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Tin oxide/MWCNTs hybrid nanocomposites were synthesized via the malic
acid-assisted modified sol–gel method. Effect of the concentration variation of
both MWCNTs and tin oxide on the hybrid nanostructure, morphology,
thermal and optical properties was studied using spectroscopic and analytical
tools including: thermal gravimetric analyses (TGA), x-ray diffraction (XRD),
scanning electron microscope (SEM), transition electron microscope (TEM),
and ultraviolet–visible (UV–Vis) spectroscopy. Thermal gravimetric analyses
of the hybrid nanocomposites showed a mode of stability up � 375�C, after
this temperature the sample is subjected to decomposition of the MWCNTs.
XRD patterns of the pristine tin oxide sample showed the presence of char-
acteristic peaks related to two crystalline phases of tin oxide (rutile SnO2 and
orthorhombic SnO), while the hybrid CSn10 (synthesized via 10% weight
substitution of MWCNTs by tin oxide) and SnC10 (synthesized via 10% weight
substitution of tin oxide by MWCNTs) nanocomposites showed a clear de-
crease in the crystallinity as a proof for dispersing of tin oxide nanoparticles
within the hollow cavity of MWCNTs, which was further confirmed by SEM
and TEM images. Furthermore, a complete absence of the characteristic peak
of orthorhombic SnO was observed in the CSn10 sample. Optical and electrical
properties of the hybrid nanocomposites-chitosan thin films were investigated
before and after exposing to UV radiation for 1 h. The UV–Vis spectra showed
a blue shift upon introducing MWCNTs into the oxide matrix while prolonged
exposure to UV-radiation markedly affected the absorption and the band gaps
of all nanocomposites. Investigation of the electric properties interestingly
showed remarkable electrical conductivity enhancements upon introducing
either MWCNTs or tin oxide in the matrix of each other. Introducing 10%
MWCNTs into the tin oxide structure (SnC10) was accompanied by 76-fold
increase in the electric conductivity; while incorporating 10% of tin oxide
(CSn10) was accompanied by 110-fold increase in the electric conductivity of
MWCNTs at 100 Hz frequency. Furthermore, the effect of prolonged UV-ra-
diation on the electric properties of the synthesized hybrid nanocomposites
was also reported.
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INTRODUCTION

In the last two decades, carbon nanotubes (CNTs)
have established a revolutionary change in scientific
research and have opened up a broad range of
possible research and functional applications due to
their superior behaviors and interesting properties
over other materials.1–3 Carbon nanotubes appear
to be the most promising because of their unique
chemical, physical and electrical properties. The
high electrical conductivity and mechanical
strength as well as the chemical inertness and the
large aspect ratio are vital traits of MWCNTs that
provide a great improvement in electrical properties
such as: threshold field, turn-on field, and emission
current stability.4 The quantum confining of elec-
trons due to the nanotubes size endows this unique
class of materials exceptional electronic properties
and sets them as perfect candidates for electronic
applications. For instance, CNTs have been testified
as outstanding field emitters at low working volt-
ages.5 Surface modification of CNTs can lead to
looked-for changes in the electrical character of
CNTs. These modifications could be achieved via
decorating with metal and metal oxides which
causes anticipated-improvement in the electrical
conductivity and, consequently, enhancement of the
field emission and the whole of the electrical
properties.6,7

Multi-walled CNT/metal oxide (MWCNTs/MO)
hybrid nanocomposites represent a new class of
compounds with fascinating properties that not only
merge the characteristics of carbon nanotubes and
metal oxides but also grasp novel rewards triggered
by metal oxide–carbon nanotubes interactions.6,8

Furthermore, the harmonious combination of the
materials could provide effective solutions for some
drawbacks that hinder successful practical use of
each of them separately. For example, the agglom-
eration of nanosized metal oxide represents a major
challenge as a direct result to unsatisfied valence on
the immobilized metal atoms that leads to atom–
atom dangling bonds. Dispersion of nanosized metal
oxide particles on functionalized carbon nanotubes
prevents the problem of agglomeration. In addition,
CNTs can perform as carrier and play a crucial role
in stabilization and maintaining their integrity for
these nanoparticles. Consequently, these hybrid
nanocomposites draw much attention in multifunc-
tional applications such as: environment remedia-
tion, optics, electronic, and mechanics compared
with the isolated nanoparticles.9–12 They can act as
effective sorbents to tackle environmental pollution
due to their chemically inertness and high surface
area that provide more effective adsorption sites
that are perfect for physical adsorption.13 Moreover,
they have been widely used to support and enhance
the catalytic activity of metal oxides.12

Tin dioxide is considered one of the most recog-
nized n-type semiconductors. Its remarkable carrier
concentration (up to 6 9 1020 cm�3) as well as the

wide bandgap (about 3.6 eV) are important charac-
teristics for various applications such as: gas sen-
sors,14 solar cells,15 lithium ion batteries,16 and
cathode emitters of the FE device.17 Hybrid
MWCNTs/SnO2 nanocomposites could show inno-
vative electronic properties different from those of
the separate components. This prediction relies
basically on the finite Schottky barrier between
MWCNTs and SnO2 and the fact that the work
function of both of them is nearly equal.18 This
sustains the nanocomposite’s unique electrical prop-
erties as the electrons could travel easily through
the SnO2 grains to carbon nanotubes and then
promote efficient conductivity in their nanocompos-
ites. Several techniques have been used to synthe-
size hybrid MO/MWCNTs nanostructures, such as
electro deposition, hydrothermal treatment with
supercritical solvents, plasma treated and atomic
layer deposition (ALD), and chemical deposition
(CVD) under oxygen-free environments11,19–21 as
well as physical deposition using electron beam
deposition, laser ablation, sputtering and thermal
evaporation.2,22–24 However, these techniques incor-
porate expensive and time consuming procedures.
Most of these drawbacks could be overcome using
the sol-gel method.25,26 It is simple, economic, time
saving and can be achieved at lower temperature
and with no pressure and no need for expensive
equipment. In this work, SnOx/MWCNTs hybrid
nanocomposites were synthesized via a malic acid-
assisted modified sol–gel method. Effect of the
mutual MWCNTs/SnO2 substitution on the hybrid
nanostructure, morphology, thermal and optical
properties as well as their electric properties were
also investigated using spectroscopic and analytical
techniques. Furthermore, the effect of prolonged UV
radiation on the electric properties of the synthe-
sized hybrid nanocomposites was also reported.

EXPERIMENTAL

Functionalization of MWCNTs

The raw MWCNTs employed in this work were
supplied by Sigma Aldrich. To make the carbon
nanotubes amenable to aqueous processing, firstly,
purification of carbon nanotubes was performed
with hydrochloric acid (HCl) to remove impurities
from structure. Afterward, MWCNTs were func-
tionalized by suspension of 5 gm of MWCNTs in
350 mL acid mixture of HNO3 (65%): H2SO4 (98%)
(1:3 v/v) then refluxed for 12 h, then filtered from
acid solutions and washed with deionized water
several times until neutral pH, and then dried in an
oven at 80�C.27

Preparation of SnO2

SnCl2Æ2H2O was used as a precursor for prepara-
tion of SnO2 by the sol–gel method after removing
chloride ions. It is well known that the residual
chlorine ions are very difficult to rinse out.28 For
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this purpose, firstly, 8.0 mmol SnCl2Æ2H2O was
dissolved in deionized water then, a stoichiometric
ratio of NH3 (25%) solution was added. After the
precipitation of tin as hydroxide, the solid was
filtered and washed with doubly distilled water and
diluted NH3 solution until negative AgNO3 test for
chloride was attained; the final precipitate was used
as the tin precursor. The final precipitate was
dissolved in a solution of 8.0 mmol of malic acid,
then 5 ml of ethylene glycol added to the solution in
order to form a complex with the tin cation. The
carboxylic acid acts as a fuel during the formation
process of metal oxide powders, decomposes the
homogenous precipitate of metal complexes at low
temperature, and yields the free impurity samples.
The stirring was continued for 1 h at 80�C. Ammo-
nia solution was then added drop-by-drop to these
solutions with constant stirring. Addition of the
diluted basic solution (typically NH4OH) speeds up
the hydrolysis process. The acidity of the sol is
neutralized slowly to pH 7, which stimulates the
gelatin process. At this stage a mechanically unsta-
ble ‘‘wet’’ gel is formed. The prepared solution was
then evaporated at 70–80�C with magnetic stirring
for about 6 h until a transparent xerogel was
obtained. The resulting xerogel precursor was
decomposed at 500�C for 6 h in air to eliminate
the organic substances, and naturally cooled to
room temperature by turning the furnace off. The
decomposed powders were slightly ground using a
mortar and naturally cooled to room temperature.

Preparation of SnOx-MWCNTs
Nanocomposites

MWCNTs/MO composites can be prepared by
various methods, here, the focus was on a wet
chemistry method where the MWCNTs act as
nucleation sites for the tin oxide. A 10-gram ratio
of SnO2: MWCNTs: was used to prepare
SnO2@MWCNTs nanocomposites. (0.15 g, 1 mmol)
of tin hydroxide in glacial acetic acid was added
drop-wise to a continuously stirred aqueous solution
of (0.13 g, 1 mmol) malic acid and 5 ml ethylene
glycol. Then, 1.5 g of acid functionalized MWCNTs
was added to the solution that was left under
stirring for 1 h. After that, ammonia solution 25%
was slowly added to this solution with keeping a
constant stirring. The acidity of the sol was neu-
tralized slowly to pH 7. The prepared solution was
then evaporated at 70–80�C with magnetic stirring
for about 6 h until a xerogel was obtained. The
resulting xerogel precursor was decomposed at
375�C for 6 h in air to eliminate the organic
substances, and naturally cooled to room tempera-
ture by turning the furnace off. The decomposed
powders were slightly ground using a mortar and
naturally cooled to room temperature. This sample
was coded CSn10. The same procedures were fol-
lowed to synthesize MWCNTs@SnO2 nanocomposite

with 1 MWCNT: 10 SnO2 gram ratio and coded
SnC10.

CHARACTERIZATION

Characterization of the nanocomposites samples
was done using the thermogravimetric analysis that
was conducted using a Perkin-Elmer Delta series
(TGA7) thermosanalyzer. X-ray diffraction (XRD)
with a Bruker D8 Advance diffractometer was done
using Cu monochromatized Cu Ka radiation of a
Bruker 8 advance diffractometer. The average crys-
tallite size (D) of the nanocomposites was calculated
from the half height line broadening by applying the
Scherrer formula.29 SEM-Energy Dispersive x-ray
spectroscope (EDX) measurements were recorded
on a scanning electron microscope (FESEM, FEI
Nova-Nano SEM-600, the Netherlands). Transmis-
sion electron microscopy (TEM) images were
obtained by using a JEM-2100 transmission elec-
tron microscope (Japan Electron Optics Laboratory
Co. Ltd., Tokyo, Japan) operating with an acceler-
ating voltage of 100 kV. Optical measurements were
recorded on the UV lamp (254 nm). Electrical
measurements were obtained using a HIOKI Japan
3532-50 LCR HI TESTER.

Dielectric Measurements

An appropriate amount of (functionalized
MWCNTs; SnOx; SnC10 and CSn10 samples) was
dissolved in CS solution at 70–80�C for 1 h and
ultrasonicated for 1 h. Finally, the mixture was
poured into Petri dishes, followed by solvent evap-
oration at room temperature to form the films.
Electrical measurements were performed in the
frequency range from 102 Hz to 106 Hz, by using a
HIOKI Japan 3532-50 LCR HI TESTER. The
dielectric constant was calculated at each frequency
by the formula e0 ¼ Cd

eoA
; wheree0 is the relative

permittivity or dielectric constant, C and d are the
capacitance and thickness of nanocomposites films,
eo is the dielectric constant of vacuum (8.85 9 10�12

F/m) and A is the area of the electrode. The
dielectric loss (e¢¢) is calculated from the relation:
e00 ¼ e0 �D; where D is the dielectric loss tangent or
the dissipation factor is measured by a LCR meter
at different frequencies. The ac electrical conduc-
tivity of nanocomposites films was calculated
according to the equation rac = L/RA, where R is
the electrical resistance, L is the thickness of
nanocomposites films and A is the area of the
electrode.

RESULTS AND DISCUSSION

Thermal Gravimetric Analysis (TGA)

It was reported that MWCNTs materials are
subject to decomposition by heat treating around
550�C.30–32 TGA was carried out in order to choose
the right heat-treated temperature for formation
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the metal oxides as well as the MWCNTs/MO
nanocomposites. TGA curve of SnC10 and CSn10
nanocomposites conducted in air is shown in Fig. 1.
The weight loss around 125�C is due to the physio-
adsorbed water. Both patterns show weight loss in a
range of 200–400�C due to loss of organic matter
(malic acid and ethylene glycol) as well as partial
oxidation of MWCNTs. In contrast to the SnC10, a
massive weight loss of nearly 25% was observed for
CSn10 in the range of 400–686�C, which can be
rendered to oxidation of the remaining amorphous
carbon and decomposition of the remaining organic
carboxylic acid matter.33 The thermogram fig-
ures show mode of stability up � 375�C, after this
temperature the sample is subjected to decomposi-
tion of the MWCNTs. This observation is further
supported by changing of the color of the sample
from dark black to pale whitish grey. Under
isothermal conditions, the walls of MWCNTs
started to deteriorate and form bundles at 400�C
in air; it was reported by Bom et al. that oxidation of
raw MWCNTs starting at 420�C and finished at
630�C while Mahajan et al. demonstrated that
oxidation of graphitized MWCNTs took place
between 650�C and 870�C.34,35 The temperatures
at which MWCNTs are burnt in our samples are in
fact lower than that of pristine MWCNTs reported
in the literature.30,31 These findings can be
explained by the oxidation ability of the tin oxide
component, which helps in removing the carbon
content at lower temperatures.36

X-Ray Diffraction Analysis (XRD)

The obtained products were characterized by
XRD in order to confirm the formation metal oxide
nanoparticles on MWCNTs as shown in Fig. 2. The
diffraction pattern of the pristine-free MWCNT
sample shows characteristic peaks at 2h = 26.04�,
43.15�, 51.81� indexed to the (002), (100) and (004)

planes (JCPDS no. 41- 1487),37 respectively. The
pristine tin oxide sample showed well diffraction
peaks indexed to the tetragonal rutile structure of
SnO2. The well-defined broad reflections observed in
the XRD pattern at 2h = 26.51�, 33.67�, 37.92�,
51.70�, 54.83�, 57.8�, 61.88�, 64.93�, 66.04�, and
78.63� corresponded well to (110), (101), (200), (211),
(200), (002), (130), (112), (301) and (202) planes,
respectively, which are in good agreement with the
previously reported,38 and match well with Entry #
96-100-0063, COD-1000062 confirming the forma-
tion of a polycrystalline SnO2. The estimated values
of the lattice constants and unit cell volume (V) were
obtained from Rietveld refinement analysis using
FULLPROF software27 and were found to be a =
b = 4.734 Å and c = 3.185 Å. The spectrum showed
an additional peak at 2h = 28.36 related to (112)
plane of orthorhombic SnO indicating its presence
in the sample COD ID 110-0021 96-110-0021.39The

Fig. 1. TGA thermograph of the hybrid nanocomposites (a) SnC10 and (b) CSn10.

Fig. 2. XRD of (a) functionalized MWCNTs; (b) SnOx; (c) SnC10 and
(d) CSn10 samples.
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Rietveld refinement pattern revealed a good fitting
between the experimental and the calculated pro-
files for the two phases of tin oxide Fig. 3. The phase
ratio of SnO2 and SnO was found to be 70.1: 29.9.
The average crystallite size of the synthesized
nanostructures was calculated by measuring the
full-width at the half-maximum (FWHM) of the
most intense four peaks using diffraction peaks and
using the Debye–Scherrer equation ,and it was
found to be 30.1 nm, 6.6 nm and 4.5 nm for pristine
SnOx, SnC10 and CSn10, respectively (Fig. 4).

The diffraction pattern of SnC10 nanocomposite
showed a decrease in the intensity of the main
characteristic peaks of SnOx; the reason for this
observation is that these peaks are overlapped by
the diffraction peaks of MWCNTs inserted in the
sample.40 For instance, the main peak of MWCNTs
at 26.06� masked the main peaks at 26.04 of tin
oxide since their positions are so close. The decrease
in the crystalline extent of tin oxide in the SnC10
than the crystalline extent of the pristine oxide is a
good proof for good dispersing of some of the metal
oxide nanoparticles within the hollow cavity of
MWCNTs which results in shielding of the peaks
of metal oxides by MWCNTs. These findings are
further supported by the scanning and the transi-
tion electron microscope images (Figs. 5, 7). Also, a
noticeable shift to a lower 2h angle in the (112)
plane was observed in the SnC10 sample (Fig. 2).
These shifts could be assigned to possible substitu-
tion of some Sn atoms with MWCNTs particles with
a size higher than the ionic radius of Sn4+ and Sn+2

as a result of the insertion of MWCNTS into the
SnOx lattice.41,42 In the CSn10 pattern, the
MWCNTs diffraction peaks became more prominent
as a result of the higher content of MWCNTs. This is
accompanied by more broadening and disappear-
ance of the SnO2 main diffraction peaks in addition
to the absence of the characteristic peak of
orthorhombic SnO.

SEM–EDX

Scanning electron microscopy (SEM) images of
the synthesized pure as well as the tin oxide/
MWCNTs hybrid nanocomposites are presented in
Fig. 5. A typical morphology of functionalized
MWCNTs with diameters oscillated between 15–
20 nm and lengths ranged between 3 and 6 lm. It
can be observed that the functionalized-MWCNTs
have a random orientation after acid treatment.
This tangled orientation could be related to the
attached carboxylic groups onto the surface of
MWCNTs and an indicative of defects in their
structure. The morphology of the pure tin oxide
nanoparticles (Fig. 5b) adopts a spherical shape
with a nearly uniform nano-size. It was observed
also the particles are agglomerated. This

Fig. 4. Enlarged pattern for the main peak (211) of the orthorhombic
phase of SnO sample prepared by calcination at 500�C.

Fig. 5. SEM images of (a) functionalized MWCNTs; (b) SnOx; (c)
SnC10 and (d) CSn10 samples.

Fig. 3. Rietveld refinement of SnOx pattern using full proof software.
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agglomeration is related to nanosize of the particles
and consistent with particle size estimated from
XRD patterns (Fig. 2); as the particle size decreases
and go towards the nanoscale, the agglomeration of
particles increases. The morphology of CSn10 and
SnC10 (Fig. 5c, d) reveals that many nanoparticles
are effectively anchored on the sidewall of the
MWCNTs both in the two nanocomposites. Energy
dispersive x-ray spectroscope (EDX) measurement
was used for elemental identification and quantita-
tive composition of samples. Figure 6a represents
the EDX of the oxidized MWCNTs, and shows the
presence of oxygen in the sample in addition to the
carbon element, which suggests successful acid
oxidation of the MWCNTs surface and the presence
of oxygen-containing groups such as carboxyl (-
COOH) and hydroxyl (-OH) that could be used as
subsidiary sites for addition reaction or further
functionalization. Figure 6b shows EDX analysis of
the CSn10 nanocomposite was performed and indi-
cated the atomic content of SnOx in the sample. It
can be concluded that the composite consists of
SnOx particles and MWCNTs to form a hybrid
nanocomposite. Taken together SEM, TEM and

EDX data clearly point toward a good distribution
of Sn, O and C. EDX data indicates that the
amounts of Sn and O are highly smaller than C in
the SnC10 sample, while the carbon element is
prominent in the CSn10, which is closely related to
the atomic percentage ratio used in the preparation
procedures (Fig. 7).

TEM

To further study the structure of composites,
transmission electron microscopy (TEM) was done
to examine the present state and the nanostruc-
tures of the synthesized nanocomposites. The
observed average width of MWCNT was about
15 nm while the lengths extended to several
microns. It is found also that SnOx nanoparticles
are homogeneously dispersed on the surface of
MWCNTs on both of two composite samples
(CSn10, SnC10) with an average particle size
ranging between 4–5 nm and 3–4.5 nm, respec-
tively. The small discrepancy in crystallite size
(calculated from XRD) and the particle size could be
related to the formation of an amorphous layer on
the nanocrystals which is commonly observed in
nanoparticle systems.41,43 It was also observed that
the SnOx particles are not only formed on the
surface but also nucleated and have growth within
the MWCNTs that still preserve their tube shape,
and this could be a reason for the apparent small
particle size. MWCNTs/SnOx bondings can be
formed naturally through some physicochemical
interactions such as Van der Waals forces, H
bonding and other bonds. For example, the OH
group on the metal oxide/hydroxide polymeric net-
work may possibly react with the OH and COOH
groups on the functionalized MWCNTs and, thus,
the bonding through C-O-Sn or O=C-O-Sn might
form through the dehydration reaction that hap-
pens among the groups on the two materials. The
absorbed SnOx on the MWCNTs would grow up and
enclose the MWCNTs during the heat-treatment,
which indicated that SnOx had infiltrated into the
MWCNT and filled the interior. The nucleation is
promoted by heterogeneous nucleation and also
contributed by the defect on the MWCNTs surfaces
caused by functionalization with the HNO3 (65%)
and H2SO4 (98%) (1:3 v/v) acid mixture.

Optical Properties

The UV–Vis absorption spectra of the synthesized
pure- and hybrid-nanocomposites-chitosan (CS)
thin films before and after exposure to UV radiation
for 1 h are shown in Fig. 8. The measurements of
absorption spectra were carried out at room tem-
perature and wavelength ranging from 200 nm to
800 nm. It is observed that all samples exhibit two
characteristic peaks in (230–240) and (301–305) nm
characteristic of multi-walled CNTs and chitosan,
respectively.44 Whereas, the MWCNTs/CS
nanocomposites showed an additional absorption

Fig. 6. EDX of (a) functionalized MWCNTs, (b)SnC10 and (c)CSn10
samples.
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peak at 452 nm. It was noticed that both MWCNTs/
CS nanocomposite and SnOx/CS nanocomposite
demonstrate an opposite response upon prolonged
exposure to UV-radiation. As can be seen, the
spectra revealed a decrease in the absorbance
intensity with increasing the exposure time in
MWCNTs/CS nanocomposite, while an increase in
the absorbance intensity was observed in SnO2/CS

nanocomposite. Also, a prolonged exposure of the
hybrid nanocomposites to UV radiation displays
interesting variation response in both SnC10 and
CSn10 samples. For SnC10, a decreasing in the
absorption intensity was observed up to . 550 nm.
On the other hand, the CSn10 sample showed an
apparent decline in the absorption intensity in the
(200–350 nm) range whereas a pronounced

Fig. 7. TEM images of (a) SnC10 and (b) CSn10 hybrid nanocomposites.

Fig. 8. UV-Vis spectrum of chitosan thin films with (a) functionalized MWCNTs; (b) SnOx; (c) CSn10 and (d) SnC10; before (I) and after 1-h (II)
exposure to UV radiation.
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enhancement in the absorption was perceived in the
(350–600 nm) range. A significant red shift accom-
panied by the appearance of new absorbance peaks
at 350 nm and 370 nm was observed which could be
related to the MWCNTs higher content in this
sample. These findings are supported by Savage and
Grujicic who demonstrated that the carbon nan-
otubes exhibit photo-induced oxidation of the nan-
otubes when exposed simultaneously to UV light
and oxygen.45,46 A blue shift was also noticed upon
introducing MWCNTs into the oxide matrix. This
shift could be due to interaction of MWCNTs with
the tin oxide as well as redistribution of polar and
localized state density within the band gap of the
metal oxides due to the impact of MWCNTs.47 The
measurement of the band gap of materials is
important in the semiconductor, nanomaterial and
solar industries. The optical band gap of the sam-
ples is determined from the absorption spectra near

the absorption edges using the equation: Eg eVð Þ ¼
hc=k; where h is Planck’s constant (6.626*10�34 Js);
C velocity of light (3*108 m/s); and k is the wave-
length (m). The optical band gap values of the
samples before and after exposing to UV–Vis radi-
ation are listed in Table I. It can be noticed that the
value of band gap for MWCNTs/CS nanocomposite
is lower than that of its nanocomposites with metal
oxide as well as the pristine metal oxide (tin oxide
of � 3.30 eV).48,49 The band gap values indicate a
decline by increasing the MWCNTs content in
nanocomposites that can be assigned to the inter-
action of MWCNTs with the metal oxides bands,
which creates sub-band states in the metal oxide
band gap accompanied by a narrowing of the band
gap.50 Moreover, upon introducing MWCNTs, the
degree of amorphous nature in the nanocomposites
increased as asserted from the XRD pattern (Fig. 2).
Due to the structural disorder in these amorphous
materials, a dense localized state can exist between
valence and conduction bands (Urbach energy or the
Urbach tail). It was reported that the Urbach
energy increases with the MWCNTs, which results
in a rise of localized state formation through the
metal oxide bands and leads to a decrease in the
band gap energies.51 Also, we can notice that, Eg
values of the synthesized hybrid nanocomposites
SnC10 and CSn10 decrease upon exposure to UV-
radiation. This can be attributed to the structural
sensitivity of these materials to UV-radiation. Upon

exposure to UV-radiation, electron–hole pairs could
be generated and spatially separated in SnOx/
MWCNTs matrix-structure which consequently
plays a role in the diminishing of the band gap
values.52

Electrical Properties

Figure 9 shows the dielectric constant as a func-
tion of frequency at room temperature for the pure
and the hybrid nanocomposites samples. It is clearly
observed that the e¢ values for the nanocomposites
monotonously declines with increasing the fre-
quency up to 104 Hz, while e¢ values at higher
frequencies endure nearly a constant value. One
reason for this is that the escalation of frequency
was accompanied by a diminution in polarization till
reaching a constant value. Generally, in the low
frequency range, the long polarization time as well
as the space charge polarization has a significant
role in the composites due to the existence of various
types of polarization mechanisms like electronic,
ionic, orientation and space-charge polarization.53

This leads to large values of dielectric constant at
low frequencies. The implementation of an electric
field results in moving of the space charges and
creation of dipole moments, which is called space-
charge polarization. Furthermore, the applied field
leads to rotation of these dipole moments and
resulting in polarization rotation that contributes
in these high dielectric values .54 Above a specific
frequency, the hopping between different metal ions
and charges are not able to follow the alternating
field. At this point the charge carriers start to move
and the dielectric constant declines to a small value
before the field reversal occurs.55 A great difference
in the dielectric constant values of the synthesized
was detected in the low frequency range 102–104 Hz
among all the samples. At 100 Hz, the dielectric
constant of SnC10 nanocomposite recorded 89.13,
which is about 115 times greater than SnOx
(e¢ = 0.77), whereas incorporation of 10% tin oxide

Table I. The optical band gap values (Eg/ev of the
samples before and after exposure to UV radiation

Nanocomposites 0 h 1 h

MWCNTs/CS 0.92 1.236
SnO2/CS 3.10 2.80
SnC10 2.82 2.60
CSn10 2.75 2.20

Fig. 9. Dielectric constant of chitosan thin films of (a) functionalized
MWCNT; (b) SnOx; (c) SnC10 and (d) CSn10.
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in MWCNTs (CSn10) leads to a three fold increase
in the dielectric constant from 147.57 to 478.38. In
the low frequency range, the dielectric permittivity
is enormous and rises with increasing MWCNTs
concentration in the composites.56 On the other
hand, such differences in the dielectric constant
values vanish at higher frequency> 104 range, and
all samples showed small dielectric values, which
shows the capability of these materials to be used
for high frequency in such as photonic, ferroelectric
and electro-optic applications.

Figure 10 shows the frequency dependence of
conductivity for all the four samples at room
temperature. In the low frequency range up to
103 Hz, both pure SnO2 and CSn10 show slight
decreasing in log rac with increasing the frequency,
whereas MWCNTs and SnC10 presents slight
increases in the same range. On the contrary, at
high frequencies > 103 region, there is an abrupt
increase in the conductivity, and it is enormous at
high frequency, which could be attributed to the
occurrence of short range hopping conduction at the
surface of the hybrid nanocomposites.57 Either
incorporating of 10% of MWCNTs in the tin oxide
matrix or incorporating 10% tin oxide in the
MWCNTs have a great effect on enhancement of
the electrical property of both tin oxide and
MWCNTs. Compared with the undoped SnO2

nanoparticles, the conductivity of SnOx doped with
10% wt carbon nanotubes (SnC10) increased by a
factor of about 76 times; on the other hand, the
CSn10 demonstrated a significant enhancement in
the electric conductivity of MWCNTs by 110 times.
One possible explanation for such higher electric
conductivity in the SnO2/MWCNTs hybrid
nanocomposites could be related to the very low
Schottky barrier between SnO2 grains and
MWCNTs, so electrons can easily travel between
them. In addition, electrons conduct in the
MWCNTs with a low resistance. Furthermore, the

high aspect ratio structure and good conductivity of
MWCNT-COOHs make them act as electrons-
bridges linking SnOx nanoparticles together. The
numerous p-orbits of MWCNT-COOHs also can act
as acceptor levers to improve the conductivity of
SnO2.

58

The UV exposure also has a great effect on the
electrical properties of the synthesized MWCNTS/
SnO2 nanocomposites. Figure 11 shows the varia-
tion in the electric conductivity of the samples in
before and after 1 h of UV illumination. It was
observed that both SnC10 and CSn10 adopt a
reverse response to the UV illumination regarding
the electric conductivity. The SnC10 sample (doped
with 10% MWCNTs) showed a marked enhance-
ment in electric conductivity, while the electric
conductivity with high MWCNTs content (CSn10)
recorded a marked decreased value. These findings
are very consistent with the values recorded for
pure MWCNTs and SnO2 upon 1 h UV exposure: in
the time that pure SnO2 showed an enhancement in
the electric conductivity by about ten times,
MWCNTS showed a decrease by about two thirds
of its electric conductivity. From these results, it can
be deduced that both SnC10 and CSn10 showed an
electric-UV response reliant greatly on their ele-
ment content. One possible explanation for such a
conductivity decrease in CSn10 suggests that, in a
rich oxygen environment, UV-light radiation can
prompt ozone formation, which induces a chemical
interaction between ozone and MWCNTs and grad-
ually destroying MWCNTs.59 On the other hand in
SnC10, upon UV-illumination with a higher energy
than the SnO2 bandgap, electron–hole pairs are
photo-generated and spatially separated in SnO2

matrix-structure and, as a result, release chemi-
sorbed oxygen by the photo-excited holes (O2

�

(ads) + h+ fi O2 (gas)). Subsequently, the generated
unpaired UV-excited electrons with enlarged life-
time cause such enhancement in photocurrent and
conductivity.52

Fig. 10. The relation between Log rac and log f of chitosan thin films
of (a) functionalized MWCNT, (b) SnOx, (c) SnC10 and (d) CSn10
nanocomposites.

Fig. 11. Variation of Log rac for functionalized MWCNTs; SnOx;
SnC10 and CSn10 samples at 0, 1 h exposure to UV.
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CONCLUSION

Modified sol–gel assisted synthesis was success-
fully employed in the synthesis of hybrid MWCNT/
SnOx. The structural, morphological and thermal
properties of the hybrid nanocomposites were char-
acterized by XRD, SEM–EDX, HRTEM, and TGA.
TGA analysis exhibited MWCNTs decomposition at
lower temperature than reported in the literature
(� 375�C). The lower decomposition temperature
was attributed to oxidation ability of the SnOx

component that assists in removing the carbon
content at lower temperatures. XRD patterns con-
firmed the structure composition of both pure and
the nanohybrid composites. The decrease of crys-
tallinity in diffraction patterns of SnC10 and CSn10
nanocomposites is related to overlapping diffraction
peaks of the carbon nanotubes and tin oxide and
indicated good dispersing of metal oxide nanoparti-
cles within the hollow cavity of MWCNTs, which
results in shielding of the peaks of metal oxides by
MWCNTs. These findings are further supported by
the images of both scanning electron microscope and
transition electron microscope images that showed
that the average width of MWCNTs was about
15 nm,and the lengths extended to several microns
while the SnOx nanoparticles are homogeneously
dispersed on the surface of CNTs in both of the two
hybrid nanocomposite samples (CSn10, SnC10)
with 5-nm average particle size. Prolonged exposure
of hybrid nanocomposites-chitosan thin film to UV-
radiation results in marked decreasing of the band
gap as well as the absorption intensity in the 200–
350 nm range indicating that the carbon nanotubes
exhibit photo-induced oxidation of the nanotubes
and structure sensitivity of these materials to UV
radiation. Among all samples, SnC10 samples
recorded the highest dielectric constant, which is
about six times greater than CSn10 at 100 Hz. The
introduction of either MWCNTs and SnOx enhanced
greatly the conductivity of each other. Compared
with the undoped SnO2 nanoparticles, the conduc-
tivity of SnOx doped with 10% wt carbon nanotubes
(SnC10) increased by a factor of 76 times, while
CSn10 recorded the highest conductivity value
(greater than MWCNTs by about 110 times) which
could be related to: (1) The very low Schottky
barrier between SnO2 grains and MWCNTs. (2)
Electrons conduct in the MWCNTs with low resis-
tance. (3) The high aspect ratio structure and good
conductivity of MWCNT-COOHs make them act as
a bridge for electrons linking SnO2 nanoparticles
together. (4) The numerous p orbits of MWCNT-
COOHs also can act as acceptor levers to improve
the conductivity. Upon UV-illumination, electric
conductivities of both SnC10 and CSn10 adopt a
reverse response to the UV illumination and corre-
spond to their element content. The electric conduc-
tivity decreasing in CSn10 could be related to that,
in a rich oxygen environment, UV-radiation can
prompt ozone formation, which induces a chemical

interaction between ozone and MWCNTs and grad-
ually destroying MWCNTs. On the other hand, UV-
illumination of SnC10 with a higher energy than
the tin oxide band gap leads to generation of
electron–hole pairs that are spatially separated in
SnO2 matrix-structure and subsequently cause such
enhancement in photocurrent and conductivity.
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