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Abstract: In this study, the properties of the vulcanizates based on NBR rubber mixtures and in the
presence of low molecular weight reactive compounds (SKN-40 + DChDEAST, SKN-40 + DMPhM),
vulcanized by the gamma rays and temperature were studied. The degree of crystallinity of the irradiated
samples was determined in the presence of tension. An assumption is made about the relationship
between the changes and the occurrence of thermoradiation - chemical processes leading to the formation
of multifunctional nodes and a change in the number of active network chains in thermoradiation samples
of SKN-40 rubber.
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1. Introduction

It is known that radiation vulcanization of elastomers with low molecular weight reactive
compounds (LMRC) can also be accompanied by temperature [1,2]. In some cases, for the
accelerating of radiation wvulcanization process simultaneously with irradiation, it is
recommended to heat the sample [3]. However, the process of thermal radiation exposure on
elastomeric mixtures still has not been studied much more. There are only fragmentary data that
are incomparable for a number of reasons about the effect on the crosslinking rate of an increase
in the irradiation temperature for polybutadiene [4] and Styrene Butadiene synthetic rubber
(SCS-30 ARKM-15) within 15K to 413K [5], for polysiloxanes up to 573K [6]. Systematic
studies of radiation - chemical bonds (crosslinking, destruction, changes in the number of double
bonds) and the characteristics of the plasto-elastic properties of rubbers under thermal radiation
exposure have not been carried out yet. In this regard, these properties were investigated in this
research.

2. Experimental Part

The object of the study is nitrile butadiene rubber SKN-40 and low molecular weight
reactive compounds 2,4 dichloro-6-diethylamino simm-triazine (DChDEAST) and 2,4-dimethyl
phenyl maleimide (DMPhM).

DChDEAST is characterized by non-toxicity, is a yellow powder (T, = 118), the
structure consists of reactive polar groups C-CClI [7].

DMPhM having polar groups NH-N, CH=CH, CHs, CO has a positive effect on
premature crosslinking of NBR and eliminates the restoration of oxidative processes. It is also
actively mixed with high molecular weight rubbers during vulcanization.
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The studied binary compounds contains 100 phr SKN-40, 3.0 phr DChDEAST (SKN-40
+ DChDEAST) and 2.5 phr DMPhM (SKN-40 + DMPhM), respectively. Blends were prepared
on a laboratory roller mill at 30-60°C. The plasticization time for each mixture was 7 minutes.
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Fig.1. The structure of low molecular weight compounds

Radiation - thermal crosslinking of samples by preliminary heating in an electric process
at 293, 373, and 423K. The dose rate was 0.13 Gy/sec in order to avoid oxidation processes
when irradiated with a Co®® gamma-ray apparatus, which had the form of plates with a thickness
of 1 mm and was coated with an aluminum foil [8].

Irradiation was carried out at 293 and 423K. The number of crosslinked molecules
(1/Mn¢) and network chains was determined by sol-gel analysis. Samples were extracted with hot
acetone for 24 hours, dried to constant weight, and then again extracted with cold benzene for 30
hours. The degree of unsaturation of the polymers (the number of double bonds) is determined
by the iodine number. [9]

A change in the molecular structure of binary systems during radiation crosslinking was
judged by IR Fourier spectroscopy.

3. Results and discussion

The values of the yields of crosslinking (G¢) and degradation (Gg), as well as their
relative change with temperature can be determined from the data of the sol-gel analysis. For this
study, it is enough to know the change in the yield of the number of crosslinked molecules and
the number of active chains of the polymer grid with an increasing the irradiation temperature up
to 373K [10].

As can be seen from the results obtained (Fig. 2), the number of crosslinked molecules of
polymer systems 1:2 monotonously increases with an increasing radiation dose. In fact, the
number of crosslinked molecules at doses of 300 kGy occurs at low speeds. Further, this speed
increases with increasing temperature. At a dose of 400 kGy, the number of crosslinked
molecules of polymer systems respectively are 1.2 « 10° and 1.7 « 10° mol/cm?.

It can be seen from the data presented in Fig. 3 that in the case of irradiation of the
samples at room temperature (373K) and a dose of 300 kGy, the yield of the number of active
chains reaches 7.0 + 10° mol/cm® and 8.5 « 10° mol/cm®. At high doses, especially at
temperatures of 373 and 423K, radiation-chemical processes intensify and destructive
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phenomena are observed in the irradiated samples. Apparently, this is due to the change in the
number and nature of double bonds [11].
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At all irradiation temperatures, the degree of crystallinity increases linearly with
elongation of the specimen when it is stretched (Fig. 4), which allows one to characterize the
intensity of crystallization upon stretching for a given mesh density.

An increase in the radiation dose also affects the strength of vulcanizates: the optimum
vulcanization shifts to the area of lower densities of the grid, the strength in the optimum
vulcanization significantly decreases (Fig. 5).

The change in the unsaturation of SKN-40 rubber as a result of irradiation was studied by
IR spectroscopy. The mechanical properties and crystallinity of vulcanizates was compared in
the area of densities of grids. The value of the change in cis - unsaturation is within the accuracy
of the method. For the conducting a quantitative comparison of changes in unsaturation the
samples were irradiated at 293, 373, and 423K to obtain a grid density of 7.0 « 10° mol / cm?,
which corresponds to a dose of 300 kGy at 433K and 900 kGy at 293K. Doses for comparison is
legitimate, since the rate of change in unsaturation remains constant over a wide range of doses
[12]. A change in the intensity of the 730 cm™ absorption band corresponding to double bonds in
the 1,4-cis configuration and the 1,4-trans configuration was observed. A change in this band can
be caused by cis-trans isomerization of rubber, as well as the consumption of double bonds [13].

Calculations showed that irradiation at 293K leads to a 5% change in cis-unsaturation, of
which 3% goes to isomerization. An increase in the irradiation temperature to 423K leads to a
decrease in cis unsaturation by 9%, of which 5% goes to isomerization, and 4% is consumed
[14].

Thus, the increasing irradiation temperature up to 423 K, it reduces the ability to
crystallize, worsens the mechanical properties of the vulcanizates, contributes to a significant
drop in unsaturation, while the yield of crosslinking increases sharply.
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Fig. 4. Dependence of the crystallinity Fig. 5. The dependence of the tensile strength of
index on the degree of tension for SKN-40 the irradiated vulcanizate SKN-40 on the number
irradiated at temperatures of 293K: of active chains of the irradiated network at
1. System-1; 2. System-2 temperatures 293K:1. System-1; 2. System-2

Sol - gel analysis shows that an increase in temperature practically does not lead to
additional destruction of rubber, therefore, destruction does not cause the changes in the
properties of vulcanizates. An increase in the consumption of unsaturation with increasing
temperature is obviously not associated with oxidation, which is confirmed by a comparison of
the IR spectra of the irradiated crude rubbers at 423K. An increase in the consumption of
unsaturation could be associated with the formation of intramolecular cycles. However, this
assumption contradicts the fact that the decrease in unsaturation is accompanied by a significant
increase in the number of active chains. In addition, there is a fact that cyclization of rubber does
not affect the mechanical properties of vulcanizates [15].
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Fig. 5. FTIR spectrum of radiation-thermal crosslinking of elastomeric system 2 (SKN-40 + DMPhM) at
423K and 300 kGy irradiation in air
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Obviously, the consumption of unsaturation is associated with the formation of
intermolecular crosslinks. If we consider the limiting case when all crosslinks are formed due to
double bonds, then a simple calculation shows that the consumption of double bonds in rubber at
a dose of 300 kGy (423K) would be 3%. The observed consumption of double bonds is 4%. It
can be possible, if only the crosslinking is accompanied by polymerization processes.

Polymerization processes can lead to a deterioration in the properties of vulcanizates. It
was found that with an increase in the vulcanization temperature, polymerization processes
develop the leading to the formation of multifunctional nodes for the peroxide vulcanization of
NBR rubber with a radial nature of initiation. Multifunctional nodes significantly reduce the
ability of chains to orient due to the high steric interaction of the parts of molecular chains which
is adjacent to the node [16].

It can be assumed that in the case of radiation vulcanization, the formation of
multifunctional nodes can occur by the mechanism of the sequential opening of double bonds by
analogy with peroxide vulcanization. In addition to the observed significant consumption of
unsaturation, the fact that the change in properties with temperature for peroxide and radiation
vulcanizates is identical is in favor of this analogy.

4. Conclusion

The features of the degree of structuring of NBR rubber (SKN-40) by the action of heat
and The features of the degree of structuring of NBR rubber (SKN-40) and their mixtures in the
presence of low molecular weight reactive compounds (DChDEAST, DMPhM) are investigated
by the action of heat and ionizing. It was shown that the vulcanization of NBR rubber with low
molecular weight reactive compounds under various conditions of crosslinking (vulcanization)
and temperature makes it possible to obtain a vulcanizate containing C-C bonds due to the
independent vulcanizing effect of DChDEAST, DMPhM. As you know, this set of crosslinks is
the way to achieve the optimal properties of the vulcanizates.

At all irradiation temperatures (293, 323K), the output increases the number of crosslinked
molecules and the number of network chains. When irradiated with a high dose (700-800 kGy) at
a temperature of 293K, cis unsaturation changes by 5%, which 3% goes to isomerization.

By analogy with peroxide vulcanization, it can be assumed that in the case of radiation
vulcanization, the formation of multifunctional nodes can occur by the mechanism of the
sequential opening of double bonds.
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COBMECTHOE CTPYKTYPUPOBAHUE BHK BO3JIEVICTBUEM TEILIA U
HWOHU3UPYIOIUX U3JTYYEHUA C YYACTUEM TPUAZUHOBBIX U
MAJIEUMUIHBIX COEAUHEHUHU

I'.H. Axynazaaa, I[II.M. Mamenos, A.W. Azagaaues, :x.11. Mamenos,
I'.A. Mamenosa, I1.1. UcmaiisoBa

Pestome: B nmanHOM HccieqoBaHUM, OBUTO M3y4eHO CBOWCTBa BynkaHu3atoB cmeceit BHKc yuactuem
HU3KOMOJICKYJISIPHBIX PEaKIMOHHOCIIOCOOHBIX COCMHEHHMH, BYJIKAHU30BaHHBIMU BIMSHUEM TaMMa JIyden
u temmneparypsl. (CKH—40 + IXI2ACT, CKH-40 + IM®M). OnpeneneHa cTreneHb KpUCTaUNIMIHOCTH
o0ydeHHBIX 00pa3loB MNpH pPACTSDKEHWH. BBICKa3aHO MPEINONIOKEHHE O CBS3U MPOUCXOJSIINX
MU3MEHEHHUH ¢ IPOTEeKaHNEM TEPMOPaTHALMOHHO — XMMUYECKUX MPOLIECCOB, MPUBOAALINX K 0OPa30BaHUIO
NoMU(pYHKIMOHATBHBIX Y3JI0B M HM3MEHEHHIO YHUCIa aKTHUBHBIX LENEH CETKH y TepMOpaIdanrdOHHOTO
o0pasioB kayuyka CKH-40.

Knroueevie cnoea: 2JIaCTOMEp, CIIMBAaHWA, WMOHU3ZUPYIOHICC HU3ITYUYCHUEC, KPUCTAUIMYHOCTH, 30JI-I'CJIb
aHaJInu3

TRIAZIN VO MALEIMID BIRLOSMOLORININ iSTIRAKI iL® BUTADEIEN NITRIL
KAUCUKUNUN TEMPERATUR VO IONLASDIRICI SUANIN TOSIRI iL9 BIRGO
STRUKTURLASMASI

H.N. Axundzada, S.M. Mammadov, A.I. Azadaliyev, C.S. Mommadov,
G.A. Mammoadova, P.i. ismayilova

Xiilasa: Aparilmig todqigat isindo asagi molekul kiitlali reaksiya gabiliyyatli birlagsmalorin (SKN-40 +
DXDEAST, SKN-40 + DMFM) istirak: ilo butadien nitril kauguku asasinda qarisiginin y siialanma vo
temperaturuntasiri ilo alinmigvulkanizatlarin xassolori 6yronilmisdir. Stialanmis niimunslorin dartilma
zamani kristallagma doracasi toyin edilmisdir. Bas veron doyisikliklori, termoradiasion kimyavi prosesin
tosiri ilo-polimer zoncirinin torkibindo polifunksionaldiiyiinlorin meydana gslmasi va termoradiasion
SKN-40 kauguku niimunalarinds aktiv zoncir torlarinin sayinin doyismasi ilo izah etmok olar.

Agar sdzlar:elastomer, tikilma, ionlagdirici radiasiya, kristallagma, zol-gel analiz
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