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1- Introduction

ABSTRACT

This study includes the possibility of using the agricultural residues

shell (walnut and pistachio) as a filler in epoxy resins as an alternative to
wood and plastic based ingredients. specimens of composite materials
were prepared by using hand lay-up method. These specimens were
represented by two groups of composite materials that consist of epoxy
resin as a material matrix reinforced with walnut shell powder once, and
pistachio shell powder again with different weight ratios (11%, 15% and
19%). Mechanical tests (impact, hardness, bending) and some physical
tests (thermal conductivity, absorption) were carried out. All the results
were done at the temperature of the lab. The results of the specimens
tests prepared showed an improvement in the impact strength when
adding the minutes of the pistachio shell by ratio 15% where it reached
(12.9 KJ/m?), while it saw a decrease in the composite reinforced by
walnut shell powder at the same ratio (6.3 KJ/m?), The hardness of the
composites also improved at the addition ratio 19% where it reached
(83.2 N/m?) in the composites reinforced by the minutes of the walnut
shell and (81.9 N/m? in the composites reinforced by minutes of
pistachio shell, Bending resistance also increased to the highest value at
the addition ratio 19% to (56.82 N/mm?) in the composites reinforced by
the minutes of the walnut shell and (54.4 N/mm?) in the composites
reinforced by the minutes of the pistachio shell..On the other hand,
physical measurement showed a slight increase in the values of thermal
conductivity and absorption. The results indicate that the composite
material reinforced with pistachio shell powder have higher values in
impact, bending and thermal conductivity tests and lower values for
hardness and water absorption tests when compared with composite
material reinforced with walnut shell powder.

done. The reinforcement material

Composite materials are material that resulting from
mixing two or more different materials physically
and chemically in order to obtain a new material
characterized by good physical and mechanical
properties. The composites have many properties and
advantages such as light weight, hardness, bending
resistance, and low thermal expansion coefficient,
which have made them suitable for use in many
complex and advanced applications [1]. Composite
Material consists of two main parts: Matrix Material,
which includes materials (metal, ceramic, polymeric)
and Reinforcement Material, which are different
shapes, may be Fibers, powders, Flakes, Particles,
Fillers or Wool According to the application to be
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improves the
mechanical properties of durability, hardness and
Stiffness of the matrix material provided that they
form a strong bond between them [2].Epoxy resin is
used as a matrix material in many composites because
of its little contraction when processed and has good
adhesion, but its main Defect is brittleness. Therefore,
fillers must be added to it to provide the durability
and strength required. Many researchers have stressed
that adding fillers of various kinds improves the
mechanical properties of epoxy resin [3,4].There is
currently a global interest in the manufacture of
environmentally friendly composite materials, which
has prompted researchers to use natural materials
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from agricultural residues as an alternative to plastic
and chemical materials to manufacture high-
performance composites that can be recycled, These
natural materials are characterized at their low cost
,availability in large quantities and the ability to
decompose in nature [5,6].The main problem in the
use of these natural materials as fillers in polymeric
composites is their ability to absorb water which may
cause a decrease in mechanical properties after
swelling. The adhesion between the filler material
and the matrix material can be increased and water
absorption reduced by some chemical treatments
[7].The researcher stated that the addition of nano
silica carbide can reduce water absorption and
improve the mechanical properties of polymeric
composite [8].The current study aims to recycle
walnut and pistachio shell and the possibility of using
them as fillers in polymers. Walnuts are agricultural
crops that are grown in moderate regions of the world
such as China, USA, Iran, Turkey and northern Iraqg
and are considered from edible nuts. Walnut shell
Make up about 67% of the total weight of the fruit, so
large amounts of these shells are left yearly [9,10].
walnut shell powder is used as an effective abrasive
in polishing and cleaning of solid materials such as
metals and hard plastics. It is also used in low
applications such as burning and fertilizers in
addition to using it as a filler material in polymers
[11]. Pistachio is also edible crops, It is heavily
cultivated in the Middle East, the United States and
the Mediterranean countries, and Turkey is one of the
largest producers of pistachios [12]. Natural material
particle have been used as reinforcement materials by
many researchers. (Khantwal) studied a composite
material, reinforced by particle of walnut shell at
different weight ratio. And he mentioned that the
addition of the particles of the walnut shell had a big
effect on both tensile strength and the coefficient of
flexibility and elongation, He also mentioned that the
size of particles of the added walnut shell may differ
in reinforcement the mechanical properties of the
composites[13].  (Chandramohan)  worked on
developing a bio-polymeric composite consisting of
an epoxy resin reinforced with particle of shells
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hybrid natural materials (walnut, coconut, rice) and
studying its mechanical and physical properties, he
concluded that the composite, which contains the
particles of the shell (walnut, coconut) has improved
its mechanical and physical properties compared to
the composite containing (walnut, rice) and (coconut,
rice) [14].(Sandeep) studied the impact behavior of
polymer composites polymeric reinforced pine needle
fiber/pistachio shell filler and the study showed an
improvement in impact strength Then, he tested the
composites in different environmental conditions
(water, gasoline, kerosene) and noted that there was a
decrease in the impact strength compared to the first
case [15].

2- Material and experimental details

2-1 Preparation samples :-

2-1-1 Material matrix

Epoxy Sikadur 52 LP has been used as a matrix
material and is characterized as a transparent liquid
with a density of approximately (1.1 g /cm®) and low
viscosity which allows a good mixing with the
reinforced material and achieving a complete
homogeneity, It is also little contraction and has good
adhesion and is able to be processed and transformed
into a solid state by adding the hardener. The
hardener added to the epoxy resin in a ratio of (1: 2),
meaning that every 1gram of the hardener is
corresponds by 2gram of the epoxy resin, The
interaction between them occurs at the temperature of
the laboratory.

2-1-2 walnut shell powder and pistachio

In this research, walnut shell and pistachio were used
as a filler in polymer. Collected and cleaned well and
then cut into small pieces by hand crusher and then
milled using a German-origin electric mill (sielver
crest) and then sieved to obtain particles size equal or
less than 200pum. Walnut shell and pistachio are
renewable material that we can get them as

agricultural products. The powder and raw walnut
shell and pistachio are shown in Fig. 1. The chemical
composition of walnut shell and pistachio
presented in Table 1.

are

Fig. 1: a. pistachio shell b. pistachio shell powder c. walnut shell d. walnut shell powder
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Table 1: Chemical composition with some physical
properties for walnut shell and pistachio [16,17].

Parameters Values
Walnut shell | Pistachio shell

Ash content(%) 3.1 0.8
Moisture content(%) 3.8 4,92
Pore volume(ml g% 0.67 0.71
Density(g cm®) 1.1 1.4
Lignin(%) 20-30 135
Cellulose(%) 40-60 42

2-2 specimens preparation

All specimens were prepared using hand lay-up
method by mixing the epoxy resin with hardener in a
ratio (1:2), meaning that every (1 part) of the
hardener is corresponds by (2 part) of the epoxy
resin, Then is added the walnut shell powder and
pistachio according to the ratio of the addition (11%,
15% and 19%). All these materials are mixed in a
ceramic container for a period of (5:10) minutes in
order for the mixture to be well homogeneous, then
this mixture poured into the molds and leave for 24
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hours to harden. After that the specimens are taken
out and treated thermally in the thermal oven and at a
temperature of 50 °C and for a time of 60 minutes in
order to get rid of bubbles and internal stress, and
then comes the process of cutting, smoothing and
preparing of all specimens according to specifications
(ASTM).

2-3 Impact Test

Charpy impact test machine was used (Testing
Machines Inc. AMITYVILLE. New York) to test
prepared specimens with dimensions 55mm x 10mm,
according to 1SO 179/92. All specimens were tested
at laboratory temperature. Impact strength is defined
as the amount of energy required to fracture a sample
through the unit area, and was calculated using the
relation [18].

—Er
LS==F (D)

where

S : Impact strength (KJ/m?) , E : fracture energy (J)
and A: Sample cross-sectional area (mm?).
The specimens before and after the testing are shown
in fig.2.

Fig. 2: specimens before and after the testing

2-4 Hardness test

The hardness of specimens prepared was measured
by (TH210 Shore-D hardness) of Italian-origin, The
average was taken for three readings to get a more
accurate result. The hardness can be defined as
resistance to the surface of the material on scratching
or penetration.

2-3 bending Tests

A three-point device was used to measure the bending
strength of prepared samples, The test technique
depends on fixing the sample on two cushions and the
load is shed at a point in the middle of the sample

0.t =53 C
[
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until the failure of the sample occurs. The Flexural
strength can be calculated from the following relation

[19].
F.S=tk .. )

Where

F.S: The Flexural strength (Mpa) ,P: Maximum load
(N), L: Distance between two cushions (mm),b:
width the sample (mm) and d: thickness the sample
(mm).

The specimens before and after the testing are shown
in fig.3.

Fig. 3: specimens before and after the testing

2-4 thermal conductivity test
A Lee’s-disk method was used to find the thermal
conductivity of prepared composites. This method is
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usually used for bad materials conductivity.
According to the following relation [18]
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IV=n 2e(T x+Ty)+2mre [dATA+dS ! (TA+TB)+dBTB+dCTC]

where
e: Thermal energy passing through the disk space unit
per second (wW/m?k), Te, Ts, Ta: The disc
temperature A, B and C respectively ('C), da, dg, dc:
Disk thickness 12.5mm, ds: Sample thickness
(mm), I: The current passing through the circle
(Ampere), V: The voltages supplied to the circuit
(volt) and r: Disk radius (mm).

Thermal conductivity test specimens

fig.4.

are shown in

Fig. 4: Thermal conductivity test specimens

2-7 Water Absorption test

The method of frequent immersion in water has been
used for long periods of time to determine the
absorption behavior of prepared sample. The test
technique is summarized by the weight of all samples
before and after immersion every 3 days up to 12
days. Profit can be calculated in mass from the
following relation [20].
Weight Gain % = MIZV_[ il
where

M. Mass the sample before immersion(g) and M:
Mass the sample after immersion(g).

3- Results and Discussion

3-1 Effect of Walnut and Pistachio shell Particles
Content on impact Properties

Figures (5,6) show the results of the impact test. The
addition of pistachio shell powder led to improve the
impact strength when compared to the composites
containing walnut shell powder. Increased impact
strength is due to the possession of the additive
reinforced material good resistance to impact, which
in turn hinders the progress and spread of cracks, It
was noted that the highest resistance to impact was in
the composites reinforced particle the pistachio shell
by 15% to 12.9 KJ/m?, but when the added content of
pistachio crust powder increases, it reduces the ability
of the composite material to absorb the impact force.
Reduced impact strength may be due to poor
humidification of particles due to low epoxy resin
content , It is consistent with the researcher's findings
[20].

x100
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wieght % for walnut shell powder

Fig. 5: Impact strength and absorbed energy versus
Walnut shell content
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Fig.6: Impact strength and absorbed energy versus
Pistachio shell content

3-2 Effect of Walnut and Pistachio shell Particle
Content on Hardness Properties

From figures (7,8) it can be noted that the addition of
reinforced particles (walnut, pistachio) has improved
the hardness of the resulting composites compared to
the unreinforced epoxy resin. It can also be noted that
the composites reinforced by particle of walnut shell,
have a higher hardness (83.2 N/m?) when compared
with the composites reinforced by the pistachio shell
particle where they reached (81.9 N/m?) while they
were less valuable for hardness (72.3 N/m?) in
unreinforced epoxy resin. The explanation of this is
attributed to the fact that the particles of the
reinforcement material worked to fill the gaps and
voids that arose during the process of manual
molding i.e. that there is a characteristic relationship
between the matrix material and the reinforcement
particles, which leads to increased stacking and good
tangle between the components of the composites
material and as a result the movement of molecules
decreases and polymer chains, thus increasing the
resistance of the material to stitches and deformation
in addition to the good spread for reinforced particles,
It is consistent with the researcher's findings [21].

Hardness N/m?

0 2 4 6 8 10 12 14 16 18 20

Weight % for walnut shell powder

Fig. 7: walnut shell particle content versus hardness
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Fig. 8: Pistachio shell particle content versus hardness

3-3 Effect of Walnut and Pistachio shell Particle
Content on Flexural Properties
Figures (9,10) show the addition of walnut shell
particles to the matrix material has improved Flexural
strength compared to the composites reinforced by
the particles of the pistachio shell, Where the highest
value in the composites reinforced by pistachio shell
particles was at the ratio 19% It reached 54.4 N /mm?,
While 61.51 N/mm? was in the composites reinforced
of the pistachio shell particles. This is due to the
regular distribution of reinforcement particles where
they fill in the blanks that can be formed during the
process of manufacturing the composite material,
which leads to increased strength of bonding and
cohesion between the material reinforced material
and the matrix material, and this in turn has had a
great impact in giving the composites high values to
resist Bending, Moreover the high rigidity of these
crusts under the effect of bending stress. This subject
was studied and supported by researchers [22,23].
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Fig. 10: Pistachio shell particle content versus flexural
strength

3-4 Effect of WS and PS Particle Content on
Thermal Conductivity Properties

From Figures (11,12) we note that the addition of
reinforced material to epoxy resin has slightly
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improved the wvalues of thermal conductivity.
Although the increase was slight, there is a change in
the values of conductivity. The explanation of this is
that the reinforcement particles have a higher thermal
connection than epoxy resin when comparing
between them, were the wvalues of thermal
conductivity depend on the type of reinforcement
material and its ability to conductivity. It is consistent
with the results of the researcher [24].
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Fig. 11: walnut shell particle content versus thermal
conductivity
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weight % for pistachio shell powder

Fig. 12: Pistachio shell particle content versus thermal
conductivity

3-5 Effect of Walnut and Pistachio shell Particle
Content on Absorption Properties

From the figures (13,14) we note that the composite
material consisting of epoxy reinforced by particles
of walnut shell recorded the highest absorption rate at
the rate of addition 19% compared to the composites
reinforced by the particles of the pistachio shell,
While the lowest absorption rate was in unreinforced
epoxy, This means that the reinforcement particles
had a significant effect on the absorption process and
increased sample weight, although the absorption rate
is very low over time. because water is a plasticizing
factor for the resinous material, Which is consistent
with the results of the researchers [25-27].

0.14 -

0.12 |
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——11%ws
15%ws
m—— 19%WS

0.1

0.08 |

0.06

0.04 |

Weight Gain (%)

0.02 |

0

5 10 15 20
time (hr) 1/2

Fig. 13: The relation between the gain in absorbance
and the square root of time for walnut powder samples

0



Tikrit Journal of Pure Science Vol. 25 (4) 2020

0.14
——Ep
—8—11%PS
15% PS
e 19% PS

==

T
0 5

0.12 -

0.1 4

0.08 -

0.06 -

Weight Gain (%)

0.04 -

0.02 -

0

1‘0 1‘5 2‘0
Time (hr)%/2
Fig. 14: The relation between the gain in absorbance
and the square root of time for pistachio powder

samples

References

[1] Shubbar, S. D. A. (2018). Experimental
Investigation of Rice Husk Particles as Filler in
Hybrid Composites. Journal of University of Babylon
for Engineering Sciences, 26(4):307-315.

[2] Hammed, M. G. and Khalaf, H. K. (2011).
Studying tensile strength for epoxy composites
reinforced with glass fibers. Iragi  Journal of
Science, 52(3): 335-342.

[3] Hulugappa, B. et al. (2016). Effect of fillers on
mechanical properties and fracture toughness of glass
fabric reinforced epoxy composites. Journal of
Minerals and Materials Characterization and
Engineering, 4(1): 1-14.

[4] Oleksy, M. et al. (2014). Epoxy resin composite
based on functional hybrid fillers. Materials, 7(8):
6064-6091.

[5] Ahmad, F. et al. (2015). A review: natural fiber
composites selection in view of mechanical, light
weight, and economic properties. Macromolecular
materials and engineering, 300(1): 10-24.

[6] Srivastava, N. et al. (2013). Compressive behavior
of walnut (Juglans L.) shell particles reinforced
composite. Usak University Journal of Material
Sciences,1:23-30

[7] Li, X. et al. (2007).Chemical treatments of natural
fiber for use in natural fiber-reinforced composites: a
review. Journal of Polymers and the Environment,
15(1): 25-33.

[8] Alamri, H. and Low, I. M. (2012). Effect of water
absorption on the mechanical properties of n-SiC
filled recycled cellulose fibre reinforced epoxy eco-
nanocomposites. Polymer Testing, 31(6):810-818.

[9] Ayrilmis, N. et al. (2013). Physical, mechanical,
and thermal properties of polypropylene composites
filled with walnut shell flour. Journal of Industrial
and Engineering Chemistry, 19(3):908-914.

[10] Pirayesh, H. et al. (2012). The potential for using
walnut (Juglans regia L.) shell as a raw material for
wood-based particleboard manufacturing. Composites
Part B: Engineering, 43(8):3276-3280.

66

TJPS

After mechanical and physical tests carried out on the
prepared composites, the following conclusions were
reached in this study

1- The results of the impact strength test showed that
the addition of pistachio shell powder led to an
improvement in the strength of the impact, while
decreased when the powder of walnut shell, but
began to improve with the increase of weight ratios to
add.

2- The addition of both reinforced materials, walnut
shell powder and pistachios, to epoxy resin has
increased both hardness and Flexural strength.

3- As for the physical properties, they have seen a
slight increase in both thermal conductivity,
absorption when adding reinforcement powders.

[11] Srinivasan, A. and Viraraghavan, T. (2008).
Removal of oil by walnut shell media. Bioresource
technology, 99(17):8217-8220.

[12] Kashaninejad, M. et al. (2006). Some physical
properties of Pistachio (Pistacia vera L.) nut and its
kernel. Journal of Food Engineering, 72(1):30-38.
[13] Khantwal, R. et al. (2016). Walnut shell
reinforced composite: a reviw. International Journal
of Scientific Research, 7(5):179-189.

[14] Chandramohan, D. and Kumar, A. J. P. (2017).
Experimental data on the properties of natural fiber
particle reinforced polymer composite material. Data
in brief, 13: 460-468.

[15] Gairola, S. et al. (2019). Impact behavior of pine
needle fiber/pistachio shell filler based epoxy
composite. In Journal of Physics: Conference Series ,
1240(1): 012096. IOP Publishing.

[16] Alsaadi, M. et al. (2018). Effect of pistachio
shell particle content on the mechanical properties of
polymer composite. Arabian Journal for Science and
Engineering, 43(9):4689-4696.

[17] Mohammed, A. J. (2014). Study the effect of
adding powder Walnut shells on the Mechanical
Properties and the flame resistance for Low Density
Polyethylene (LDPE). International Journal of
Science and Technology, 3(1):18-22.

[18] Hameed, H. K. (2017). Study of Mechanical and
Thermal Behavior for Epoxy Reinforced by Fibers.
Ibn AL-Haitham Journal For Pure and Applied
Science, 28(1): 321-330.

[19] Husaen, S. I. and Jaffer, H. 1. (2010). Effect of
weight percentage chopped carbon fibers on the
mechanism of cracks propagation for Epoxy
composites. Iragi Journal of Physics, 8(11):24-28.
[20] Salasinska, K. et al. (2018). Evaluation of highly
filled epoxy composites modified with walnut shell
waste filler. Polymer Bulletin, 75(6):2511-2528.

[21] Singh, V. K. (2015). Mechanical behavior of
walnut (Juglans L.) shell particles reinforced bio-
composite. Science and engineering of composite
materials, 22(4):383-390.



Tikrit Journal of Pure Science Vol. 25 (4) 2020 I JP S

[22] Nayak, S. Y. et al. (2017). Pistachio shell flakes [25] Areef, S. R. (2008). The study of solution
and flax fibres as reinforcements in polyester based absorption and diffusion coefficient in epoxy
composites. In  International Conference on composite reinforced with glass fibers. Engineering
Engineering and Information Technology, pp. 17-24. and Technology Journal, 26(10):1235-1240.

[23] Singh, R. P. et al. (2010). Environmental [26] Obidiegwu, M. U. et al. (2014). The effect of
degradation and  durability of  epoxy-clay walnut  shell powder on the properties of
nanocomposites. Journal of Nanomaterials, 2010. polypropylene filled composite. The International
[24] Onat, A. et al. (2013). Thermal and mechanical Asian Research Journal, 2(1):22-29.

properties of walnut shell and glass fiber reinforced [27] Sarsari, N. A. et al. (2016). Physical and
thermoset polyester composites. Asian Journal of mechanical properties of walnut shell flour-filled
Chemistry, 25(4):1947. thermoplastic starch composites. BioResources,

11(3):6968-6983.

Blgia (Salss ubd 3 ASliia Skl Ahatly Llal) patluadl (any Auiy
T Nga ok

daal a5y Glae ¢ daal Gl daal

Gl ¢ S5 e 1S dnala ¢ Apaall aglell Ll LS ¢ oLl and

uadlal)

o2t Al Ul Doy aSaall iy (s 3l5aS ((ully Gsadl) Lel)3l sl s aladin) 4ola) dufall oda Ciies
0o 0588 Al AS) Al alsall e e ganay Dlinall oda iy LAy el A gall Akylay 28T dsall Gliie jaaad 2 L laldllly caidl)
(19 ¢ 715 ¢ 111 Adiae Ay cainy (9T ye Gasdll 5,38 (Bomasas 53 Joall 58 (Bmsan Slske (el 30 Sa) 1)
Cilaagaill caaiy L (pabaia¥) (@lall dsasill) il Slaasadll ans (sbail) ddiall desall) L) lasaill Cujals
Tty Fiodl) 3,38 GlA) Bilal die Fedeal) Al 3 s Waalae) 3 ) cilisal) cilloa) wis el L madl sha Ay b leasen
LS, (6.3 KI/M?) caly 3 Raaill ity 5ol 5588 (Bsmmsar peal) (il b Lles) cangd Ly ,(12.9 KIM?) caaly s %15
& (81O N/M?) 5 ssall 5,8 Gilay slsaall ClShidl & (83.2 N/M®) cialy 3 19% A3l e die lS)jiall 500 Ciivad
&4 (56.82 N/mm?) caly 3 19%  AiLa¥) daus sie Aad o) ) olindV) Aaslie caniil SIS Fiasil) 5,88 (356 85kl SLS)jial
A5l LAY Coelil (Al Al e . i) 5558 (356 olsd) ST 8 (54.4 NIMMP) 5 Ssad) 5588 36 o5l LS i)
ablad) b el o L] Findl) 58 Gsamas shall TSall Agall o ) il jaln Asaliaia¥)s dnhall dbuasil) o8 b dddl 325
sl 558 Goana Slgaall A5l sally Leiylan e ol (aliaialy 230l LY il ads Ahall Adoasally cliaty)

67



