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Abstract—In recent years, petroleum-based polymers began to be 

limited due to effects on human and environmental point of view in 
many countries. Thus, organic-based biodegradable materials have 
attracted much interest in the composite industry because of 
environmental concerns. As a result of this, it has been asked that 
inorganic and petroleum-based materials should be reduced and 
altered with biodegradable materials. In this point, in this study, it is 
aimed to investigate the potential of use of TEMPO (2,2,6,6- 
tetramethylpiperidine 1-oxyl)-mediated oxidation nano-fibrillated 
cellulose instead of EPDM (ethylene-propylene-diene monomer) 
rubber, which is a petroleum-based material. Thus, the exchange of 
petroleum-based EPDM rubber with organic based cellulose 
nanofibers, which are environmentally friendly (green) and 
biodegradable, will be realized. The effect of tempo-oxidized 
cellulose nanofibers (TCNF) instead of EPDM rubber was analyzed 
by rheological, mechanical, chemical, thermal and aging analyses. 
The aged surfaces were visually scrutinized and surface 
morphological changes were examined via scanning electron 
microscopy (SEM). The results obtained showed that TEMPO 
oxidation nano-fibrillated cellulose can be used at an amount of 1.0 
and 2.2 phr resulting the values stay within tolerance according to 
customer standard and without any chemical degradation, crack, 
colour change or staining. 
 

Keywords—EPDM, cellulose, green materials, nanofibrillated 
cellulose, TCNF, tempo-oxidized nanofiber.  

I. INTRODUCTION 

OMPOSITE materials are formed by combining at least 
two different materials in macro dimensions. The purpose 

of the composite production is to add new features to the 
materials, which are not suitable for themselves or for each 
other, in order to give the properties which are suitable for 
their usage areas [1]. In recent years, researchers began to 
carry out lots of studies in order to develop new high 
performance composites in different application areas [2], [3]. 
If at least one of the combined materials is in nanometer (10-9 

m) size, the material is called as nanocomposite [4] and these 
materials are widely used in polymer industry such as 
automotive, packaging, electronic devices, household 
appliances and all kinds of flame resistant products [5].  

One of the most used polymers in sealings, roofing parts, 
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cables and barriers is EPDM. EPDM is a synthetic polymer 
which is formed by ethylene (45%-80%), propylene (20%-
40%) and unsaturated diene (1%-12%) monomers. It is much 
preferred due to its high mechanical property, UV-resistance, 
ozone stability and water-proof structure [6], [7]. 

Many composites have been prepared with combination of 
polymer types with EPDM in order to develop mechanical, 
rheological, chemical and morphological properties [8]. In 
researches the most used polymers in combination of EPDM 
are polypropylene (PP) [9], [10], butadiene (BR), 
polyethylene, maleic anhydride (MA), natural rubber (NR), 
polyamide-12 and polystyrene (PS) [11]-[15].  

Polymeric composites are filled with organic or inorganic 
additives to improve mechanical and molding cycled 
properties [16]. However, these inorganic polymers were 
determined as harmful for health and environment whereupon 
they started to be limited as well as petroleum-based polymers 
in many countries. Therefore, organic-based biodegradable 
fillers, especially cellulose began to attract attention in the 
composite industry recently [17]. Cellulose, the most abundant 
polymer on Earth, can be characterized as a high molecular 
weight linear homopolymer composed of D-
anhydroglucopyranose units (AGU) which are linked together 
by β-(1 --> 4)-glycosidic bonds. It is renewable, abundant, 
biocompatible, sustainable and has unique mechanical 
properties. By mechanical or chemical processes, cellulose can 
be converted into materials having superior properties than 
cellulose, such as cellulose nanofibers (CNF) or cellulose 
nanocrystals (CNC) [18], [19]. Different chemical methods are 
applied in order to lower the energy consumption during the 
production of nanocellulose such as acid hydrolysis, enzyme 
interaction or TEMPO [20]-[22]. The TEMPO method is a 
practical one because unwanted chemical media is not 
necessary and uniformly dispersion is possible with widths of 
3-4 nm and high aspect ratios (> 50) [18]. 

There are so many researches on CNF with TEMPO 
oxidation. Jose et al. studied - the morphological properties 
[23]. In other study, Cobut et al. investigated cellulose 
nanocomposites produced by filling TEMPO treated wood 
fibers into the thermoplastic starch [24]. Then, Melone et al. 
prepared ceramic aerogels from TEMPO oxidized cellulose 
and investigated characterization and photocatalytic properties 
of them [25]. In addition, Zheng et al. synthesized 
nanocomposite with polyvinyl alcohol (PVA) and TEMPO 
oxidized cellulose nanofibrils in order to investigate their 
absorbent properties [26]. It is aimed with this study to 
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investigate the potential of usage of TCNF instead of EPDM 
rubber used in production of automotive sealing profiles.  

II. EXPERIMENTAL DETAILS  

A. Materials and Procedures 

EPDM which is used in this study was produced by 
Standard Profile with a formula given in Table I. 

 
TABLE I 

COMPOUNDING RECIPE OF EPDM RUBBER 

  EPDM 

Carbon 
Black+ 
White 
Filler 

Process 
Oil 

Activators Sulphur TCNF 

EPDM 100 165 63 11 6.5 0 

EPDM-C1 99 165 63 11 6.5 1 

EPDM-C2 97.8 165 63 11 6.5 2.2 

 
TCNF which is used instead of EPDM rubber in a certain 

amounts was supplied by Cellulose Lab. 
Five plates for each material, totally 15 different plates were 

prepared by adding 0, 1.0 and 2.2 phr TCNF to EPDM 
compound instead of EPDM material (Table I).  

The materials shown in Table I were mixed in Carter Bros 
1.5 L lab-scale mixer with an internal temperature changes 
between 23 ± 2 °C and 100 °C. The compounds were mixed 5 
min. with a constant speed of 47 rpm. After the mixtures had 
been passed through the ESER Machine branded lab-scale 
cylinder, EPDM plates were prepared by pressing the mixtures 
7.5 min. at 180 °C with ESER Machine branded lab-scale 
compression press. After preparation mechanical, chemical 
and aging tests were carried out for each plate. 

B. Fourier Transform Infrared Spectroscopy (FTIR) 
Analyze 

FTIR analysis was carried out with Shimadzu IR Prestige-
21 device in order to see chemical interaction by measuring 
the vibration frequencies of bonds in the EPDM compound 
plates.  

C. Thermal Properties 

TGA analysis was carried out to measure the mass changes 
of samples after heating the plates with a constant heating rate. 
Analysis was done with Shimadzu DTG 60 test machine in a 
dynamic nitrogen atmosphere of 75 ml/min with a heating rate 
of 20 °C/min and at a temperature rate between 0-550 °C. 

D. Mechanical Properties 

EPDM plates were analyzed mechanically in terms of 
tensile, tear, and elongation test. The tensile and elongation 
specimens were tested according to DIN 53504 standard while 
the tear specimens were tested according to DIN ISO 34-1 
standard. Tests were realized at room temperature (23 ºC) with 
a cross-head speed of 200 mm min-1 using a universal testing 
machine. Five samples were tested for reliable results.  

E. Rheological Properties 

The rheological properties were analysed by viscosity, 
scorch and moving die rheometer (MDR) tests. Mooney 

viscosity tests were done at 1+4 min at 100 °C according to 
ASTM 1646 standard in order to investigate the flow, motion 
and shape-taking properties of the rubber during the time spent 
in the extruder. Similarly, scorch tests were carried out at 
1+20 min at 121 °C according to ASTM 1646 standard to 
determine the properties of the rubber in the extruder. The 
MDR tests were performed for 2.5 min at 180 °C according to 
ASTM 1646 standard in order to measure and analyze the 
vulcanisation times of ts2 (scorch time) and t90 (the 90% 
optimum vulcanisation time of rubber). The rheological tests 
were carried out by using ALPHA Technologies MDR 2000 
test machine. 

F. Deformation Properties as Permanent Set 

The permanent set tests were realized according to DBL 
5571 standard. Test specimens were measured after aging 22 h 
+ 2 h at 100 ºC with a gauge, Mitutoyo, and the deformation 
values were calculated by: 

 
Permanent set (%) = hi – hf × 100                        

                   hi – h0                                  
              (1)

 
 

where hi is the height of the sample before thermal aging, hf is 
the height of the sample after aging and h0 is the compression 
distance. Three samples were specified to test for reliable 
result. 

G. Artificial Weathering Test 

An artificial weathering test was carried out for EPDM 
plates to simulate natural weathering conditions in laboratory 
because of the difficulties in natural weathering tests such as 
long-term time consuming and difficulties in reproducibility. 
Artificial weathering test simulated the weathering conditions 
of Kalahari region with the cycles consisted of UV (λ = 300 – 
400 nm) radiation at 90 ºC at a relative humidity of 20% and 
75 W/m² irradiance intensity. The plates were exposed 100 
and 250h in an equipment (Atlas Ci4000) according to the 
PV3929 standard. 

H. SEM Analysis 

The surfaces of EPDM plates were characterized 
morphologically via FEI Quanta FEG 250 optical microscope 
after gold coating. The chemical contents of EPDM plates 
were analyzed in terms of EDX spectrum taken from SEM 
micrographs. 

III. RESULTS AND DISCUSSION 

A. Chemical Characterization 

The chemical characterization of the EPDM rubbers was 
investigated with FT-IR and results are given in Fig. 1. 

Rubbers give complex spectroscopic analysis because of 
overlapping of asymmetric, symmetric and bending vibrations. 
The main chain in EPDM is asymmetric and symmetric 
stretching interactions at 2925 cm-1, 2853 cm-1 and C-H 
bending vibrations at 1460 cm-1, 1377 cm-1 that occurs due to 
CH2 and CH3 found in the ethylene, propylene and diene 
monomers of EPDM structure. C-H vibrations have the 
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greatest intensity in the structure because they are observed in 
process oil and TCNF, as well. 

The spectrum of CS2 group that reveals crosslinking C-S 
interactions is seen at ~2320 cm-1 and ~2180 cm-1.  

C-O-C intra- and inter-molecular vibrations of TCNF are 
seen between 1200 cm-1 and 1000 cm-1. The C1-O-C4 
glycosidic deformation (intra-molecular) between the glucose 

units is observed between 1100 cm-1 and 1000 cm-1 whereas 
C1-O-C5 asymmetric bridge stretching is seen between 1150 
cm-1 and 1200 cm-1. However, they are not observed clearly. 
Briefly, the graphs of EPDM, EPDM-C1 and EPDM-C2 are 
the same because the amount of TCNF is too low. Therefore, 
it can be said that TCNF does not cause a reaction that 
degrades the matrix structure. 

 

 

Fig. 1 FTIR spectra of the EPDM plates 
 

B. Thermal Characterization 

TGA analyses of TCNF based EPDM rubbers were carried 
out and obtained thermograms were given in Fig. 2. Firstly, 
process oil is degraded and removed from rubber. In the 
second region EPDM is degraded chemically and removed 
from structure. In the last region carbon black burned and 
mass loss occurred. After 600 ̊C only ash remained. 

 

 

Fig. 2 Thermal Properties of TCNF based EPDM plates 
 

As seen from thermal stability analysis, it can be seen that 
TGA graphs of EPDM, EPDM-C1 and EPDM-C2 are the 
same because of too low amount of TCNF. Therefore, it can 
be said that TCNF does not affect the thermal stability of 

EPDM plates. 

C. Evaluation of Mechanical Properties 

The effect of TEMPO oxidized nano-fibrillated cellulose on 
the mechanical properties of the EPDM rubber (EPDM; 
EPDM-C1; EPDM-C2) plates was investigated in detailed. 
The obtained mechanical properties are given in Figs. 3-5, 
respectively. 

 

 

Fig. 3 Effect of TCNF on tensile strength of EPDM rubber 
 

It can be seen from Figs. 3 and 4, tensile strength values do 
not change while tear strength values increase with adding 
TCNF. Besides, Fig. 5 shows that adding of TCNF causes 
decrease in elongation at break values (ɛ). It means that adding 
TCNF makes the rubber more rigid. This circumstance limited 
stretching of the rubbers and resulted in lower ductility. 
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According to customer specification, TL52345 standard, the 
mechanical properties of EPDM are within tolerances. As a 
result, TCNF can be used in these amounts instead of EPDM 
rubber. However, if the amount increases, the mechanical 
properties should be controlled whether within tolerance. 

 

 

Fig. 4 Effect of TCNF on tear strength of EPDM rubber 
 

 

Fig. 5 Effect of TCNF on elongation of EPDM rubber 
 

D. Evaluation of Rheological Properties 

The effect of TCNF on the rheological properties is 
represented by the comparison of the Mooney viscosity, 
Mooney scorch and vulcanisation times as ts2 and t90 values 
of the EPDM plates (Figs. 6-8, respectively). 

 

 

Fig. 6 Effect of TCNF on viscosity 

 

Fig. 7 Effect of TCNF on scorch 
 

 

Fig. 8 Effect of TCNF on vulcanization times 
 
The initial (MI) and final (MF) viscosity values are 

presented in Fig. 6 and it shows that adding TCNF caused a 
small but insignificant increase in the viscosity values. 

As seen in Fig. 7 the plates prepared with added TCNF had 
lower scorch values than those of serial EPDM rubber. It can 
be concluded that usage of TCNF decreased the t05 values and 
caused earlier vulcanisation, thus providing faster production. 

Fig. 8 shows that usage of TCNF has no effect on ts2 and 
t90 vulcanisation times. It means that EPDM rubber with 
TCNF can be vulcanised without any change on process 
conditions. 

E. Evaluation of Deformation Properties as Permanent Set 

Permanent set values on deformation properties is a 
significant property in the rubber industry. Permanent set 
values for the rubber are given in Fig. 9. It is detected from 
Fig. 9 that usage of TCNF has no effect on permanent 
deformation values. 

F. Artificial Weathering Test 

The EPDM plates were evaluated visually after aging in an 
artificial weathering environment for 250 h. The visual control 
results are presented in Fig. 10. 

There are no cracks, color change or staining on the 
surfaces after 250 h aging. It can be said that TCNF can be 
used in these amounts instead of EPDM rubber. 
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Fig. 9 Effect of TCNF on permanent set of EPDM rubber 
 

 

Fig. 10 Visual controls of (a) EPDM, (b) EPDM-C1, (c) EPDM-C2 
after Kalahari weathering 

G. SEM 

The SEM pictures taken from EPDM plates prepared by 
addition TCNF are shown in Fig. 11. As seen from SEM 
images of EPDM plates, TCNF can be homogeneously 
dispersed in EPDM rubber and no considerable difference is 
observed with increasing amount of TCNF. Agglomeration, 
crack, individual fibrils as well as void are not seen from SEM 
photos. It means that TCNF does not chemically degrade in 
EPDM matrix. 

 

 

Fig. 11 Photographs of (a) EPDM plate SEM, (b) EPDM-C1 plate 
SEM, (c) EPDM-C2 plate SEM 

IV. CONCLUSION 

The effect of TCNF on rheological, mechanical, chemical, 
thermal and aging properties of EPDM rubber was 
investigated in detail. It is detected that TCNF makes EPDM 
more rigid regarding to tear strength and elongation at break 
values. However, it can be used instead of EPDM at an 
amount of 1.0 and 2.2 phr which are providing the values to 
stay within tolerance according to customer standard. The 
vulcanisation times do not change while scorch values 
decrease with increasing TCNF. It means that usage of TCNF 
causes earlier vulcanisation but it can be vulcanised without 
any change on process conditions. Regarding to aging and 
morphological analysis, TCNF does not cause crack, change 
colour or staining. It can be said that it does not occur 
chemical degradation in EPDM matrix.  

ACKNOWLEDGMENT 

The authors wish to thank Standard Profile Corporation, 
Turkey, for technical support and collaborative partnership. 

The authors gratefully acknowledge the financial support of 
this work supplied by the Duzce University Research Fund. 
(Project No: 2018.07.05.807) 

REFERENCES  
[1] Z. Hashin, “Analysis of composite materials,” J. App. Mech., vol.50, 

no.3, pp. 481-505, Sep. 1983. 
[2] G. Jayamol, M. S. Sreekala, T. A. Sabu, “A review on interface 

modification and characterization of natural fiber reinforced plastic 
composites,” Polym. Eng. and Sci., vol. 41, no.9, pp. 1471-1485, Apr. 
2004. 

[3] N. N. Ghosh, B. Kiskan, Y. Yagci, “Polybenzoxazines-New high 
performance thermosetting resins: Synthesis and Properties,” Prog. in 
Polym. Sci., vol.32, no.11, pp.1344-1391, Nov. 2007 . 



International Journal of Earth, Energy and Environmental Sciences

ISSN: 2517-942X

Vol:14, No:3, 2020

110

 

 

[4] E. Sogut, A. C. Seydim, “Biyobazlı nanokompozitler ve gıda 
ambalajlamadaki uygulamaları,” J. of Food, vol.42, no.6, pp. 821-833, 
Dec. 2017. 

[5] M. Kaya, “Plastik nanokompozitler,” Pagev Plastik Dergisi, 2003. 
[6] W. Arayapranee, G. L. A. Rempel, “Comparative study of the cure 

characteristics, processibility, mechanical properties, ageing and 
morphology of rice husk ash, silica and carbon black filled 75:25 
NR/EPDM blends,” J. Appl. Polym. Sci., vol.109, no.2, pp.932-941, 
Apr. 2008. 

[7] W. Obrecht, J. P. Lambert, M. Happ, C. S. Oppenheimer, J. Dunn, R. 
Krüger, “Rubber,” 4.Emulsion Rubbers in Ullmann's Encyclopedia of 
Industrial Chemistry. Weinheim: Wiley-VCH, 2012.  

[8] P. W. Allen, “Natural Rubber and the Synthetics,” London: Crosby 
Lockwood, 1972.  

[9] C. F. Antunes, V. M. Duin , A. V. Machado, “Morphology and phase 
inversion of EPDM/PP blends – effect of viscosity and elasticity,” 
Polym. Test., vol.30, no.8, pp. 907–915, Dec. 2011 . 

[10] W. K. Wang, W. Yang, R. Y. Bao, B. H. Xie, M. B. Yang, “Effect of 
repetitive processing on the mechanical properties and fracture 
toughness of dynamically vulcanized iPP/EPDM blends,” J. Appl. 
Polym. Sci., vol.120, no.1, pp.86–94, Oct. 2010. 

[11] H. S. Jung, M. C. Choi, Y. W. Chang, P. H. Kang, S. C. Hong, “Facile 
preparation of thermoplastic elastomer with high service temperature 
from dry selective curing of compatibilized EPDM/polyamide-12 
blends,” Europ. Polym. J., vol.66, pp.367-375, May 2015. 

[12] D. M. Stelescu, A. Airinei, M. Homocianu, N. Fifere, D. Timpu, M. 
Aflori, “Structural characteristics of some high density 
polyethylene/EPDM blends,” Polym. Test., vol.32, no.2, pp. 187–196, 
2013. 

[13] E. Lourenço, M. I. Felisberti, “Thermal and mechanical properties of in-
situ polymerized PS/EPDM blends,” Europ. Polym. J., vol.42, no.10, pp. 
2632–2645, Oct. 2006.  

[14] J. H. Go, C. S. Ha, “Rheology and Properties of EPDM/BR Blends with 
or Without a Homogenizing Agent or a Coupling Agent,” J. App. Polym. 
Sci., vol.62, no.3, pp. 509-521, Oct 1996. 

[15] K. H. Kim, W. J. Cho, C. S. Ha, “Properties of dynamically vulcanized 
EPDM and LLDPE blends,” J. Appl. Polym. Sci., vol.59, no.3, pp. 407-
414, Jan 1996. 

[16] M. Xanthos, “Functional Fillers for Plastics, Part 1,” Wiley‐VCH Verlag 
GmbH&Co. KGaA 10.1002/3527605096, 2005: 1-16. 

[17] A. Ashori, “Wood plastic composites as promising green-composites for 
automotive industries,” Bioresource Techn., vol.99, no.11, pp.4661-
4667, Jul. 2008. 

[18] B. Poyraz, A. Tozluoglu, Z. Candan, A. Demir, M. Yavuz, U. 
Buyuksari, H. I. Unal, H. Fidan, R. C. Saka, “TEMPO-treated CNF 
Composites: Pulp and Matrix Effect,” Fibers and Polymers, vol.19, 
no.1, pp.195-204, Jan. 2018 . 

[19] M. J. Cho, B. D. Park, “Tensile and thermal properties of nanocellulose-
reinforced poly(vinyl alcohol) nanocomposites,” J. Ind. and Eng. Chem., 
vol.17, no.1, pp.36-40, Jan.2011. 

[20] M. Paakko, M. Ankerfors, H. Kosonen, A. Nykanen, T. Lindstrom, 
“Enzymatic hydrolysis combined with mechanical shearing and high-
pressure homogenization for nanoscale cellulose fibrils and strong gels,” 
Biomacromolecules, vol.8, no.6, pp.1934-1941, May 2007. 

[21] T. Saito, S. Kumura, Y. Nishiyama, A. Isogai, “Cellulose nanofibers 
prepared by TEMPO-mediated oxidation of native cellulose,” 
Biomacromolecules, vol.8, no.8, pp.2485-2491, Jul. 2007. 

[22] I. Besbes, S. Alila, S. Boufi, “Nanofibrillated cellulose from TEMPO-
oxidized eucalyptus fibres: Effect of the carboxyl content,” Carbohydr. 
Polym., vol.84, no.3, pp.975-983, Mar. 2011. 

[23] J. A. F. Gamelas, J. Pedrosa, A. F. Lourenço, P. Mutje, I. Gonzalez, G. 
Chinga-Carrasco, G. Singh, P. J. T. Ferreira, “On the morphology of 
cellulose nanofibrils obtained by TEMPO-mediated oxidation and 
mechanical treatment,” Micron, vol.72, pp.28-33, May 2015. 

[24] A. Cobut, H. Sehaqui, L. A. Berglund, “Cellulose nanocomposites by 
melt compounding of TEMPO-treated wood fibers in thermoplastic 
starch matrix,” Bioresources, vol.9, no.2, pp.3276-3289, 2014. 

[25] L. Melone, L. Altomare, I. Alfieri, A. Lorenzi, L. Nardo, C. Punta, 
“Ceramic aerogels from TEMPO-oxidized cellulose nanofibre 
templates: Synthesis, characterization, and photocatalytic properties,” J. 
of Photochem. and Photobiology A: Chem, vol.261, pp.53-60, Jun 2013. 

[26] Z. Quifeng, C. Zhiyong, G. Shaoqin, “Green synthesis of polyvinyl 
alcohol (PVA)-cellulose nanofibril (CNF) hybrid aerogels and their use 
as superabsorbents,” J. Mater. Chem., vol.9, no.1, pp.1-31, 2014. 


