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Abstract— Dynamic mechanical behaviour of carbon soot
filled polyester graded composites was determined with
reference to carbon soot concentration present at different
positions of the graded composites. At lower temperatures
,E’ values are maximum for unsaturated polyester resin
whereas above Tg E’ values of graded composites are
higher than the pure polyester resin . The loss modulus
peaks values decreased on increasing the carbon soot
concentration .Tg values increased with increase in
sootconcentration . Apparent activation energy of the
relaxation process of different composites were analysed

Index terms: carbon soot, un saturated polyester,
DMA,Storage modulus,Activation energy.

Introduction

In last few decades use of filled and reinforced polymer
composites has increased rapidly because these
composites exhibit high performance [1]. Considerable
amount of work has been reported in the literarture on the
viscoelastic properties of particulate polymer composites
[2-4]. Recently Chand and Nigrawal [1] have developed
HAF carbon filled polyester graded composites and
reported their electrical properties. Polymeric composites
offer excellent positional properties. Lee and Jang [5]
studied glass reinforced polypropylene composites having
spatially-graded distributions of fibers Dynamic
mechanical analysis (DMA) is an excellent method to
characterize the viscoelastic properties of filled polymers.
Recently dynamic mechanical behavior of carbon black
filled styrene and butyl methacrylate was reported at low
strain amplitude and frequency [6]. Shaffer and Windle [7]
reported DMA analysis of carbon nanotube/poly(vinyl
alcohol) (PVA) composites and found significant increase
in elastic modulus on incorporation of carbon nanotubes
[7].Dynamic mechanical behaviour of unsaturated
polyester at 1 Hz frequency was determined by Lionetto
and Maffezzoli [8].They observed a relaxation during
heating at 2 °C /min after Tg of the polyester resin due to
the molecular mobility of the residual reactive groups and

a decrease in storage modulus.There is no study on the
dynamic mechanical analysis behaviour with respect to
concentration of carbon soot in polyester.In this paper
dynamic mechanical behaviour of carbon soot filled
polyester graded composites has been determined
.Dynamic mechanical behaviour and morphology of
carbon soot filled polyester graded composites have been
reported.

I. Materials and methods

Carbon soot powder used in this study was obtained
from GNFC India. Carbon soot filled polyester gradient
composites were developed by using centrifugation
process. In this process centrifugal force was applied in
the X direction. Graded composites were prepared from
the mix of carbon soot powder filled having 3 wt.% of
carbon soot. Carbon soot was added to a mix of
unsaturated polyester resin. Polyester resin had 1.5%
accelerator and 1.5wt.% hardener in it . Details of set
up and process of making gradient composites were
reported earlier (Chand and Hashmi) [9]. The total mix
was filled in a pin mould to make sample. The sample
filled mould was kept in a holder and rotated at 800 +
50 RPM and at a radius of 130 mm. Samples were
removed after one hour from the mould and kept for
post curing at room temperature for 24 hours. Slicing of
pin was done into four discs.

Dynamic Mechanical Analysis (DMA)

Dynamic mechanical analysis was carried out with a
Dynamic mechanical spectrometer model (DMS 6100
SSI Nanotechnology Inc). Measurement of the storage
modulus (E’), loss modulus(E’’) and tand of the
samples was carried out under compression mode at
1,2,5 and 10 Hz frequencies in the temperature range
from 30°C to 190°C.

Density Measurements
Density values of carbon soot filled polyester graded
composite discs ,sliced from different positions were
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determined by using a Mettler Toledo precision
balance.

Results and Discussion
Dynamic mechanical analysis plays an important role in
understanding the storage modulus and tan ¢ behaviour
of the composite under a wide range of temperature
and frequency.
Table 1 lists the density values of sliced graded samples
obtained from center (samplel) to periphery (sample 3).
This table shows that sample 3 has maximum and lhas
minimum density, which corresponds to the carbon soot
content present in the samples.

Figs. 1-3 show the variation of dynamic mechanical
parameters such as E’, E” and tan 6 with temperature for
samples 1-3 respectively. Decrease in E’ value for sample
1 occurs at 46.3, 51.2, 53.5 and at 55.9 °C respectively
corresponding to 1, 2, 5 and 10 Hz frequencies. Table 3 a
lists the storage modulus values for sample 1 to 3. As the
temperature rose, the material initially softened, causing
the storage modulus to fall and then it became constant.
Loss modulus (E”) is due to the viscous response of the
composite. It is the dissipation of energy into heat when a
material deforms. In case of sample 1 loss moduli
increases on increasing the temperature due to the increase
in internal friction that increases the dissipation of energy.

tan d is defined as the ratio of loss modulus to the storage
modulus . tan & peak appears at 69.9, 74.4, 76.3 and at
81.2 °C respectively corresponding to 1, 2, 5 and 10 Hz
frequencies. tan 6 and E” peaks shifted towards right
hand side on increase in frequency. This behaviour is due
to a relaxation of polyester resin. In case of pure polyester
frequency had a direct impact on the E’, E” and on tan 9.
E’ dropped around 60°C.If a polymer is subjected to a
constant stress its elastic modulus decreases with time due
to molecular rearrangement to mininmize the localized
stresses [10].The storage modulus of a polymer decreases
rapidly whereas the loss modulus and tanoJ reach a
maximum when the polymer is heated up through the glass
transition (T) region.

In case of sample 2, which had higher concentration of
carbon soot as compared to sample 1 (Fig 2). Fall in E’ for
sample 2 as compared to sample 1 occurs at 45.6, 50.8,
565 and at 59.1°C temperatures  respectively
corresponding to 1, 2, 5 and 10 Hz frequencies. E’ values
increase on increasing the frequency and temperature .tan
d transition appears at 70.9, 75.6, 77.6 and at 82.5 °C
respectively corresponding to 1, 2, 5 and 10 Hz
frequencies.

For sample 3, which has maximum concentration of carbon
soot in the composite exhibits the tan 6 peak s at 70.9,
75.6, 77.7 and at 83.8°C respectively corresponding to 1,
2, 5 and 10 Hz frequencies (Fig 3). This shows that
addition of carbon soot shifted the Tg of polyester
towards the higher temperature side due to it’s higher
thermal stability as compared to pure polyester resin

[10]. With the increase in temperature damping
increases, and reaches to a maximum in the transition
region and then decreases in the rubbery region. Because
in the rubbery region, the molecular segments are quite
free to move and hence the damping is low . Decrease in
E’ value with increasing in the concentration of carbon
soot in the composite reduces the elastic component
(polyester).Sharp fall in E” value at the glass transition
can be attributed to the increase in molecular mobility of
the polymer chains above Tg. .
It can be seen in fig.1-3 that both E' E" and tan & became
independent of frequency and temperature at higher
temperatures. It was observed that tan 6 peak temperature
increases from samplel to sample 3 due to the increase in
concentration of carbon soot from sample 1to sample 3
showing relaxation behaviour.The shifting of Tg to higher
temperatures can be associated with the decreased
mobility of the chains by the increase of carbon soot
.Elevation of Tg can be taken as a measure of the
interfacial interaction  in addition, the stress field
surrounding the carbon soot particles induces the shift in
Tg[11].
The T, value is also shifted towards higher temperature
region with frequency. The effect of frequency on T, of
the composites can be well explained by Arrehenius
relationship. The apparent activation energy (E) for the
relaxation process at glass transition region can be
calculated using the following equation [12].
logf =logfy-E/2.303RT
where f is the measuring frequency, f, is the frequency
when T approaches infinity, 7 is the tan d,,,, temperature
and R is the universal gas constant. The slope of the plot
obtained from the log f vs reciprocal temperature will give
the activation energy for the relaxation process. The E
values thus obtained are given in table 2 .The activation
energy of the composites is decreased on increasing filler
content.
In order to confirm the graded distribution of carbon soot
in the composite, it was necessary to observe the surfaces
of different positioned samples. Surface microstructures of
samples 1, 2 and 3 were observed by using a SEM and are
shown in Figs 4-6. Microstructure shown in Figs.4a-c
depict the dominance of polyester resin, in some places
carbon soot particles are dispersed in the matrix. Fig. Sa-c
shows carbon soot particles distribution through out the
sample, even in this case there is a segregation of carbon
soot particles at one place.Fig.5c shows further increase in
concentration of carbon particles and network formation in
the microstructures. Maximum number of carbon particles
are visible in microstructure of sample 3 (Fig.6d), in this
figure the networking is best. This shows that there is a
grading of carbon particles distribution in the composites.
Sample 1 has minimum carbon content and sample 3 has
maximum carbon content.
Figures and Tables
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Table
1 Density of carbon soot filled
polyester gradient composites

Sample Designation Density

(g/cc)
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Table 3a
Values of storage modulus

S.No. | Sample Frequency | g

Name (Hz) Temp.

W9

E (Pa)

1. Carbon 1
Soot

46.3

6.2E+08

Polyester

6.0E+08

2 51.2
5

Gradient-1 53.5

7.8E+08

0 55.9

8.5E+08

2. Carbon 45.6

4.6E+08

Soot 50.8

5.1E+08

Polyester 56.5

5.9E+08

59.1

6.5E+08

3. Carbon 46.7

4.3E+08

Soot 49.4

4.7E+08

Polyester 53.0

5.1E+08

1
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Table 3b
Values of loss modulus

tanD
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S.No. | Sample Frequency | g" E'
Name (Hz) Temp. | Values
(°C) | (Pa)
1. Carbon Soot | 1 61.3 1.7E+08
colyester 1 632 | 1.8E+08
5 65.4 2.0E+08
10 67.7 2.1E+08
2. Carbon Soot | 1 61.7 1.3E+08
Polyester 2 63.9 1.4E+08
Gradient-2 5 66.2 1.5E+08
10 71.5 1.6E+08
3. Carbon Soot | 1 62.3 1.1E+08
Polyester 2 64.2 1.1E+08
Gradient-3 5 69.2 1.2E+08
10 71.5 1.2E+08
Table 3¢
Values of tan 6 Values
S.No. Sample Freque | tan 6 |tan O
Name ncy Temp. Values
(Hz) (°0O)
1. Carbon 1 69.9 0.4985
Soot
Polyester | 2 74.4 0.5074
Gradient- | 5 76.3 0.5182
1 10 81.2 0.5244
2. Carbon 1 70.9 0.5113
Soot 2 75.6 0.5181
Polye_ster 5 77.6 0.5263
Gradient- | 10 82.5 0.5345
2
3. Carbon 1 70.9 0.4619
Soot 2 75.6 0.4675
Polyester | 5 77.7 0.4725
Gradient- | 10 83.8 0.4784
3
Conclusions

1.At lower temperatures ,E’ values are maximum for
unsaturated polyester resin whereas above Tg E’
values of graded composites are higher than the pure
polyester resin .

2. The loss modulus peaks values decreased on
increasing the carbon soot concentration 3.Tg values
increased with increase in soot concentration .
4.Activation energy of the composites decreased on
increasing the concentration of carbon soot.

ACKNOWLEDGMENT

One of the authors A. Nigrawal wishes to thank Director
AMPRI and CSIR New Delhi for providing SRF to carry
out this work.

References:

[1]. N.Chand , A. Nigrawal “Development, Dielectric and
Thermal studies on HAF carbon Filled Polyester Gradient
Composites” Journal of Composite Materials doi:
10.1177/0021998309345297, Vol. 43, 2009.

[2]. J.C. Cabanelas, B. Serrano and J. Baselga
“Development of cocontinuous morphologies in initially
heterogeneous thermosets blended with poly(methyl
methacrylate), Macromolecules” 38: 961-970, 2005.

[3]. B. Francis, S. Thomas, J. Jose, R. Ramaswamy and
V.L. Rao, “Hydroxyl terminated poly(ether ether ketone)
with pendent methyl group toughened epoxy resin:
miscibility, morphology and mechanical properties”,
Polymer 46 : 12372—12385 2005.

[4]. S.J. Pickering “Recycling technologies for thermoset
composite materials — current status”. Composite A 37:
1206-1215,2006.

[5]. N. Lee, and J.Jang ” The effect of fibre-content
gradient on the mechanical properties of glass-fibre-
mat/polypropylene composites” Composites Science and
Technology 60: 209-217,2000.

[6]. Khushroo Gandhi, Salovey R, “Dynamic mechanical
behavior of polymers containing carbon black. Polymer
Engineering and Science 28: 877 — 887, 1988.

[7]. M.S.P. Shaffer , AH. Windle, “Fabrication and
characterization of carbon nanotube/poly(vinyl alcohol)
composites”. Adv Mater 11:937-941,1999.

[8]. Francesca Lionetto ,Alfonso Maffezzoli Relaxations
during the postcure of unsaturated polyester networks by
Ultrasonic wave propagation, dynamic mechanical
analysis, and dielectric analysis. Journal of Polymer
Science: Part B: Polymer Physics.43: 596-602, 2005.

[9]. N.Chand , S. A. R.Hashmi, Ind. Pat. Appl.
NF/2003/438 2003.

[10]. L. Ibarra, M .Macais, E. Palma “Viscoelastic
properties of short carbon fiber thermoplastic (SBS)
elastomer composites”. J.Appl Poly.Sci. 57: 831,1995.
[11]. P.S. Chua, “Dynamic analysis studies of
interphase”.Polymer Composite 8:308 1987.

[12]. M. Ashida, T. Noguchi and S. Mashimo, “Effect of
matrix’s type on the dynamic properties for short fiber—
elastomer composite”, J Appl Polym Sci.30:1011-1021,
1985.

www,ijseat.com

Page 119



