
0eHco8anocmi apoMamuyHux cUcmem neKy 2aibMyomocs npoyecu
YMBOPEeHHA HUZbKOMONEKYAAPHUX NeMKUX CHOAYK MA 3MEeHULYEMb-
A empama mMacu 8 NPUCYmHOCmi cmeapamie Kanbyio ma YUHKY.
Ompumani pesyrvmamu docaioxcensb HeobXioHo 6yde epaxogyeamu
npu po3pobuyi KomnaekcHoeo cmabirizamopa oas 6a3oeoi cmabini-
3ayii NeKoKomMno3umy.

KimouoBi ciioBa: kaM’sTHOBYTUIBHUIA 1EK; TEPMOOKUCIIIO-
BaIbHA JIETPA/IALlisT; ipraHOKC; MeJlaMiH; CTeapaT KaJibllilo; cTeapar
uuHKy; [Y-cniektpockormis.
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compounds when interacting with pitch. When interacting with pitch
components, zinc stearate and calcium stearate were stated to reduce
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the aromatic rings. Due to the reduced condensation of the aromatic
pitch systems, the formation of low-molecular volatile compounds is
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