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The present study is aimed to fabricate composite materials containing epoxy resin (EPYR) reinforced by
mixed carbon-based nano-fillers in the form of graphene nano-platelet (GNP) and multi-walled carbon
nanotube (MWCNT) using the dissolution casting technique with the help of ultrasonic assistance. The
pure epoxy resin was reinforced by variable loading of mixed GNP/MWCNT in situ, and the epoxy resin is
denoted as EPYR/GNP/MWCNT,_zo. The numbers 2-30 corresponded to the final mass ratio of the
nano-fillers. The designed products were reinforced by variable percentages of GNP/MWCNTs. XRD, FT-
IR, thermal analyses, FE-SEM, TEM and electrical conductivity were utilized as identification techniques
to confirm the structures of these composite materials. An excellent evidence for the composite
formation was given by XRD diffraction patterns and FT-IR spectroscopy. The introduced amounts of
mixed nano-fillers showed significant effects on the thermal, conducting and coating behaviors of pure
EPYR. Pure EPYR and EPYR/GNP/MWCNT,q 30 showed higher thermal stabilities than other materials in
the range of 400-410 °C. EPYR/GNP/MWCNT, also showed remarkable increase in the thermal stability
compared to other materials. T;o represents the temperatures at which 10% weight losses are examined.
Pure EPYR and its related EPYR/GNP/MWCNT,_zq displayed similar thermal stabilities at Ty temperature
(330 + 4 °C). The morphological features were examined by SEM and TEM; these features showed that
the nanocomposite components were extremely compatible. The in situ electrical conductivity values
showed noticeable enhancement for the formulations of EPYR/GNP/MWCNT,_19. Moreover, the coating
performance of EPYR was tested by water uptake experiments and electrochemical impedance; both
tests proved that the mixed GNP/MWCNT nano-fillers remarkably improved the pure EPYR coating due
to the ionic charge transfer resistance and elevated barrier behaviour. The coating resistance variations
values (CRv) of EPYR/GNP/MWCNT,q were the highest among the measured composition values, closely
rsc.li/rsc-advances followed by those of EPYR/GNP/MWCNT,q and EPYR/GNP/MWCNT=.
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1. Introduction performance, high operating temperature range, electrostatic

discharge, and sufficient chemical resistance should also be
Polymer composite materials are classified as high- studied.® More particularly, the polymer matrix can exhibit
performance products that can be produced by a variety of significant properties because of nano-filler loading. The main
techniques. The broad range of applications of the polymer reason for such improvements is the presence of nano-filler
composite materials and their considerable properties have reinforcement agents in the form of nano-particles; the
been given considerable attention in the past few decades. insertion of these particles is frequently coveted due to the fact
Polymer composite materials have also been frequently that it can affect the major properties of the used polymer
distinguished, and they display fundamental properties due to matrix, which include manifestation, processability and
their low cost and many ameliorations in their complete weight. Thermal, mechanical, bulkhead, flame properties and
performances;'” other properties such as better mechanical —many other properties of polymer composite materials have

proved the significant effects of such materials.’** Many nano-

fillers have been reported in the literature as reinforcement
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yahoo.com tube and graphene). These reinforcement agents improve
E-mail: mahmali@aun.edu.eg almost all the physical and chemical properties, thus pre-
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behaviors of composite materials basically arises from excel-
lent cohesion between the polymer matrix and its nano-filler
reinforcement agents, due to which the applied fatigue is
transferred from the persistent matrix to nano-filler. Till now,
many researchers are still designing new carbon nanoparticles
and discussing their assistance for enhancing various prop-
erties of different polymer matrices in the form of composite
new materials. Carbon based materials, for example, carbon
fibers (CF), carbon nanotube (CNT) expanded graphite (EG)
and functionalized graphene sheets (FGS) are considered as
engaging reinforcements that can be easily reinforced in
different matrices; they have been widely examined due to
their extended as well as excellent electrical, thermal,
mechanical, and tribological properties. Besides, they are
favorable candidates for the reinforcement of polymer
matrices.”?" In the open literature, considerable research
papers have previously elucidated the positive impacts of
different forms of individual CNT or graphene on pure epoxy
resins.””** The significant effect of mixing CNT and graphene
as a mixed reinforcement agent into PANI as a polymer matrix
has been recently reported.” In addition, no studies have re-
ported epoxy resin-reinforced mixed CNT and graphene.
Therefore, as a continuation of our previous study,” the
present manuscript is directed to fabricate a new category of
epoxy resin composite materials reinforced by mixed graphene
nano-platelet/carbon nanotube. The desired mixed nanofiller
GNP/MWCNT was prepared first using an ultrasonicator.
EPYR/GNP/MWCNT,_3, have been fabricated using variable
loadings of previously prepared mixed GNP/MWCNT as mixed
reinforcements, whereas epoxy resin is prepared in chloro-
form, which is an easily evaporated organic solvent. Such
fabricated products are estimated and characterized by
common techniques, which include X-ray diffraction analysis,
Fourier transform infrared spectroscopy (FT-IR), field emis-
sion scanning electron microscopy and transmission electron
microscopy. Furthermore, the effect of GNP/MWCNT on the
enhanced performance of pure EPYR is tested by thermal
analyses, electrical conductivity, sorption of water and elec-
trochemical impedance measurements.

2. Experimental

2.1. Materials and chemicals

Commercially obtained Epikote-1001 x-75% (2642) epoxy
together with crayamid - 100% (2580) epoxy hardener was
applied as pure epoxy resin; they were also used as obtained
without additional purification. Epikote : crayamid (1:1)
weight by weight was adjusted as exact mixing ratio for pure
epoxy processing and fabrication. Spectroscopic grade chloro-
form was obtained from Sigma-Aldrich, and it was also used
without any additional purification. Furthermore, multi-walled
carbon nanotubes (CNTs) with an average diameter of 110.0-
170.0 nm were purchased from Sigma-Aldrich, and they were
used as received without any purification. More particularly,
graphene nano-platelet (GNP) was also purchased from Sigma-
Aldrich and used as received. Any other chemicals or materials
used were of high purity and were also obtained from known
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sources; they were used as obtained without further purifica-
tions, including spectroscopic grade chloroform from Sigma-
Aldrich.

2.2. Neat epoxy resin film preparation

A thin film of neat epoxy resin was readily fabricated using the
casting method and ultrasonic assistance.®*>* The following
procedures were applied: in 50 mL beaker, a fixed weight of 1 g
of Epikote-1001 was dissolved in 25 mL of chloroform. One g of
crayamid hardener was also dissolved in 25 mL of chloroform in
another beaker. In a closed container, both solutions were
directed to an ultrasonicator for 10 minutes before mixing
together. Then, the total mixture was permanently exposed to
the ultrasonicator for another 10 minutes. This sonicated
mixture was poured carefully into a Petri dish and left overnight
at room temperature for solvent evaporation. The neat epoxy
thin film was collected easily and dried in the oven at 40 °C.

2.3. Mixed GNP/MWCNT nano-filler preparation

Mixed nano-filler-based GNP/MWCNT was prepared using the
typical procedure as follows:** a mixture of GNP and MWCNTSs
was first dispersed in distilled water with a mass ratio of 40 to
60% for GNPs to CNTs, respectively. The dispersion was then
sonicated for 1 hour using an ultrasonicator. Finally, the
mixture was filtered off, dried at 100 °C for 24 hours and kept
ready for the next experiments.

2.4. EPYR/GNP/MWCNT composite material fabrication

A series of composite materials with a general formula of EPYR/
GNP/MWCNT,_3, was frugally fabricated based on the above-
mentioned neat epoxy film procedures. The expected products
were fabricated in situ, and the perspicuous epoxy resin was
introduced. Such a mixture was considered to have a fixed
mixed ratio of variable loading inside the EPYR polymer matrix.
We applied 2%, 5%, 10%, 20% and 30% loadings of previously
prepared mixed GNP/MWCNT as reinforcement agents in the
fabrication process. In an ideal procedure, EPYR/GNP/MWCNT
composite materials were fabricated as follows: variable weights
of GNP/MWCNT, 1 g of Epikote-1001 and 1 g of crayamid
hardener were separately dissolved in 20 mL of chloroform and
were exposed to ultrasonicator for 10 minutes. A mixture of
these three components was continuously exposed to ultra-
sonicator for additional 10-15 minutes in a closed container.
The sonicated mixture was poured carefully into a Petri dish
and left overnight at room temperature for solvent evaporation.
A thin film of EPYR/GNP/MWCNT was separated out easily each
time and dried in the oven at around 40-50 °C. These proce-
dures were repeated five times by introducing different weights
of GNP/MWCNT each time. The designed compositions for
EPYR/GNP/MWCNT formulations are illustrated in Table 1.

2.5. EPYR/GNP/MWCNT fabricated electrodes

Modified electrodes were fabricated in situ, whereas the
composite materials were produced according to different
loadings of mixed GNP/MWCNT. Working electrodes in the

n
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Table 1 Given abbreviations and chemical compositions for pure EPYR and its corresponding EPYR/GNP/MWCNT,_35 composite materials

Mixed GNP/MWCNT

Abbreviation EPYR (weight, ) GNP : MWCNT (%) loading %, (weight, g)
Pure EPYR 2g — —
EPYR/GNP/MWCNT, (1.96) 40 : 60 2%, (0.04)
EPYR/GNP/MWCNT; (1.90) 40: 60 5%, (0.10)
EPYR/GNP/MWCNT; (1.80) 40 : 60 10%, (0.20)
EPYR/GNP/MWCNT,, (1.60) 40: 60 20%, (0.40)
EPYR/GNP/MWCNTs3, (1.40) 40: 60 30%, (0.60)

form of EPYR/GNP/MWCNT,_;, were based on stainless steel
sheets with dimensions of 1 x 1 cm”. To obtain good modified
electrodes as previously mentioned, EPYR/GNP/MWCNT,_z,
composite materials were prepared using similar procedures
and simultaneously delivered onto the stainless steel sheets in
a dropwise manner. These electrodes were cured overnight and
then dried for 3-6 h in the oven at temperatures of 40-50 °C.
The electrodes were kept dry until their further use in the
measurements of coating performance of our composite mate-
rials by electrochemical impedance spectroscopy.

2.6. Characterization and identification techniques

Powder X-ray diffractograms were determined in the 26 range
from 5 to 80° with the aid of Philips diffractometer (type PW
103/00) using the Ni-filtered CuKa radiation. FT-IR spectra were
examined by using the ATR smart part technique in the wave
number range 4000-400 cm ™" using a Thermo-Nicolet-6700 FT-
IR spectrophotometer. TGA curves for thermal analysis were
recorded with a TA instrument apparatus model TGA-Q500
using a heating rate of 10 °C min~ ' under nitrogen atmo-
sphere over the temperature range of 20-800 °C. The average
masses of the samples were 5-10 mg. The morphological
features were characterized by a field emission scanning elec-
tron microscope (Jeol-JSM-5400 LV-SEM, Japan). The SEM
samples were prepared by evaporating a dilute solution of each
nanocomposite on a smooth surface of aluminum foil and
subsequently coating it with gold palladium alloy. The micro-
scope was operated at an accelerating voltage of 15 kV and 4 mm
work distance carbon film. Transmission electron microscopy
(TEM) was conducted using JEOL JEM-1230 operating at 120 kv,
attached to a CCD camera and a scanning tunneling microscope
(Agilent 5500). Electrical conductivity measurements of DC-type
were examined by a Pyrex glass conductivity cell operated till
500 °C. The resistance measurements were measured by
a Keithley 610C solid-state electrometer. Around 500 mg of the
sample was placed between two electrodes (1.0 cm diameter)
and pressed by the upper electrode in each run to ensure good
contact between the particles. A WEMA temperature controller
was used to control the measured temperature. More particu-
larly, the gravimetric method was used to determine the water
uptake of different epoxy coatings. The fabricated samples were
immersed in 0.1 M potassium chloride solution for certain
intervals of time. Electrochemical impedance (EI) spectroscopy
was conducted using a potentiostat of type Auto lab PGSTAT30,

This journal is © The Royal Society of Chemistry 2018

coupled to a computer equipped with the FRA software. A three-
electrode arrangement was used, consisting of an Ag/AgCl
reference electrode, a platinum counter electrode and our
modified EPYR/GNP/MWCNT,_;,-coated stainless steel elec-
trodes (exposed surface area 3 cm® and 100 um thickness layer)
as working electrodes, which were immersed in 0.1 M potas-
sium chloride solution. EIS measurements were conducted
potentiostatically at open circuit potential (E.o,) with 10 mV rms
with frequency range of 50 kHz to 0.1 Hz.

3. Results and discussion

Carbon-based materials are used by many researchers as
desirable reinforcement agents that can be easily reinforced in
different matrices, and their assistance in enhancing various
properties of different polymer matrices has been studied as
well. Such materials are widely evaluated due to their extensive
as well as excellent electrical, thermal, mechanical as well as
tribological properties. More particularly, carbon-based mate-
rials are favorable candidates for the reinforcement of a variety
of polymer matrices. Considerable research papers have previ-
ously elucidated the positive impact of different forms of CNTs
as well as GNPs separately on the pure epoxy resins except our
previous paper, in which we optimized the mixing ratio of both
CNTs and GNP.” Therefore, as a continuation of our previous
study, a new set of EPYR/GNP/MWCNT,_;, composite materials
based on variable loadings of mixed GNP/MWCNT is fabricated
by ultrasonic support. The fabricated products are character-
ized by common techniques. In addition, the whole enhanced
performance of the neat epoxy resin is investigated by thermal
analyses, electrochemical impedance and water sorption. A
significant interest is given to the real enhancement in the
coating behavior, which is observed for the neat epoxy resin due
to different loadings of mixed GNP/MWCNT in the form of our
targeted composite materials.

3.1. EPYR/GNP/MWCNT,_;, characterization and
identification techniques

XRD analyses of neat epoxy, mixed GNP/MWCNT and their
variable loaded EPYR/GNP/MWCNT,_;, composite materials
are investigated in 26 range from 5 to 80°, as illustrated in
Fig. 1a and b. An excellent evidence for the formation of our
composite materials is given by XRD diffraction patterns
throughout the fabrication process. Carbon-based nano-fillers

RSC Adv., 2018, 8, 23555-23566 | 23557
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Fig. 1 XRD patterns of (a) mixed GNP/MWCNT, (b) pure EPYR and its
corresponding EPYR/GNP/MWCNT,_3o composite materials.

(GNP/MWCNT) show a typical XRD diffraction pattern for GNP
and/or MWCNT, as shown in Fig. 1a. Fig. 1b shows the typical
XRD patterns for neat epoxy and its corresponding EPYR/GNP/
MWCNT,_3, composite materials; these patterns are in agree-
ment with previously reported results for both neat epoxy and
GNP/MWCNT.*** Fig. 1a shows four important diffraction
peaks at 26 = 26.25°, 42.90°-44.8°, 53.98° and 77.32°, which
match with those reported for any carbon-based nano-
fillers.>**® The first peak is the most important characteristic
peak for carbon-based materials, which is assigned to the
graphite plane (002). Fig. 1b shows characteristic peaks for
amorphous EPYR, and they are assigned to its amorphous
nature. The first broad as well as strong peak is observed in the
range of 26 = 10.5°-30.82°. However, other amorphous peaks
have weak intensities, and they are located in the range of 20 =
43.5°-45.3°.232%332 purthermore, diffractograms in Fig. 1b also
show the diffraction patterns for EPYR/GNP/MWCNT,;_3,
composite materials. From the first look, it is easy to confirm
the composite formation, and the most important characteristic
peaks for both neat epoxy and mixed GNP/MWCNT are easily
detected in these patterns. The XRD diffractogram of EPYR/
GNP/MWCNT,, (which contains 2 wt% of nano-filler loading) is
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Fig. 2 FT-IR spectra of pure EPYR and its corresponding EPYR/GNP/
MWCNT,_z9 composite materials.

similar to that of neat epoxy; this observation corresponds to
the low nano-filler loading.*® Fig. 1b shows broad peaks in the
range of 260 = 10.65°-30.85°, which are due to neat EPYR; the
strong intensity peaks at around 26 = 26.22° (002) are due to the
graphite panel of carbon-based mixed nano-fillers because of
the significant increase in the mixed filler content. A closer view
of Fig. 1b displays similar peaks without any 26 shift. Moreover,
the peaks at around 26 = 26.22° (002) for mixed GNP/MWCNT
considerably increase with an increase in its loading ratios
inside the composite materials. Meanwhile, the patterns for
these composite materials still show the main characteristic
peak for pure EPYR with additional loading in the mixed fillers.
Previously reported data confirm that during the fabrication
process, the structures of both nanofiller and/or epoxy matrix
are intact without any cracking. No other crystalline peaks that
may be assigned to other products or impurities are observed.

FT-IR spectra for neat EPYR and its carbon-based EPYR/GNP/
MWCNT,_;, composite materials represent another elucidation
for the designed product fabrication, as displayed in Fig. 2. The
predictable bonding interaction between EPYR and its rein-
forced GNP/MWCNT mixed nano-filler is explained. FT-IR
results are examined by ATR smart part over the range of 400-
4000 cm™'. FT-IR spectra show all important characteristic
absorption peaks that are related to neat EPYR and mixed
nanofillers, as reported in our previous study and litera-
ture.?*2%33 The peaks in the range of 3050-3015 cm ™" and at
3045 cm ' and 2965 cm™ " correspond to the valence CH
vibrations of the epoxy ring, the stretching CH vibrations of the
aromatic ring, and the stretching vibrations of the -CH, func-
tional group, respectively. Other peaks in the range of 930-

This journal is © The Royal Society of Chemistry 2018
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Fig. 3 (a) TGA thermograms of pure EPYR and its corresponding EPYR/GNP/MWCNT,_zq. (b) DTG thermograms of pure EPYR and its corre-

sponding EPYR/GNP/MWCNT,_30. (c) T19, CDTpmax and CDTgna temperatures for pure EPYR and its corresponding EPYR/GNP/MWCNT,_zq. (d)
Residue percent at 500 °C for pure EPYR and its corresponding EPYR/GNP/MWCNT,_ 3.

1 1

815 cm™~ and at 1245 cm ~ are assigned to the valence CO
vibrations of the epoxy ring and the bending CH vibrations of
the epoxy ring, respectively. The neat EPYR characteristic peaks
are also observed in the FT-IR spectra of EPYR/GNP/MWCNT,_3,
composites. Moreover, the most relevant characteristic
absorption peaks of carbon-based mixed nano-fillers are also
observed in the composite material spectra (Fig. 2).3¢*°

The thermal behaviour of pure EPYR and its related EPYR/
GNP/MWCNT,_;, composite materials is studied by TGA & DTG
analyses, as illustrated in Fig. 3a-d. It is clear from the TG
curves that pure EPYR and EPYR/GNP/MWCNT, ;,

nanocomposites are decomposed in one essential stage with
similar behaviors for all materials. This step is detected in the
range of 320-450 °C, and almost 80% weight loss is observed in
this step, which results in the fast decomposition of all mate-
rials. Before attempting this step, a small weight loss is detected
up to 110 °C, which mainly refers to the loss of entrapped
solvents and moisture on the surface of these composite
materials.>*** In the range of 400-410 °C and during decom-
position, pure EPYR and EPYR/GNP/MWCNT,, 3, show higher
thermal stabilities than other materials. EPYR/GNP/MWCNT,,
shows remarkable increase in the thermal stability compared to

Table 2 Thermal behavior of pure EPYR and its corresponding EPYR/GNP/MWCNT,_3, composite materials

Abbreviation Ty (°C) CDTpay’ (°C) CDTgpnat” (°C) Rso0 (%)
Pure EPYR 333 415 455.8 1.6
EPYR/GNP/MWCNT, 331 409.3 450 3.49
EPYR/GNP/MWCNT; 330 405.6 445 6.55
EPYR/GNP/MWCNT;, 328 408.5 444 10.84
EPYR/GNP/MWCNT,, 326 402.7 446 20.89
EPYR/GNP/MWCNT3, 334 405.9 446 26.9

“ Values were determined by TGA thermograms at heating rate of 10 °C min

This journal is © The Royal Society of Chemistry 2018

~1? values were determined by DTG thermograms.

RSC Adv., 2018, 8, 23555-23566 | 23559


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c8ra03109f

Open Access Article. Published on 28 June 2018. Downloaded on 12/5/2025 8:44:00 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

RSC Advances

previously mentioned materials. The order of increasing
stability is EPYR/GNP/MWCNT,, > EYPR/EPYR/GNP/MWCNT .
The remaining materials, i.e.,, EPYR/GNP/MWCNT,_;, show
lower stabilities. The mixed nano-fillers (GNP/MWCNT)
enhance the thermal decomposition of pure EPYR and act as
catalysts, as illustrated in Fig. 3a. In addition, T;, amounts refer
to the temperatures at which 10% weight losses are examined,
as recorded in Table 2 and Fig. 3c. Pure EPYR and its related
EPYR/GNP/MWCNT,_3, display similar thermal stabilities at
this temperature (330 + 4 °C), which means that the mixed
nano-fillers have no direct effect on the thermal stability of neat
EPYR at Tj. CDTp,,x represents the maximum temperature at
which decomposition is detected.”®*® CDTy,.x values are deter-
mined from DTG curves, as shown in Fig. 3b and Table 2. All
products and neat EPYR have CDT,,x values in the range of
425-402.7 °C. Neat EPYR shows the highest value compared to
other products. CDTy,,x values also display gradual decrease
with the increasing nano-filler content except the value for
EPYR/GNP/MWCNT;,. The final composite degradation
temperature can be abbreviated as CDTg,), and it indicates the
final temperature at which decomposition is complete.***!
CDTgnar values are determined from the TGA curves, as recor-
ded in Table 2 and Fig. 3c. The CDTyp, values also range from

106pm BBB0B31

15kU X188
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455.8 °C to 444 °C. A similar result is also observed: a significant
decrease is observed for all samples by increasing the nano-filler
content. It is clearly observed from Fig. 3c that the mixed GNP/
MWCNT nano-fillers have no significant effect on Tj9, CDTpax
and CDTgpa temperatures for pure EPYR. Rsq, represents the
remaining solid residues at 500 °C for neat EPYR and its related
products, as illustrated in Fig. 3d; 1.6% residue is detected from
EPYR, which refers to the final decomposition product of epoxy
resin in the form of char and other materials. R5,, values also
show an expected percentage increase with the increase in
mixed filler loading; subsequently, EPYR/GNP/MWCNTj,
displays the highest residual value, and EPYR/GNP/MWCNT,
displays the lowest value. Rsq, values for the other products are
almost in agreement with the loading contents of mixed nano-
fillers with respect to the residual part for pure EPYR. An easy
way to understand this behavior is given in the experimental
section.

The morphological studies of neat RPYR and its related
EPYR/GNP/MWCNT,_;, products are examined by SEM and
TEM instruments, as illustrated in Fig. 4. SEM measurements
are essentially focused on the surface morphological changes
that may be found upon reinforcing the EPYR matrix with
carbon-based nano-fillers, as given in Fig. 4a-c. A dilute

Fig.4 SEMimages of EPYR/GNP/MWCNT,q (a—c) at magnifications of x = 100, 200 and 750, respectively; TEM images for EPYR/GNP/MWCNT o

(d—f).
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solution of each tested compound has been prepared and
allowed to undergo an evaporation process on a smooth surface
of aluminum foil followed by coating with gold palladium alloy.
A Pentax Z-50P camera with Ilford film is used to obtain the
required images at an accelerating voltage of 15 kV with nearly
4 mm work distance carbon film using the low dose technique.*
Fig. 4a-c show the surface morphology of EPYR/GNP/MWCNT},
with an insertion of mixed GNP/MWCNT nano-fillers equal to
10% at magnifications of x = 100, 200 and 7500. It is clearly
noticed from Fig. 4a-c that the mixed nano-fillers are distrib-
uted well, and they exhibit compatibility as well as strong
adhesion as a result of nanocomposite formation between neat
EPYR and reinforced nano-fillers. This observation indicates
excellent miscibility between organic polymer matrix in the
form of EPYR and its reinforced inorganic nano-fillers in the
form of mixed GNP/MWCNT. Moreover, no particle agglomer-
ation or cluster formation is observed in any image, which also
confirms the uniform distribution of these products.

More particularly, another morphological characteristic is
detected by TEM images. Fig. 4d-f represent the TEM micro-
graphs of the same nanocomposite at magnification of 0.2 pm.
With reference to the variable electron beam penetrability,
Fig. 4d and e show that the imbedded mixed nano-fillers are
clearly observed in the nano-platelet and nanotube structures,
and the nanocomposite components are extremely compatible.
In addition, no significant assemblage is observed.

In addition, in situ electrical conductivity study demon-
strates remarkable character detection of the change in phases
during heating of pure as well as hybrid materials. The experi-
ments are carried out for EPYR/GNP/MWCNT,_;,
composites in the temperature range of 25-500 °C. The relation
between log ¢ and temperature is illustrated in Fig. 5 for EPYR/
GNP/MWCNT,_;,. Measuring the conductivities for EPYR/GNP/
MWCNT, 50 is quite difficult due to the extremely high
conductivity values obtained in both cases, which are not within
reasonable conductivity range of our instrument. This is due to
the higher content of mixed GNP/CNT nano-filler loading in the

nano-
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Fig. 5 In situ electrical conductivity measurements for pure EPYR and

its corresponding EPYR/GNP/MWCNT,_;o composite materials, at
a heating rate of 10° min~2,
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Fig. 6 Sorption of water for pure EPYR and its corresponding EPYR/
GNP/MWCNT,_39 composite materials (immersion time in days).

epoxy matrix. As reported in the literature, conductivity values
increase upon reinforcement of pure epoxy sample with nano-
fillers due to the formation of the novel organic/inorganic
nanocomposite formation.**** Hence, the conductivity values
for EPYR/GNP/MWCNT,_,, at room temperatures (28 °C) are 1.3
x107%,2.6 x 1077 and 7.3 x 107 Q ~' em~". Upon increasing
the temperature, the conductivity values considerably increase.
At 200 °C, o values are 1.5 x 10°°%, 3.4 x 10~° and 2.3 x 107°
Q ' em ! for these compositions. Finally, more enhanced
conductivity is observed at 400 °C, where the values reach the
conducting region (1 x 107% 4.9 x 107> and 1.8 x 107°
Q ' em™Y). Therefore, the conductivity values display that
EPYR/GNP/MWCNT; has the best conductivity among the three
measured samples over the measured temperature range.
Moreover, the results in Fig. 5 are divided into four categories
(a-d). A gradual increase in the conductivity along with the
increasing temperature is mentioned in the 1°* region from
room temperature to 220 °C; EPYR/GNP/MWCNT; also shows
the best conductivity value at this period. A slight increase is
observed in the 2™ region in the range of 220-285 °C. The
content of nano-filler loading highly affects the conductivity
values, and the order of increasing ¢ values is EPYR/GNP/
MWCNT;, > EPYR/GNP/MWCNT; > EPYR/GNP/MWCNT,. The
3" region is located in the range of 285-355 °C. In this region,
again, a strong sharp increase followed by intense decrease is
seen, which may be due to the starting of decomposition of
these materials and hence, there is no more epoxy matrix. A
sharp increase is still observed in the fourth region from 355-
500 °C. Moreover, the results of 3™ and 4™ regions confirm that
the order of increasing conductivity does not depend on the
loading of these carbon-based nano-fillers. EPYR/GNP/
MWCNT; again shows the best conductivity values in these
regions. This suggests that EPYR/GNP/MWCNT; represents the
critical or optimal composition that causes synergic conduc-
tivity enhancement over this temperature range.

RSC Aadv., 2018, 8, 23555-23566 | 23561
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Fig. 7 Electrochemical impedance spectra of pure EPYR (a) and EPYR/GNP/MWCNT, 5 (b and c) after immersion time of 8 and 48 hours.

3.2. Promoted epoxy coating performance

The coating performance of laminating resins of pure EPYR is
avery important character, which is applied over a wide range of
applications from thin film epoxy coatings to fabricated fiber
reinforced composites. Epoxy resin-controlled designed fabri-
cations produce epoxy compounds with superior characters
with respect to an industry leading materials. Nano-filler addi-
tion is reported as an important modification of epoxy resins.
Therefore, the enhanced epoxy coating performance has been
utilized in the sorption of water (SW) experiment and electro-
chemical impedance (EI) spectroscopic technique, which is
considered as a typical technique for detecting the coating
efficiency of our fabricated materials.

Researchers always perform such SW experiments to obtain
preliminary indication about the actual efficiency of any mate-
rial. The experiment mainly depends on the ability of each
sample to gain a specific amount of water when it is immersed
in a solution of 0.1 M potassium chloride for certain intervals of

23562 | RSC Adv., 2018, 8, 23555-23566

time at room temperature using the recognized gravimetric
technique. The results of the SW experiment for neat EPYR and
its corresponding EPYR/GNP/MWCNT,_3, after immersion time
up to 7 days are given in Fig. 6. The given masses are calculated
according to the following equation:

WS = (M, — Mo)/M, x 100. (1)

Here, M, represents the mass before immersion and M;
represents the mass after immersion for each time. For the first
few days, the measurements are very fast and then, once a day is
sufficient.

The neat epoxy sample shows continuous increase in the
calculated mass during the experiment as it may have very large
values of SW. A sharp line can be obtained from the graph after
2 days due to the larger amount of water gained; then, a straight
line can be formed, indicating the gradual increase up to the

This journal is © The Royal Society of Chemistry 2018
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end. A continuous swelling property of EPYR is clearly observed
as a result of higher rate of water immersion.***” A similar result
has been obtained for EPYR/GNP/MWCNT, 5 with respect to the
lower amount of water gained in each case. EPYR/GNP/
MWCNT, shows the poorest water absorption capability due to
its lower nano-filler loading. EPYR/GNP/MWCNT;, 3, hano-
composites show different behaviors, and slight increase can be
observed with constant mass, which is due to the limited
amount of absorbed water in these compositions because of the
higher loading of mixed GNP/MWCNT nano-fillers; this

This journal is © The Royal Society of Chemistry 2018

efficiently suppresses the SW process. The mixed fillers strongly
hinder water uptake because all available unoccupied holes
inside the EPYR are closed. SW noticeably decreases with the
increasing nano-filler loading up to EPYR/GNP/MWCNT},
which shows the best water prevention composition; then, the
value remains almost constant.

Furthermore, an enhanced coating performance for EPYR
through nanocomposite formation in the form of EPYR/GNP/
MWCNT,_3, has been further confirmed by EI spectroscopy.
Electrode fabrications over stainless steel substrates are

RSC Adv., 2018, 8, 23555-23566 | 23563
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described in the experimental section. A solution of 0.1 M
potassium chloride is used during the measurements for 168
hours. A Nyquist plot shows the final impedance curves rep-
resenting the obtained results as persistent measurements of
each fabricated electrode at calculated fixed times.*®*** The
Nyquist plots obtained from EI measurements for EPYR and
its related EPYR/GNP/MWCNT,_3,-coated steel samples after 8
and 48 hours immersion times are shown in Fig. 7 and 8,
respectively. All fabricated materials show higher coating
resistance than pure EPYR although EPYR/GNP/MWCNT, 5
exhibit similar behaviors due to the lower content of mixed
nano-filler loading. Fig. 7a-c display the impedance coating
spectra of EPYR, EPYR/GNP/MWCNT, and EPYR/GNP/
MWCNTs. This behavior is controlled by the coating capaci-
tance at high frequencies and coating resistance at low
frequencies. Fig. 7a-c show significant decrease in the coating
resistance after 48 h immersion, which refers to the water
immersion inside EPYR. Such an observation is also detected
from SW experiment as previously discussed. Such motion of
ionic species inside pure EPYR arises basically due to large
water content, which enhances the conductivity of the coated
layer.**® Fig. 8a shows that typical enhanced epoxy coating
behaviour is represented by the impedance coating spectra of
EPYR/GNP/MWCNT,,. Extremely stable coating resistance
values are achieved after 8 and 48 hours immersion times
compared to the values of EPYR and its related EPYR/GNP/
MWCNT, 5. Such monitoring mainly refers to lower SW in this
composition. Mixed GNP/MWCNT efficiently suppresses the
SW process and therefore increases the coating resistance and
the coating capacitance, as described in SW section. Compa-
rable results have been observed for EPYR/GNP/MWCNT} 3,
which also refer to the presence of sufficient amount of nano-
fillers for preventing the SW process; this is also in accordance
with the results of the gravimetric experiments. Fig. 8b and ¢
show comparative Nyquist plots of EPYR/GNP/MWCNT;,_3
after 8 and 48 hours, respectively. It is clearly seen that there is

—&— Pure EPYR
—&— EPYR/GNP/MWCNT,

—A— EPYR/GNP/MWCNT,

—v— EPYR/GNP/MWCNT |
5 —<4— EPYR/GNP/MWCNT,|
—>— EPYR/GNP/MWCNT |

c

Log R (ohm)

T T T T T T T T T T T
3 4 5 6

o -
N
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Fig. 9 Change of R. in accordance with the immersion time for pure
EPYR and its corresponding EPYR/GNP/MWCNT,_30 composite
materials.
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no significant change in the coating resistance between these
three nanocomposites after 8 hours, whereas an inconsider-
able decrease is observed after 48 hours. Moreover, the coating
resistance variations (CRv) for EPYR and its EPYR/GNP/
MWCNT,_3, as a function of increase in the immersion time
are illustrated in Fig. 9. The results are in accordance with
those discussed for the gravimetric method and EI studies.
The CRv values of all compositions show slight decrease with
the increasing immersion time. However, a slight decrease
and/or remaining constant after 168 hours of immersion is
observed for EPYR/GNP/MWCNT,,. It is clearly observed that
the CRv values of EPYR/GNP/MWCNT,, are the highest values
among the values for the measured compositions, closely
followed by those of EPYR/GNP/MWCNT,, and EPYR/GNP/
MWCNT;,. Both EPYR/GNP/MWCNT, 5 display lower CRv
values than that obtained for pure EPYR. The main reason for
CRv values' decrease is the considerable increase in the
coating conductivity due to immersion of water ions inside the
coating materials.* In conclusion, the mixed GNP/MWCNT
nano-fillers cause remarkable improvement in the EPYR
coating, which may be due to the ionic charge transfer resis-
tance and elevated barrier behaviour. These mixed nano-fillers
effectively enhance the coating behaviour of EPYR than other
reported nanofillers.”**

4. Conclusions

Carbon-based nanofillers in the form of GNP/MWCNT
composites were utilized as reinforcement agents during the
fabrication of new category of epoxy resin composite materials
by ultrasonic support. Variable loadings of these nano-fillers
were introduced while preparing the epoxy resin. The final
products were characterized by common characterization tools
including XRD diffraction, FT-IR, SEM and TEM tests. More-
over, the impact of these nano-fillers on the total efficiency of
pure EPYR was examined by thermal analyses, electrical
conductivity, sorption of water and electrochemical impedance
measurements. All products and neat EPYR exhibited CDTy,ax
values in the range of 425-402.7 °C. Neat EPYR showed the
highest value compared to the other products. CDTy,.x values
also displayed gradual decrease with the increasing nano-filler
content except for the value of EPYR/GNP/MWCNT3,. CDTgpa
values were also in the range from 455.8 °C to 444 °C. The
thermal results clearly indicated that the mixed GNP/MWCNT
nano-fillers have no significant effects on 79, CDTax and
CDTfina temperatures for pure EPYR; on the contrary, signifi-
cant effects on the in situ electrical conductivity measurements
were observed. The conductivity values reached the maximum
and could not be measured for EPYR/GNP/MWCNT,,,3, due to
their higher contents of mixed nano-fillers. Nyquist plots for
pure EPYR, EPYR/GNP/MWCNT, and EPYR/GNP/MWCNT;
showed similar behavior; on comparison, we found that EPYR/
GNP/MWCNT, 3, exhibited quite good coating results. CRv
values of EPYR/GNP/MWCNT,, were the highest among the
values of the measured compositions, closely followed by those
of EPYR/GNP/MWCNT,q 0. Both EPYR/GNP/MWCNT, 5 dis-
played lower CRv values than that obtained for pure EYPR.

This journal is © The Royal Society of Chemistry 2018


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c8ra03109f

Open Access Article. Published on 28 June 2018. Downloaded on 12/5/2025 8:44:00 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

Conflicts of interest

There are no conflicts to declare.

Acknowledgements

This work was funded by the Center of Excellence for Advanced
Materials Research (CEAMR), King Abdulaziz University, Jeddah
under grant no. (CEAMR-SG-7-438). The authors therefore,
acknowledge with thanks CEAMR technical and financial
support.

References

1 Y. Zare, Recent progress on preparation and properties of
nanocomposites from recycled polymers: a review, Waste
Manag., 2013, 33, 598-604.

2 Y. Zare and H. Garmabi, Nonisothermal crystallization and
melting  behavior of PP/nanoclay/CaCO; ternary
nanocomposite, J. Appl. Polym. Sci., 2012, 124, 1225-1233.

3 E.N. Danilovtseva, V. Aseyev, O. Y. Belozerova, S. N. Zelinskiy
and V. V. Annenkov, Bioinspired thermo-and pH-responsive
polymeric amines: multimolecular aggregates in aqueous
media and matrices for silica/polymer nanocomposites, J.
Colloid Interface Sci., 2015, 446, 1-10.

4 A. Mekki, S. Samanta, A. Singh, Z. Salmi, R. Mahmoud,
M. M. Chehimi and D. K. Aswal, Core/shell, protuberance-
free multiwalled carbon nanotube/polyaniline
nanocomposites via interfacial chemistry of aryl diazonium
salts, J. Colloid Interface Sci., 2014, 418, 185-192.

5 A. Mohamed, A. K. Anas, S. A. Bakar, T. Ardyani,
W. M. W. Zin, S. Ibrahim, M. Sagisaka, P. Brown and
J. Eastoe, Enhanced dispersion of multiwall carbon
nanotubes in natural rubber latex nanocomposites by
surfactants bearing phenyl groups, J. Colloid Interface Sci.,
2015, 455, 179-187.

6 T. Nezakati, A. Tan and A. M. Seifalian, Enhancing the
electrical conductivity of a hybrid POSS-PCL/graphene
nanocomposite polymer, J. Colloid Interface Sci., 2014, 435,
145-155.

7 Y. Lin, K. M. Ng, C.-M. Chan, G. Sun and J. Wu, High-impact
polystyrene/halloysite  nanocomposites  prepared by
emulsion polymerization using sodium dodecyl sulfate as
surfactant, J. Colloid Interface Sci., 2011, 358, 423-429.

8]. Leng and A. K. T. Lau, Multifunctional polymer
nanocomposites, CRC Press, Taylor & Francis Group Boca
Raton, 2011.

9 M. Razavi-Nouri and M. Karami, Effect of rubber content on
morphology and thermal and rheological behaviors of
acrylonitrile-butadiene rubber/poly(ethylene-co-vinyl
acetate)/organoclay nanocomposites, Polymer, 2014, 55,
6940-6947.

10 M. Moradi, J. A. Mohandesi and D. F. Haghshenas,
Mechanical properties of the poly(vinyl alcohol) based
nanocomposites at low content of surfactant wrapped
graphene sheets, Polymer, 2015, 60, 207-214.

This journal is © The Royal Society of Chemistry 2018

View Article Online

RSC Advances

11 S. M. Hosseini and M. Razzaghi-Kashani, Vulcanization
kinetics of nano-silica filled styrene butadiene rubber,
Polymer, 2014, 55, 6426-6434.

12 S. Mallakpour and S. Soltanian, Studies on syntheses and
morphology characteristic of chiral novel poly (ester-
imide)/TiO,  bionanocomposites  derived from I
phenylalanine based diacid, Polymer, 2010, 51, 5369-5376.

13 S. Mirzaee, S. F. Shayesteh and S. Mahdavifar, Anisotropy
investigation of cobalt ferrite nanoparticles embedded in
polyvinyl alcohol matrix: a Monte Carlo study, Polymer,
2014, 55, 3713-3719.

14 Y. Zare and H. Garmabi, Attempts to simulate the modulus
of polymer/carbon nanotube nanocomposites and future
trends, Polym. Rev., 2014, 54, 377-400.

15 M. Norouzi, Y. Zare and P. Kiany, Nanoparticles as effective
flame retardants for natural and synthetic textile polymers:
application, mechanism, and optimization, Polym. Rev.,
2015, 1-30.

16 R. Salvatierra, G. Zitzer, S.-A. Savu, A. Alves, A. Zarbin,
T. Chassé, M. Casu and M. Rocco, Carbon nanotube/
polyaniline nanocomposites: electronic structure, doping
level and morphology investigations, Synth. Met., 2015,
203, 16-21.

17 J. Chen, Y. Yu, J. Chen, H. Li, J. Ji and D. Liu, Chemical
modification of palygorskite with maleic anhydride
modified polypropylene: mechanical properties,
morphology, and crystal structure of palygorskite/
polypropylene nanocomposites, Appl. Clay Sci., 2015, 115,
230-237.

18 R. S. Porter and L.-H. Wang, Compatibility and
transesterification in binary polymer blends, Polymer, 1992,
33, 2019-2030.

19 R. Verdejo, M. M. Bernal, L. Romasanta and M. Lopez
Manchado, Graphene filled polymer nanocomposites, J.
Mater. Chem., 2011, 21, 3301-3310.

20 T.-W. Chou, L. Gao, E. Thostenson, Z. Zhang and J.-H. Byun,
An assessment of the science and technology of carbon
nanotube-based fibers and composites, Compos. Sci.
Technol., 2010, 70, 1-19.

21 G. Hosseini Mir and S. Elham, Synthesis, Characterization
and Electrochemical Study of Graphene Oxide-Multi
Walled Carbon Nanotube-Manganese Oxide-Polyaniline
Electrode as Supercapacitor, J. Mater. Sci. Technol., 2016,
32, 763-773.

22 J. Potts, D. Dreyer, C. Bielawski and R. Ruoff, Graphene-
based polymer nanocomposites, Polymer, 2011, 52, 5-25.

23 M. A. Hussein, B. M. Abu-Zied and A. M. Asiri, The Role of
Mixed Graphene/Carbon Nanotubes on the Coating
Performance of G/CNTs/Epoxy Resin Nanocomposites, Int |
Electrochem Sci., 2016, 11, 7644-7659.

24 A. M. Asiri, M. A. Hussein, B. M. Abu-Zied and A. A. Hermas,
Effect of NiLaFe,,O, nanoparticles on the thermal and
coating properties of epoxy resin composites, Compos B
Eng, 2013, 51, 11-18.

25 A. M. Asiri, M. A. Hussein, B. M. Abu-Zied and A. A. Hermas,
Enhanced Coating Properties of Ni-La-Ferrites/Epoxy Resin
Nanocomposites, Polym. Compos., 2015, 36, 1875-1883.

RSC Adv., 2018, 8, 23555-23566 | 23565


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c8ra03109f

Open Access Article. Published on 28 June 2018. Downloaded on 12/5/2025 8:44:00 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

RSC Advances

26 M. M. Rahman, M. A. Hussein, K. A. Alamry, F. M. Al-Shehry
and A. M. Asiri, Polyaniline/graphene/carbon nanotubes
nanocomposites for sensing environmentally hazardous 4-
aminophenol, Nano-Struct. Nano-Objects, 2018, 15, 63-74.

27 M. A. Hussein, R. M. El-Shishtawy, K. A. Alamry, A. M. Asiri and
S. A. Mohamed, Efficient Water Disinfection Using Hybrid
Polyaniline/Graphene/Carbon  nanotube Nanocomposites,
Environ. Technol., 2018, DOIL: 10.1080/09593330.2018.1466921.

28 M. A. Hussein, R. M. El-Shishtawy and A. Y. Obaid, The
impact of graphene nano-plates on the behavior of novel
conducting polyazomethine nanocomposites, RSC Adv.,
2017, 7, 9998-10008.

29 W. Feng, F. Zhou, X. Bai, J. Liang, X. Wang and K. Yoshino,
Optical and Field Emission Investigations for Multiwalled
Carbon Nanotubes with Different Functionalized Groups,
Jpn. J. Appl. Phys., Part 1, 2004, 43, 5726.

30 K. H. Ding, G. L. Wang and M. Zhang, Characterization of
mechanical properties of epoxy resin reinforced with
submicron-sized ZnO prepared via in situ synthesis
method, Mater. Des., 2011, 32, 3986-3991.

31 R. Moriche, S. G. Prolongo, M. Sanchez, A. Jiménez-Suarez,
M. J. Sayagués and A. Urena, Morphological changes on
graphene nanoplatelets induced during dispersion into an
epoxy resin by different methods, Composites, Part B, 2015,
72, 199-205.

32 Y. Liu, H. V. Babu, J. Zhao, A. Goni-Urtiaga, R. Sainz,
R. Ferritto, M. Pita and D.-Y. Wang, Effect of Cu-doped
graphene on the flammability and thermal properties of
epoxy composites, Composites, Part B, 2016, 89, 108-116.

33 1. Zaman, H. C. Kuan, Q. S. Meng, A. Michelmore,
N. Kawashima, T. Pitt, L. Q. Zhang, S. Gouda, L. Luong
and J. Ma, A facile approach to chemically modified
graphene and its polymer nanocomposites, Adv. Funct.
Mater., 2012, 22(13), 2735-2743.

34 S. Zlatkovi¢, L. Raskovi¢, G. Nikoli¢ and ]J. Stamenkovic,
INVESTIGATION OF EMULSIFIED HYDROUS EPOXY
SYSTEMS, Facta Univ., Ser.: Work. Living Environ. Prot.,
2005, 2, 401-407.

35 G. Nikolic, S. Zlatkovic, M. Cakic, S. Cakic, C. Lacnjevac and
Z. Rajic, Fast Fourier Transform IR Characterization of
Epoxy GY Systems Crosslinked with Aliphatic and
Cycloaliphatic EH Polyamine Adducts, Sensors, 2010, 10,
684-696.

36 I. S. Elashmawi, N. S. Alatawia and N. H. Elsayed,
Preparation and characterization of polymer
nanocomposites based on PVDF/PVC doped with graphene
nanoparticles, Results Phys., 2017, 7, 636-640.

37 A. Razzazan, F. Atyabi, B. Kazemi and R. Dinarvand, In vivo
drug delivery of gemcitabine with PEGylated single-walled
carbon nanotubes, Mater. Sci. Eng. C, 2016, 62, 614.

23566 | RSC Adv., 2018, 8, 2355523566

View Article Online

Paper

38 X. Zhang, K. Wu, M. He, Z. Ye, S. Tang and Z. Jiang, Facile
synthesis and characterization of reduced graphene oxide/
copper composites using freeze-drying and spark plasma
sintering, Mater. Lett., 2016, 166, 67-70.

39 M. Naebe, J. Wang, A. Amini, H. Khayyam, N. Hameed,
L. H. Li, Y. Chen and B. Fox, Mechanical Property and
Structure of Covalent Functionalised Graphene/Epoxy
Nanocomposites, Sci. Rep., 2014, 4, 4375.

40 K. L. Aly and M. A. Hussein, Synthesis, Characterization and
Corrosion Inhibitive Properties of New Thiazole Based
Polyamides Containing Diarylidenecyclohexanone Moiety,
Chin. J. Polym. Sci., 2015, 33, 1-13.

41 M. A. Hussein, Eco-Friendly Polythiophene(keto-amine)s
Based on Cyclopentanone Moiety for Environmental
Remediation, J. Polym. Environ., 2018, 26, 1194-1205.

42 A. Tager, Physical Chemistry of Polymers, Mir, Moscow, 1972.

43 E. Sancaktar and L. Bai, Electrically Conductive Epoxy
Adhesives, Polymers, 2011, 3, 427-466.

44 C. Micaela, C. Alessandro, S. M. Imran, ]J. P. Vitthal and
T. Alberto, Electrical conductivity phenomena in an epoxy
resin—carbon-based materials composite, Composites, Part
A, 2014, 61, 108-114.

45 W. Zhang, R. S. Blackburn and A. Dehghani-Sanij, Electrical
conductivity = of epoxy resin-carbon  black-silica
nanocomposites: Effect of silica concentration and analysis
of polymer curing reaction by FTIR, Scr. Mater., 2007, 57,
949-952.

46 Y.-J. Wan, W.-H. Yang, S.-H. Yu, R. Sun, C.-P. Wong and
W.-H. Liao, Covalent polymer functionalization of
graphene for improved dielectric properties and thermal
stability of epoxy composites, Compos. Sci. Technol., 2016,
122, 27-35.

47 Y.-J. Wan, L.-C. Tang, L.-X. Gong, D. Yan, Y.-B. Li, L.-B. Wu,
J.-X. Jiang and G.-Q. Lai, Grafting of epoxy chains onto
graphene oxide for epoxy composites with improved
mechanical and thermal properties, Carbon, 2014, 69, 467-
480.

48 Y. Liu, J. Wang, L. Liu, F. Wang, Y. Li and F. Wang, Study of
the failure mechanism of an epoxy coating system under
high hydrostatic pressure, Corros. Sci., 2013, 74, 59-70.

49 M. Behzadnasab, S. M. Mirabedini, K. Kabiri and S. Jamali,
Corrosion performance of epoxy coatings containing silane
treated ZrO, nanoparticles on mild steel in 3.5% NaCl
solution, Corros. Sci., 2011, 53, 89-98.

50 M. Niknahad, S. Moradian and S. M. Mirabedini, The
adhesion properties and corrosion performance of
differently pretreated epoxy coatings on an aluminum
alloys, Corros. Sci., 2010, 52, 1348-57.

This journal is © The Royal Society of Chemistry 2018


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c8ra03109f

	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance
	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance
	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance
	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance
	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance
	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance
	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance
	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance
	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance

	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance
	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance
	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance

	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance
	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance
	Fabrication of EPYR/GNP/MWCNT carbon-based composite materials for promoted epoxy coating performance


