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Abstract: Acrylonitrile-butadiene rubber (NBR), polychloroprene rubber (CR), chlorosulpho-
nated polyethylene rubber (CSM) and their blends were cross-linked with sulphur, ethyl-
ene-thiourea, magnesium oxide or their combination. The effect of nano- and micro- particle
sized of 35 pphr SiO, on the thermostability and surface morphology of all the crosslinked
systems was investigated. Identification of the structure of nano- and micro- particle sized
SiO, filled NBR/CSM and CR/CSM crosslinked systems was carried out by Fourier trans-
form infrared spectroscopy (FTIR) with an attenuated total reflectance (ATR) extension. The
thermal stability of the nano- and micro- particle sized SiO, filled NBR/CSM and CR/CSM
crosslinked systems were carried out by thermogravimetric analysis (TGA). The glass transi-
tion temperature (7,) of the samples was determined by differential scanning calorimetry
(DSC). The morphology of the fracture surface of the crosslinked systems was carried out by
scanning electron microscope (SEM). The results show when filled with nano-particle sized of
Si0O, NBR/CSM and CR/CSM polymer matrix have a strong peak from SiO-C at 1079 cm.
This suggests the an interaction between the SiO,, which should lead to an increased thermal
stability, higher values of 7, better dispersion the nano-SiO, and more polish, without cracks
than micro-filled NBR/CSM and CR/CSM crosslinked systems.

Keywords: IR spectral analysis, thermal stability, glass transition temperature, surface mor-
phology, nano- and micro- particle size of SiO; filled NBR/CSM and CR/CSM crosslinked
systems.

INTRODUCTION

About 75 % of all crosslinked rubber systems are used as blends rather than alone.
Blends of two or more polymers are often used, because thereby optimal properties for
specific applications can be obtained.!-2

Hoffiman and coworkers? investigated crosslinked NBR/EPDM rubber systems and
concluded that these systems have a high ozone resistance. R. S. Popovi¢ and M. Plavsi¢!
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investigated a crosslinked system based on acrylonitrile-butadiene rubber (NBR) and sili-
cone rubber (MQ). R. E. Fulelr and K. S. Macturk showed that a crosslinked NR/CSM
rubber system in a mass ratio of 50:50 has good weather resistance, color stability and high
extension values.3 The effect of filler on the properties of a composite, as well as on the in-
teraction of the fillers with the matrix was studied.®

This paper presents a crosslinked systems based on acrylonitrile-butadiene rub-
ber (NBR), polychloroprene rubber (CR), chlorosulphonated polyethylene rubber
(CSM), NBR/CSM and CR/CSM rubber blends filled with 35 pphr SiO,. For the cur-
ing of the elastomers and the systems of two elastomers, the following crosslinking
systems were used: sulphur, ethylene—thiourea, magnesium oxide and their combina-
tions. Identification of the structure the nano- and micro- particle sized SiO, filed
NBR/CSM and CR/CSM crosslinked systems was carried out by Fourier transform in-
frared spectroscopy (FTIR) with a attenuated total reflectance (ATR) extension. The
thermal stability of the nano- and micro- particle sized SiO, filled NBR/CSM and
CR/CSM crosslinked systems was carried out by thermogravimetric analysis (TGA).
The gass transition temperature (7) of the samples was determined by differential
scanning calorimetry (DCS). The morphology of the fracture surface of the cross-
linked systems was investigated by scanning electron microscope (SEM).

EXPERIMENTAL

The compounds (Table I) were prepared using a laboratory mixing roll mill of dimensions 400x150
mm at a speed ratio of the rollers 1,/n, = 28/22, at a roller temperature of 40-50 °C.8

The time of the preparation of the blends was ca. 20 min. Curing was done at 160 °C up to the optimum
cure time (Z,9y) which was determined from the rheograph which was obtained using a Monsanto R-100
model. The formulations of the samples used in this study are listed in Table 1.

TABLE 1. Formulation of the crosslinked systems based on acrylonitrile butadiene rubber (NBR), pholy-
chloroprene rubber (CR), chlorosulphonated polyethylene rubber (CSM), and nano- and micro-particle sized
SiO, filled NBR/CSM and CR/CSM crosslinked systems

Compounds/pphr? 1 2 3 4 5 6 7 8 9
NBRb 100 - 50 50 50 - - - -
CSMe - 100 50 50 50 - 50 50 50

CRY - - - - - 100 50 50 50

Zn0 5 - 2.5 2.5 2.5 5 2.5 2.5 2.5
Stearic acid 2 2 2 2 2 2 2 2 2
Si0,¢ - - - 35 - - - 35 -
Si0,f - - - - 35 - - - 35
Naphthenic 0il8 - - - 11 11 10 10 10 10
MgOh - 4 2 2 2 - 2 2 2

ETU! - - - - - 1 0.5 0.5 0.5
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TABLE I.Continued
Compounds/pphr? 1 2 3 4 5 6 7 8 9
TMTDI 2.5 2 25 25 25 - 1.0 1.0 1.0
czk 2 - 1 1 1 - - - -
S 0.5 1 075 075 075 - 0.5 0.5 0.5
Diethylene glykol — — — 1.1 1.1 — — 1.1 1.1

aPart per hundred parts of rubber, "Butadiene-acrylonitrile copolymer rubber—-EUROPREN N3345, Chlo-
rosulphonated polyethylene rubber — HYPALON 40S, 9Polychloroprene rubber — BAYPREN 110, *White
filler (15 nm) — ULTRASIL VN 3, fWwhite filler (28 pum) — CELITE 281, 8Naphthenic oil — TEPHIL
NAPHTHENE P. O. 100, "Magnesium oxide — ANSCOR P, 'Ethylene thiourea — ETU, iVery fast accelera-
tor-tetramethylthyuram disulfide (TMTD), KLow fast accelerator — N-cyklohecsil-2-benzothyazol sulfenami-
de (VULKACIT CZ)

Infirared spectroscopy. Infrared (FTIR) spectroscopy with a ATR extension were performed using by
BOMEM Hartmann & Braun MB series instrument. The samples of dimensions 50x20x2 mm were put on
the ATR attachment.

Thermogravimetric measurements. Thermogravimetric (TG) measurements were performed using a
Perkin Elmer TGS-2 instrument. The CR/CSM samples (mass about 5 mg) were heated from 30 to 700 °C at
a heating rate of 10 °C min™! in oxygen and air using a gas flow rate of 30 ml min’!.

Differential scanning calorimetry. The glass transition temperature (7},) of the samples were deter-
mined in the temperature range —100 to +100 °C using a DuPont Differential Scanning Calorimeter.

Scanning electron microscopy studies. Examination of the fracture surface was carried out using a scan-
ning electron microscope (SEM) model JEOL JSM 5300. The aim was to obtain some information on the
mode of the fracture the condition of the matrix and filler surfaces and dispersion. The fracture ends in a nitro-
gen atmosphere and sputters coated with a thin layer of gold.

RESULTS AND DISCUSSION

The analytical data for nano- and micro-SiO, are shown in Table II.

TABLE II. Analytical data for the white fillers

SiO, SiO,
BET (N,)/m%/g"! 160-200 -
DBP Absorption/(cm?/100 g) 220 130
pH 6.7 10
Particle size 15 nm 28 um

IR spectral analysis

The FTIR spectra of the unfilled and nano- and micro-particle sized SiO, filed
NBR/CSM and CR/CSM crosslinked systems are shown in Fig. 1.

In the spectra of pure CSM and NBR, the peak position of —-SO,Clis at 1292 cm !, of
S—Clat 1192 cm! and of C-Cl at 816 cmx! and at 975 cm™. In the spectrum of the 50:50
blend there is definite shift of the ~SO,Cl peak to 1300 cm! and 1208 cm! and of the
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Fig. 1. FTIR spectra with ATR attachment of NBR/CSM (I) and CR/CSM (II) rubber blends: (W) —unfilled;
(=) nano-SiO; filled; (—) micro-SiO, filled.

—C—Cl peak to 808 cm!, but the other is not ad shift which suggests interactions.® At ele-
vated temperature radicals may be formed at the tertiary carbon atoms of the polymers.
The absence of peaks of S—CI in CR/CSM blends suggests the presence of R—-SO,—R
groups. Reaction NBR/CSM polymer matrix with 35 pphr SiO, (15 nm), and the strong

peak from SiO-C at 1079 cm! in the spectra of the filled samples suggests interaction of
the polymers matrix with the SiO,.
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Thermal stability

The thermal stability analysis was based on the temperature for certain weight losses,
namely 10 and 30 %, and the rate of weight loss change as a function of temperature (first
derivative of the dynamic TG curve) i.e., the initial and overall shapes.8

The first corresponds to partial degradation of the sample and the second is the result
of complete thermal decomposition. The samples could be characterized by the position of
the decomposition peaks and their size, the difference being the result of the different influ-
ence of their structure and the differences in the degradation processes. The data for the 10
and 30 % weight loss temperatures are given in Table III.

TABLE III. Glass transition temperatures (7,) for 10 and 30 % weight loss and other characteristic tempera-
tures of unfilled and nano- and micro-particle sized SiO, filled NBR/CSM and CR/CSM crosslinked systems

Compounds Thax°C  T100,/°C  T300,/°C T d°C  myo /% T,/°C
NBR 434 403 427 707 3.37 22
CSM 348 319 354 655 254 -37
NBR:CSM (50:50) 449 312 429 472 3.8 20
NBR:CSM+SiO, (15 nm) 452 303 424 486 33.1 27
NBR:CSM+SiO, (28 pm) 450 296 425 485 38.6 28
CR 282 283 300 590 28.9 -39
CR:CSM (50:50) 466 252 326 537 16.9 -38
CR:CSM+Si0; (15 nm) 463 257 349 605 303 —40
CR:CSM+SiO, (28 um) 465 259 361 565 32.6 —45

From the values of the temperatures at 10 % weight loss ant 74, it can be seen that
the nano-particle sized SiO, filled NBR/CSM crosslinked systems (303 °C, 486 °C) are
more stable than the micro-particle sized SiO; filled NBR/CSM crosslinked systems (296
°C, 485 °C). In the CR/CSM crosslinked systems, the temperature values at 10 % weight
loss show little difference in the thermostability between the micro-particle sized SiO, and
the the nano-particle sized SiO, filled crosslinked systems. In the next step (30 % weight
loss), the micro-filled crosslinked system had more stability than the nano-filled corss-
linked system. Among the most important factors that can influence the initial TG behav-
ior are the strength of the bonds in the main CR/CSM and NBR/CSM polymer chain and
the bonds with SiO,.

The single glass transition temperature for the NBR/CSM and CR/CSM crosslinked
systems indicates that NBR, CSM and CR are compatible. The higher values of the glass
transition temperatures for the nano- than for the micro-filled crosslinked systems indicate
that nano-filled crosslinking systems have greater number of SiO—C link than micro-filled
crosslinking systems and more stability.
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Morphology microscopic studies

Scanning electron microscopic (SEM) studies of fractured surfaces were observed by
scanning electron microscopy (SEM) in order to gain a better insight into the mechanism
of failure of SiO; reinforced NBR/CSM and CR/CSM crosslinked systems. The SEM mi-
crophotographs at 2000 x magnification of the surfaces of CR/CSM polymer blends are
shown in Fig. 2. The surface of the CR/CSM polymer blend with nano-SiO, is more pol-
ished than that with micro-SiO,. In the microphotographs of micro-SiO, filled CR/CSM
blend a void and a microcrack of size about 50 pm can be seen. The fractured surface of the

:\:-.-F

Fig. 2. SEM Microphotograph at 2000x magnification of CR/CSM rubber blends: (A) micro- SiO, filled;
(B) nano-SiO, filled

micro-particle sized SiO, filled NBR/CSM and CR/CSM crosslinked systems becomes
rougher, shows cavities, dimples and crack, in the observation rebion.

CONCLUSION

— The strong peak from SiO—C at 1079 cm™! in the IR spectrum of CR/CSM polymer
matrix with 35 pphr SiO; (15 nm) suggested the presence of interaction with SiO, which
lead to increased stability of the 35 pphr precipitated SiO; filled CR/CSM polymer matrix.

— Nano- silica interacts more with NBR/CSM and CR/CSM polymer matrix than mi-
cro-silica, which is the result of the greater contact area of the nano-filler, greater adsorp-
tion and lower mobility of the polymer chains or the filler surface.

— The higher values of the glass transition temperatures for the nano- than the micro-filled
crosslinked systems indicate that the nano-filled crosslinked systems have a larger number of
SiO—C links than micro-filled crosslinked systems and hence increased stability.

— Based on the morphological investigation of the cracked surface of NBR/CSM and
CR/CSM polymer blends, can be concluded: (i) The surface of NBR/CSM polymer
blends is more polished than that of CR/CSM polymer blends and without crack; (i7) the
presence in both NBR/CSM and CR/CSM rubber blends with micro-particle size of SiO,
of rubber balls and some amount of fibrosity in the matrix, voids and crazes, as well as
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microcracks and crystallinity contribute towards failure of the macromolecular network
structure.

— The increased number of cracks and voids in the CR/CSM polymer blends contrib-
ute to the earlier loss of physical and mechanical properties, compared to the NBR/CSM
polymer blends.

U3BO

TEPMOCTABMUITHOCT 1 MOP®OJIOTUJA ITOBPIIMHE HAHO- 1
MUKPO-ITYIbEHMX NBR/CSM U CR/CSM MEITABMHA

I. MAPKOBWEL, B. PATOBAHOBWEZ, J. BYIMHCKM CUMEHIWES 1t M. MAPUHOBUR-LIMHLIOBUR?

1 “Tuzap”, Iupoii, ZHpupobuo-mmemmﬂulmu cparyaitieit, Huu, 3 Texnonouru paryaitieit, Hosu Cao u 4HHcmuzﬂym 3a
HyKkaeapHe Hayke - Bunua, Beozpad

Byraguen-akprwionnTpiaa Kayayk (NBR), monuxmoponpercku kayayk (CR), xmopcymdo-
HOBaHM TOJMeTWICHCKN KaydayK (CSM) M HHXOBe MEIIaBHHE YMpE)KaBaHE Cy CyMIIOPOM, CTH-
JICH-THOYPEOM, MarHe31jyM-OKCHIOM WJIH KOMOMHAIMjOM MCTUX. VICMUTHBAH je yTHIaj HAaHO- ¥ MU-
Kpo-decrrra SiO, y MaceHoM ypeny of 35 pphr (feo Ha 100 geroBa KaydyKa) Ha TEPMOCTaOWITHOCT 1
MOp(OJIOTHjy TOBPIIMHE YMpEsKeHnX crucreMa. VneHTndukanyja yMpesKeHnX cucteMa Ha 0as3m
NBR/CSM u CR/CSM yMpe:keHuxX cucTeMa IymheHIX HaHO- 1 MUKpo-decTtuniama SiO, BpllieHa je ca
FTIR (Fourier transform infrared spectroscopy) ca ATR (attenuated total reflectance) momatkom. Tepmu-
yka cradbuinHocT NBR/CSM u CR/CSM yMpexeHHX cucTeMa IyHhEeHUX HaHO- M MUKPO-YecTHIaMa
SiO, npoyuaBaHa je TepmorpaBumeTpujckoM aHanm3oM (TGA). Temneparypa CTakIacTor npesiasa
onpebuBana je mudpepennmjaTHoM ckarupajyhom kamopumetpujom (DSC). Mopgomoruja mosp-
IIMHCKOT IPEeoMa yMPEXKEHHX cUcTeMa ofjpebuBaHa je cKaHupajyhoM eJIeKTPOHCKOM MUKPOCKOIIY-
joM (SEM). Pesynrartu cy nokasamu fa HaHo-decrurie SiO, ca NBR/CSM u CR/CSM nomimvepHoM
MaTpHIOM JIajy jaky Tpaky ofi SiO—C ma 1079 cm™. To ykasyje Ha Behy TepMHIKy cTaGHITHOCT, GOIBY
Jwicnepsujy, CjajHijy NOBpIHY Ge3 HanpcaiHa i Behy BpegHOCT 7, y ORHOCY Ha MEKpPO-IyECHE
NBR/CSM u CR/CSM ympeskeHe cucteme.

(ITpumsbeno 8. janyapa, peBuupaso 7. HoBemopa 2003)
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