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Abstract

In a number of engineering applications, elastomeric components are exposed to aggressive
solvent such as biodiesel. Since biodiesel is considered as a potential substitute for
conventional fossil fuel, the study on the durability in service of elastomers exposed to
biodiesel becomes essential. The present paper investigates the mechanical response of
swollen elastomers, due to exposure to palm biodiesel, under fatigue loading conditions. To
this end, fatigue tests are conducted on dry and swollen rubber specimens at various
maximum strains and a zero strain ratio. The physical fatigue damage mechanism induced in
swollen material is studied through FESEM analysis coupled with EDS. During the test,two
definitions of specimen end-of-life are adopted: (i) the number of cycles required for a
nucleated crack to reach 1 mm in length and (ii) the number of cycles required for a complete
rupture to occur in the specimens. The fatigue lifetime curves are plotted where the maximum
principal stretch is used as the predictor. It is shown that swollen rubbers have shorter
lifetime compared to the dry ones. Moreover, FESEM results reveal that the swelling level
has no effect on the morphology of crack nucleation and propagation, regardless of the
imposed loading level.

Keywords: Elastomer, fatigue, swelling, crack nucleation, crack propagation

1. Introduction

In many engineering applications, elastomeric parts have to endure repetitive fluctuating
loadings during the service. The ability of the parts to sustain loadings end when the
component experiences rupture or fatigue failure [1] upon initiation and propagation of
cracks in the material. The study of fatigue in elastomers is challenging in the mechanics of
materials due to complex interactions between the matrix, fillers, plasticizers and other
additives. Some of the degradation studies on elastomers under fatigue loading have already
been conducted [2, 3]. Mars [4] found that elastomers underwent two distinct phases during
the process of fatigue failure. The first phase is the duration of crack initiation from free
observable macrocracks. This phase is followed by the propagation of the crack up to failure



during the second phase. Hence, he categorized the approaches to predict fatigue failure
through crack nucleation and crack growth analyses. Moreover, the study of fracture behavior
of rubber by a few researchers [5-7] revealed that the appearance of a particular macroscopic
crack was a consequence of the microscopic crack propagation initiating from the pre-
existing flaws in the virgin material.

Meanwhile, the awareness on the depletion of non-renewable energy sources has raised the
attention of researchers to consider renewable energy sources. Along this line, palm biodiesel
has been considered as a promising future fuel substitute [8-10]. Even though it possesses
countless advantages, the compatibility between elastomeric components and palm biodiesel,
remains as a major challenge. Indeed, it was reported that the exposure to biodiesel degrades
the properties of elastomer [11-18]. One major type of degradation encountered in elastomers
due to exposure to palm biodiesel is swelling [14]. While swelling is important for the
durability analysis, the exact mechanism by which swelling contributes to the fatigue damage
remains incompletely understood [19, 20]. Therefore, the study on fatigue of swollen
elastomers becomes essential.

The present paper investigates the effect of swelling level, due to exposure to palm biodiesel,
on the fatigue life. In the following section, detailed experimental work is provided and the
results are discussed including stretch-stress response, fatigue lifetime curve and FESEM
analyses. Finally, concluding remarks are given at the end of the paper.

2. Experimental programme
2.1. Material and specimen geometry

The material investigated in this study is a class of nitrile rubber filled with 25% wt of carbon
black. It is denoted as F-NBR in the rest of the paper. The specimens have a hollow-diablo
shape with height, outer diameter, and wall thickness of 55 mm, 25 mm, and 6 mm,
respectively. The hollow-diablo shape specimen was proposed by Beatty [21] and has been
regularly used in the fatigue literatures [22-25]. Here, the hollow geometry allows a
homogenous diffusion of solvent into the gauge section of rubber at relatively short period of
time. The detailed features of the specimen used in the present study are provided in Fig.1.

The F-NBR rubbers were freely swollen through immersion in a palm biodiesel bath until the
desired swelling levels were achieved. Three swelling levels were considered: 0%, 3% and
5%on the basis of volume change, which correspond respectively to no immersion (dry), 3
days and 10 days of immersion duration. No standard was used for the choice of the
specimens and immersion durations. The percentage of volume change of the swollen rubber
was calculated with the following equation in accordance to the ASTM D471 standard:

(M3— My)—(M1— M3)
0fy =
AV% e X100 1)

where AV is the change in volume, M,is the initial mass of specimen in air,M, is the initial
mass of specimen in water, M5 is the mass of specimen in air after immersion, M, is the mass
of specimen in water after immersion.



|
[
|
|
I
|
i 55mm | 35mm
I
I
I
|
I
|
|

69mm

'y
Y

Fig.1:Geometry of rubber specimen.

The degree of swelling, Js, is defined by the ratio between the volume of swollen specimen
and one of the dry specimens. Hence, the Js values for the swelling levels of 0%, 3% and 5%
are 1, 1.03 and 1.05 respectively. In the following sections, the swelling in rubber specimens
is described in terms of the degree of swelling.

In order to verify the swelling state of the swollen rubber throughout the fatigue tests, the
mass change is calculated with the following equation:

AM% =25 x 100 2)

M

where AM is the change in mass, M; is the mass in air of the swollen rubber after fatigue
testing, M is the mass in air of the swollen rubber before testing. The measured mass is in
units of gramme.

In addition to the mass change, the hardness for both swollen and dry rubber is measured
before and after testing in order to investigate the physical effect of different swelling levels
of the rubber, through the following equation:

AH% = "7 X 100 3)

N



where AH is the change in hardness, H; is the hardness value of the swollen rubber after
testing, H, is the hardness value of the swollen rubber before testing. The hardness values are
in units of Shore A hardness with an accuracy of £1Sh A.

2.2 Uniaxial fatigue test

The tests used Shimadzu 4830 fatigue testing machine with the maximum load cell capacity
of 5kN. The rubbers were subjected to a prescribed sinusoidal displacement at room
temperature. The loading direction applied was in a uniaxial tension mode. The nominal
strain ratio or loading ratio, R, is defined as the ratio between the minimum strain, emi, and
the maximum strain, emax. R, IS Set to be zero throughout the experiment by imposing the
maximum stretch values of 1.5,1.75, 1.9 and 2, while the minimum stretch remains zero. In
the current investigation, the stretch is defined by the ratio between the current lengths to the
initial length of the rubber specimen. In the case of swollen rubber, the specimen initial
length corresponds to the swollen-unstressed length. Being the first approach, thermal effects
were undesirable. For this purpose, the frequency imposed for all loading conditions is 1 Hz
except for the maximum stretch of 1.5, where a 2 Hz is applied. Two tests are completed for
each loading condition.

2.3 FESEM analyses

The fracture surfaces for both dry and swollen rubber were observed with a JEOL JSM
T100F Field Emission Scanning Electron Microscope (FESEM) coupled with the Energy
Dispersive Spectrometer of X-rays (EDS). The EDS was used to identify the chemical
elements present in the material. In order to avoid any electron charge at the surface,
specimens were coated with a thin layer of gold dust by vapour deposition.

3. Results and discussion

In this section, the change in the physical properties of rubber is first discussed to evaluate
the effects of swelling on the rubber microstructures. This is followed by the discussion on
the mechanical response of rubber represented in stretch-stress plots at selected cycles to look
into the effect of different swelling level. The fatigue lifetime curve is then plotted to
compare the number of cycles to failure for both dry and swollen rubbers. Finally, the
FESEM analyses are carried out with the intention to search for supporting results to explain
the obtained mechanical responses.

3.1 Physical properties

The length and thickness of the middle section for swollen rubbers is measured after
immersion and the ratio of these values over the dry one is plotted as a function of Jsin Fig.2.
In this figure, both length and thickness increase with the swelling level. The increase in
dimension from dry to swollen state, J;=1.03, is higher in thickness (10%) as compared to in
length (1%). For higher swelling, i.e. Js=1.05, the increase become 13% and 2% respectively.
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Fig.2: The ratio of swollen dimension over dry one as function of Js for (a) length and (b)
thickness. The measurement is taken in the middle section of the specimen.

The measured average hardness values for all specimens before and after testing are tabulated
in Table 1 while Table 2 tabulates for mass. The changes of mass and hardness in percentage
are calculated through Equation 2 and Equation 3. In these tables, the negative sign in the
percentage shows that there is a decrease in hardness and mass for swollen rubber after it
issubjected to fatigue testing. As indicated in Table 1, it is to note that the decrease in the
hardness is already observed for swollen rubbers even before fatigue testing. This
deteriorative effect on the hardness property is a direct consequence of swelling.
Thedifference in the hardness value between the two swelling levels is relatively small. The
slight decrease in mass for swollen rubbers (0.3 %) indicates the swollen state at the assigned
degree of swelling is retained with no significant amount of liquid secreted out.

Table 1: Average and change of hardness value for dry and swollen rubber.

Rubber Before testing (Sh A) | After testing (Sh A) AH%
Dry 59.5 59.0 -0.8
Swollen B100, Js: 1.03 54.79 48.53 -114
Swollen B100, Js: 1.05 54.73 48.62 -11.0

Table 2: Average and change of mass value for dry and swollen rubber.

Rubber Before testing (g) After testing (9) AM%
Dry 127.25 127.24 0

Swollen B100, Js: 1.03 129.71 129.30 -0.3
Swollen B100, Js: 1.05 131.36 130.86 - 0.38

Remark 1:

The evolution of (Ls/Lo) as a function of Js depicted in Fig. 2(a) can be described by an

explicit relation of the form:

Ls _ 1/n
E - Us)

where n = 2.75.



Remark 2:

According to Chai et al. [18], the NBR swollen up to 5% and 7% are far from equilibrium
swelling. Thus, solvent distribution at this two swelling levels across cross-sections of the
specimen is not homogeneous; i.e. there exists a concentration gradient through the sample
thickness and the mass gain is controlled by diffusion process. Considering that the thickness
of the gauge section is the thinnest, it is possible that at this section, the solvent concentration
is uniform for the two swelling levels studied. This scenario is consistent with the fact that
hardness for the two swelling levels is nearly identical before and after the fatigue tests.

3.2 Stretch-stress plot

The general mechanical response at each cycle for both dry and swollen rubber is ascertained
to be comparable at each loading condition. Consequently, only stretch-stress plots at two
selected cycles (the 10" and the 100”‘) are shown in Fig. 3 for selected loading conditions.
Two main points are given to explain the results. Firstly, the stress decreases as the number of
cycles increase for both dry and swollen rubber regardless of the imposed maximum stretch.
This is due to the softening effect and the exact physical mechanism to interpret it is currently
under investigations of researchers. Some of the phenomena proposed in the reported works
are: irreversible breakage of polymer chains or crosslinks in the elastomer network [4],
interactions between fillers and rubber matrix, the reorganization of the filler network and the
viscoelasticity of the macromolecular network in the rubbery state. Secondly, a lower
mechanical response was observed in swollen rubbers. This is due to the degradation of
properties of the elastomer as a result of exposure to biodiesel and it has already been
reported in a number of works [14, 18, 26].

On the other hand, it appears that the mechanical response between dry and swollen rubber
becomes closer as the imposed maximum stretch is higher at a given number of cycles (see
Fig. 3e and f). Horkay and Lin [27] have noted that the modulus or stiffness of a swollen
polymer network is not sensitive to the interaction between the polymer and the solvent, but it
is governed by the concentration of network chains. Since swelling increases the volume of
the rubber, the number of the molecular chains per unit volume decreases. Consequently, the
energy per unit volume needed to deform the swollen rubber decreases and this is especially
true for the case of lower stretch values. For instance, in Fig. 3a and b, a significantly lower
stress value is needed to stretch the specimen compared to the dry state at A=1.5, while the
amount of stress needed to stretch the rubber at A=2 in Fig. 3e and f is similar for both dry
and swollen rubber. At higher stretch values, it appears that the dominant effect on the
stiffness of swollen rubber is attributed to the extensibility of the polymer chains, instead of
swelling. This might be related to the similar response for both dry and swollen rubber at
higher stretches and the trend is also observed for the stretch-stress response at the crack
initiation, N;, cycles in Fig. 4. Even though the N; is different for both swollen and dry rubber,
the stretch-stress response is almost identical at the stretch value of 2.
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Fig.3: Stretch-stress plot for dry and swollen rubber at the tenth and hundredth cycles.
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3.3 Evolution of the peak engineering stress

In order to investigate the evolution of stress for the dry and swollen rubber, the peak
engineering stress is plotted as a function of number of cycles in Fig. 5 for all specimens. At
the beginning of the test, the particular fluctuations peak stress for the first few cycles are the
direct consequence of the machine limitation which is unable to reach the imposed maximum
stretch from the very first cycle. Subsequently, the stress values decrease progressively
throughout the test before rupture, where a sharp drop takes place. The stress evolution in
Fig. 5 is in the same trend with the responses obtained from the quasi-static loading shown in
Fig. 3 (shorter cycles) where the responses for dry and swollen rubber are closer at higher
stretches.

In this investigation, none of the curves showed a constant semi-logarithmic rate of stress
decrease along the number of cycles. Other reported works identified a particular stabilized
response (plateau) at certain number of cycles [4, 28]. For instance, at the number cycles of
128 in the renowned work of Mars [4]. He proposed that this plateau at 128 cycles to be used
as a reference point in order to estimate the lifetime of the material from a stabilized
mechanical response. Such an approach could not be adapted in this work since no plateau
was observed.
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3.4 Fatigue lifetime

In general, the fatigue lifetime curve is plotted using a chosen fatigue predictor as a function
of number of cycles at end-of-life. Many predictors have been proposed in the literature [29].
In the present work, the maximum stretch is selected. The maximum principal stretch ratio or
strain was firstly used by Cadwell [1] and has been widely used as a predictor for uniaxial
fatigue [30-33]. Concerning the end-of-life, two definitions are adopted: (1) the number of
cycles required for a crack to nucleate up to a size of 1 mm and (2) the number of cycles
required for complete rupture to occur. Fig. 6 and Fig. 7 illustrate the X —N curve plotted for
both definitions of end-of-life. In both of these figures, the best power law fit to predict the
lifetime is also included for both dry and swollen rubbers.

In Fig. 6, it is observed that the dry rubber has the longest lifetime for a crack to nucleate up
to 1 mm at all loading levels. On the other hand, the lifetime for swollen rubber seems to be
dependent on the swelling level and also the loading level. At lower imposed maximum
stretch value of 1.75, the lifetime of swollen rubber appears to be closer to the dry rubber
when compared to a higher imposed maximum stretch value. The lifetime of the 5% swollen
rubber seems to be the shortest, similar and longer at the imposed stretch of 1.75, 1.9 and 2
respectively when compared to the 3% swollen rubber. Later, Fig. 7 shows the transition of
lifetime at complete rupture appears to be relatively similar for the swollen rubber even
though at different swelling level. These discrepancies seem to indicate that even though the



swelling level influences the duration of crack initiation (see Fig. 6), it does not affect
significantly the crack propagation duration. This means that only two curves could be
plotted in the diagram in Fig. 7; one for non-swollen and one for the range of swelling levels
between 3% and 5%.

Overall, the fatigue lifetime of the swollen rubber is lower than the dry one. Two ways are
possible in explaining the reduction of fatigue lifetime: chemical modifications due to
interaction of rubber-solvent and by considering that the swollen state is like a pre-stretched
state. In our opinion, the former <could lead to two consequences: (1)
modification/degradation of the mechanical and physical properties of rubber and (2)
acceleration of damage occurrence in the materials due to fatigue loading, i.e. coupling
between chemical and mechanical processes.

Referring to Fig. 2, the swelling levels of 3% and 5% correspond to pre-stretches of
approximately A = 1.012 and A = 1.020 respectively. For rubber, these stretch levels are
relatively small. Recalling that the fatigue lifetime of swollen rubber is found to be
significantly shorter than that of dry rubber, it appears that it is not sufficient to consider pre-
stretched state alone as the main cause of this significant lifetime reduction. This observation
suggests that chemical modifications have taken place when the NBR is exposed to palm
biodiesel. In this case, the diffusion process occurs promptly owing to their favorable polarity
state. The absorption of biodiesel leads to the extraction of the existing stabilizers and, hence,
accelerating the chemical alteration process in the rubber [11, 12, 34]. The chemical
oxidation that takes place through the chain scission mechanism has been reported in a
number of works [12, 13, 34]. Furthermore, by comparing the shear modulus of dry NBR and
that of NBR swollen by palm biodiesel, it was shown in Chai et al [15] that the shear
modulus of swollen NBR deviates from the concept of interdiffusion of Treloar [35], which
implies that chemical interactions between NBR and palm biodiesel has indeed taken place.



Appearance of Tmm crack

22

N=(348x107)e; ] B8

M

hlaximum stretch
by
T

M=(173x10%) 1079

15H

® Dryl=1
4 Swollen B100:J_=1.03
140 Swollen B100._=1.05

— — —Puowerlaw Fit Dry : :
1.3H Powerlaw Fit Swollen B100:J,=1.03 |2+ :
Powerlaw Fit Swollen B100:J_=1.05 :

12 T i T LT T 1 T 1
10° 1 10°

Mumber of cycles

Ll

Fig. 6: Maximum stretch versus cycles to appearance of 1 mm crack for dry and swollen
rubber.

Complets rupture
. T

22

MWaximum stretch

® Dy =1
4  Swollen B100:J_=1.03
Swollen B100:J_=1.05

N=(@00x10%)e] 1 B

— — = Powerlaw Fit Dry :
1.3 Powerlaw Fit Swollen B100:J_=1.03 |

Pawetlaw Fit Swollen B100.J =1.05

12 I | Illl L
10 10 10°

Mumber of cycles

Fig. 7: Maximum stretch versus cycles to complete rupture for dry and swollen rubber.

3.5 FESEM observations



3.5.1 Analysis at macroscopic scale

An example of ruptured dry rubber specimen is shown in Fig. 8. It is to note that these
features are relatively similar to swollen rubber regardless of the loading level. In this figure,
theg enerated crack propagation plane is circled in red solid line. It is observed that the crack
propagation plane is not perpendicular to imposed loading. This observation could be related
to the hollow geometry of the specimen, which induces a complex crack propagation
direction. At this plane, investigations are carried out at the microscopic scale to observe the
morphologies of crack nucleation location and crack propagation.

Loading

Fig. 8: Ruptured dry specimen.

3.5.2 Analysis at microscopic scale

At this scale, the analysis is performed through FESEM to first compare the rubber surface at
the dry un-stressed and swollen un-stressed state. The observed surfaces were obtained by
cutting at the middle section of the un-stressed specimens with a razor blade. Fig. 9 and 10
shows the micrographs obtained at the surface for dry and swollen rubber (B100)
respectively.



Fig. 9: Surface of dry rubber.
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Fig. 10: Surface of swollen B100 rubber.

Generally, the surface of the swollen B100 rubber appears to be smoother than the dry
rubber. Besides that, a huge amount of particles seem to be present throughout the swollen
rubber surface, seen at 50X magnification. Indeed, exposure of rubber to biodiesel may
induce extraction of soluble components from the rubber [11, 34].

The next step includes identifying precisely the crack nucleation location and origin after
completing the fatigue tests from post-mortem analyses. Moreover, the crack propagation
characteristics are also studied. Therefore, the discussion for the obtained results is detailed in
two categories, the crack nucleation and crack propagation.

(i)

Crack nucleation

The current existing thorough studies for crack nucleation is in dry filled natural
rubber [5-7, 25] and dry filled styrene butadiene rubber [36]. Only one study has
been reported for filled dry and swollen nitrile rubber [26]. In the dry filled natural
and styrene butadiene rubbers, the crack nucleates about 300 um - 400 pm from
the fracture specimen surface. The source of the crack was found to be material
flaws such as carbon black agglomerate failures, concentration of cavities and
cavitation at particle poles. The results obtained in nitrile rubber contradict from
these findings. The analyzed fracture surface of a dry nitrile rubber specimen
reveals that the crack nucleates at the surface of the specimen instead at the sub-
surface. Furthermore, it is deduced that the stress concentration is highest at this
site since no particles or agglomerates were observed. It is worth noting that all
observations performed by the authors at this site appeared to be similar for both



(i)

dry and swollen rubber regardless of the loading condition. No significant
difference has been identified in the location and origin of the crack nucleation of
between 3% and 5% swelling.

Crack propagation

Similar patterns have been observed in the crack propagation sites for dry, 3%
swollen and 5% swollen rubber. A particular feature named in the present study as
clouded wool (CW) in [26] is recognized, appearing at the crack propagation site.
Fig. 11 shows that CW was observed in a dispersed or cluster form for the both of
swelling levels (see circled zone in the white dashed line). These CWs are
observed in dry and swollen rubber. The micrograph of a higher magnification on
one of the CW from Fig. 11 (a) is shown in Fig. 12. From here, the identification
of the elements present in CW was performed through the EDS and the result
revealed that the carbon element was found to be the main constituent of CW.
Meanwhile, no visible bonding between the CW and the rubber matrix is
observed. The CW seems to be formed due to the friction of the two generated
fracture surfaces before being dispelled towards the crack nucleation site. Their
shape and location does not differ between dry and swollen specimen.
Consequently, CW does not enable us to observe any swelling level effect on the
crack propagation phase. Other common feature such as river patterns were
observed at the surface of all specimens. Smooth surface are only observed in
swollen rubber and it is present either in scattered (see circled zone in the white
dashed line) or patches as shown in Fig. 13 (a) and Fig. 13 (b) respectively. The
presence of CW does not appear according to the type of loading conditions nor
the swelling level. A higher magnification micrograph in Fig. 13 (c) reveals that
the swelling is non-homogenous in the rubber.



(b) Clusters.
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(c) Dispersed and clusters.

Fig. 11: Forms of clouded wool (CW) at the crack propagation site in (a) dry
rubber (b) 3% swollen rubber (c) 5% swollen rubber.
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Fig. 12: Higher magnification of clouded wool.
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After investigating the crack nucleation and propagation zone at both microscopic and
macroscopic scales, it can be deduced that no deviation of pattern and crack morphologies
was observed, regardless of the swelling level of rubber. Furthermore, the effect of different
swelling levels does not develop any particular combination characteristic with different
imposed maximum stretch loading onto the rubber.

4. Conclusion

The effect of swelling level on the nitrile rubber under uniaxial fatigue loading has been
investigated. The lifetime of the swollen rubber is generally shorter than the dry rubber
regardless of the type of imposed maximum stretch value. However, the swelling level might
induce an effect when the crack nucleates up to a certain size, which is 1 mm for this case.
On the other hand, no significant difference is observed in the fractography analysis at the
macro and microscale scales for both dry and swollen rubber, at the crack initiation and
propagation zone. Even though crack initiates at the specimen surface, it is found that the
crack nucleation pattern is not distinguishable for all investigated specimens. In fact, the
effect of loading on the morphology of cracks is not noticeable on all of the fracture surface
specimens. Future works on the study of the influence of different loading ratios and
formulations on swollen rubber should be considered in order to understand further the
behavior of rubber under fatigue condition.
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