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Polyaniline-Zn/V,0s nanocomposites were prepared in the presence of toluene-4-sulfonic acid
monohydrate as an anionic surfactant via an in situ oxidation polymerization method. The structural
study of the nanocomposites was carried out using FTIR and XRD analysis, and their surface morphology
was characterized through SEM analysis. The BET surface area of a 3 wt% nanocomposite was 386 m?
g~%, which is higher compared to that of PANI. The Kelvin two probe method was used to study DC
conductivity, and it was found that the conductivity increases with increasing temperature. Among all the
PANI nanocomposites, 3 wt% PANI-Zn/V,0Os shows a high conductivity of 13.8 S cm™™. Cyclic
voltammetry results show the characteristic oxidation—-reduction peaks at 0.93 V and 0.24 V for
polyaniline and its nanocomposites, respectively. Hydrogen absorption studies were carried out using

volumetric sorption measurement technique. At room temperature, it was found that the hydrogen
Recelved 28tn June 2024 dsorpti ity of polyaniline fibres is about 4.5 wt%, and its absorpti ity | two-fold
Accepted 25th July 2024 adsorption capacity of polyaniline fibres is about 4.5 wt%, and its absorption capacity increases two-fo

upon increasing the temperature up to 60 °C. Conversely, the 3 wt% PANI-Zn/V,Os nanocomposite

DOI: 10.1039/d4ra047102 showed a high absorption capacity of 6.6 wt% compared with other compositions, which is may be due
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1. Introduction

The unique benefits of nanostructured polymer materials in
green hydrogen energy conversion and hydrogen storage tech-
nologies have been significantly improved. Various structures of
polyaniline can be prepared using different synthesis methods,
such as in situ oxidative polymerization, electrochemical, and
interfacial methods. B. Senthilkumar et al®' reported on
hydrogen adsorption on pure polyaniline of various structures.
They determined that the hydrogen adsorption capacities of
polyanilines with irregular granular, spherical and fibrous
structures are 1.56 wt%, 3.3 wt% and 5.3 wt%, respectively.
Hydrogen energy has become increasingly important in recent
years owing to its potential to replace fossil fuels. Hydrogen is
abundant in the universe and can be used to generate electricity
and power vehicles. It can be generated from renewable sources,
such as water streams and biomass, making it a clean and
sustainable energy source.”> Hydrogen is nontoxic, environ-
mentally friendly, efficient, cost-effective, and readily available,
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to the presence of nitrogen (N) molecules in polyaniline and its particular porous fiber architecture.

making it a possible alternative to fossil fuels. This makes
hydrogen a much better option for reducing air pollution than
fossil fuels, which release carbon dioxide and other pollutants
into the atmosphere.?

The storage medium needs to be reversible and able to hold
its energy even after being charged with hydrogen several times.
Making materials that can store and release gas at standard
pressure and temperature is therefore essential. Metal hydrides
and their complexes have been the material of choice for
hydrogen storage for most of the past 10 years. Metal hydrides,
particularly magnesium hydrides, can contain 6.5 H atoms per
cm?® compared to liquid hydrogen's density of only 4.2 H atoms
per cm®. This advantage makes it possible to maintain a safe
vessel while attaining significant hydrogen gravimetric
absorption. Most of the materials in this class are metal hydride
complexes of lithium, aluminum, beryllium, magnesium, and
sodium because of their low atomic weight. Hydrogen atoms
dissociate on the metal surface, absorb into the substance, and
then form chemical bonds within the lattice complex's inter-
stitial sites. The “bottleneck” of this material is the activation
energy required to break the interstitial bonds and liberate the
hydrogen atoms from the material.*

The importance of lightweight metal oxide nanomaterials,
which are directly related to a wide range of alternative tech-
nological solutions, is particularly crucial. There are difficult
technical problems in the use of hydrogen as petroleum energy
for automobiles via the development of efficient hydrogen
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storage systems.’” The adsorption of hydrogen on the vana-
dium pentoxide (010) surface is a selected reaction step in the
nucleophilic oxidation of hydrocarbons for V,05 cluster models,
as per the ab initio Hartree-Fock method. Three different
oxygen adsorption sites are considered: the vanadyl site, the
bridging oxygen site between two surface vanadyl groups (V>
Vv*"), and the bridging oxygen site between two surface vana-
dium centres. This suggests that for the vanadyl sites, hydrogen
binds to the surface oxygen with a fairly strong bond, leading to
the formation of stable surface groups that are bound to the
surface vanadium atoms.? The proton is localized and forms
a hydride bond with vanadium. The electrons are also localized,
creating V** and V*' paramagnetic centres. The exchange
interaction between these two paramagnetic species is the
origin of chemosorption. In contrast, hydrogen approaching the
bridging oxygen sites forms an even stronger surface O-H bond,
but that particular surface oxygen becomes mobile so that the
surface OH species can desorb with only a small or no activation
barrier, leaving behind an oxygen vacancy.>' Storing H, in
nanostructured polymer fibers by means of a physisorption
mechanism is an easy-to-control process that allows reversible
H, absorption and release, as well as quick adsorption/
desorption kinetics.**™*

The most fascinating materials are conducting polymers
because of their easy synthesis, environmental stability, low cost,
and tunable electrical properties. Owing to these properties, they
can be used in suitable technological applications, such as energy
storage, battery, super capacitor and sensor applications.”>*”
However, there are problems with the crystallinity of the poly-
aniline and mechanical robustness. To overcome these
constraints, many researchers have recently focused on creating
hybrid organic-inorganic nanocomposite systems consisting of
nanostructured metal oxides and conducting polymer fibers.'*>°
Here, we have prepared a polyaniline fiber shape at ice temper-
ature with the ability to modify its electrical and mechanical
properties to produce desired synergistic effects. PANI has also
been demonstrated to be a well-known material with prospective
applications in sensors, supercapacitors, corrosion, solar cells,
and light-emitting diode devices.”* Recently, one-dimensional
hybrid heterojunction-based nanocomposites have been investi-
gated for use in hydrogen storage applications, owing to their
high aspect ratios and high surface areas. Polyaniline can be
prepared in one-dimensional fiber nanostructures using soft
templates or template-less methods.**** The controlled modified
polyaniline surface enhances the physical and chemical absorp-
tions, owing to the rich structural modification chemistry,
anisotropic geometry of the nanofiber structures, high surface
area, smaller infiltration depth for marked molecules, and room-
temperature operation.>

Therefore, we have made an attempt to prepare polyaniline
nanofibers doped with porous Zn: V,05 nanocomposites with
different weight percentages. The prepared nanocomposites
were characterized by Fourier transform infrared (FTIR) spec-
troscopy and X-ray diffraction (XRD) pattern analysis, and their
surface morphologies were studied by employing scanning
electron microscopy (SEM). The DC conductivity was measured
using the Kelvin two-probe method, and the activation energy
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was calculated. A CH Instruments 660D electrochemical work
station was used for electrochemical impedance experiments,
and a picoamp (pA) booster was used to identify the current and
voltage. Volumetric isothermal analyses were carried out using
Hy-Energy PCTPro 2000 sorption equipment.

2. Materials and methods

All chemicals were used in analytical grade for the preparation
of Zn/V,05 nanoparticles and polyaniline. The following prod-
ucts were purchased from Sigma-Aldrich Pvt Ltd, India and
used exactly as is: toluene-4-sulfonic acid monohydrate (C,Hg-
03S-xH,0) with mol. wt. 172.20 and 98.6% purity; zinc acetate
anhydride (Zn(CH3;COO),-(H,0)) with 99% purity; vanadium
acetate (V(C,H30,)5) with 99.99% purity; orthophosphoric acid
(HsPO,) with 99.99% purity; hydrogen peroxide (H,O,) with
99.9% purity; hydrogen peroxide (H,0,) solution with mol. wt.
34.01, concentrated hydrochloric acid with mol. wt. 36.46;
ammonium persulfate ((NH4),S,0g) with 99.9% purity; and
acetone with 99.8% purity.

2.1 Synthesis of porous Zn/V,05 nanoparticles

Using a round-bottom flask, 4.5 g of zinc acetate anhydride
(zn(CH;3COO0), - (H,0)), 100 ml of ethanol, 100 ml of vanadium
acetate (V(C,H30,)5), and 200 ml of ethanol solvent were used to
dissolve 4.5 g of sodium hydroxide (NaOH) to create Zn/V,O5
nanoparticles using the sol-gel technique. First, we combined
the zinc acetate and vanadium acetate solutions in a 500 ml
beaker at an equimolar ratio, while constantly stirring for 20
minutes. Subsequently, a sodium hydroxide solution was
gradually added to the previously mentioned solution, and then
hydrogen peroxide (H,0,) was added while stirring continu-
ously at room temperature for three hours. The pH was main-
tained between 5.6 and 5.9. Less than 8.0% ethanol was used to
modify the pH, such that the white colloidal solution could
settle for five hours. After transferring the white colloidal solu-
tion into centrifuge tubes, the mixture was centrifuged for 15
minutes at 10 000 rpm. The liquid supernatant was disposed,
and the white residue was repeatedly cleaned with distilled
water. The residue was collected, dried for 60 minutes at 60 °C,
and then annealed in a temperature-controlled muffle furnace
for two hours at 450 °C. The annealed Zn/V,05 (ZVO) nano-
particle residue was then crushed into tiny particles for use in
the fabrication of nanocomposite materials.>*>*

2.2 Synthesis of the polyaniline nanofiber

0.1 M of aniline aqueous solution in 100 ml of distilled water
was mixed with 100 ml of 1 M HCI and 1 M toluene-4-sulfonic
acid monohydrate (PTSA) solution to form an aniline
hydrochloro-toluene-4-sulfonic acid solution. The mixture was
soaked in ice pores by submersion in an ice bath. Then, at ice
temperature, 0.25 M of 100 ml ammonium persulfate (APS) was
added gradually with constant stirring. Following the addition
of all of the APS, the reaction mixture was placed in a deep
freezer under ice temperature to react slowly for 48 hours
without stirring, resulting in the formation of a greenish-spongy

© 2024 The Author(s). Published by the Royal Society of Chemistry
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precipitate. After filtering the precipitate, it was repeatedly
washed with distilled water to get rid of any salt deposits, fol-
lowed by 0.1 M HCI to eliminate all of the unreacted monomers.
Then, the precipitate was washed with acetone to remove the
water from the nanocomposite, and dried under a dynamic
vacuum drier for 24 hours at 60 °C to achieve a constant
weight.>*3°

2.3 Synthesis of the polyaniline-Zn/V,05 nanocomposite
fibers

The preparation of the Zn/V,0s-doped polyaniline nano-
composites followed an identical procedure to that of the pol-
yaniline synthesis. The aniline hydrochloro-toluene-4-sulfonic
acid solution was combined with varying weight percentages (1,
2, 3, and 4 wt%) of Zn/V,05 nanoparticles during a 30 minute
stirring period in this synthesis procedure. Then, at ice
temperature, 0.25 M of 100 ml ammonium persulfate (APS) was
added slowly with continuous stirring. Then, the reaction
mixtures were put in the deep freezer at ice temperature and
allowed to react slowly for 48 hours without being agitated,
resulting in the formation of a greenish-spongy precipitate once
all of the APS was added. After filtering the precipitate and
repeatedly washing it with distilled water to eliminate any salt
build up, 0.1 M HCl was added to remove any remaining
unreacted monomers. After rinsing with acetone to eliminate
any remaining water from the nanocomposite, the precipitate
was dried under dynamic vacuum drier for 48 hours at 60 °C to
achieve a constant weight.**** Schematic diagram 1 shows how
the PANI-Zn/V,05 nanocomposite was prepared (Fig. 1).

Aniline + HCI Aniline + HCI1
+PTSA +PTSA
Stirring 15 min +7n/V,05

_—
© o ©

Filtered &
Dried @ 60°C

PANI-Zn/V,0s nanocomposite

Fig. 1 Schematic of the PANI-Zn/V,0s nanocomposite.
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3. Characterization

Polyaniline and PANI-Zn/V,0s nanocomposite were character-
ized via Fourier transform infrared (FTIR) spectra recorded on
a PerkinElmer spectrophotometer (model 1600) within the wave
number range of 400-4000 cm ™. After combining the produced
PANI samples with KBr in a 1:5 ratio to create a uniform
palette, the mixture was compressed using a hydraulic press to
create a plate with a diameter of 10 mm. The surface
morphologies of PANI and PANI-Zn/V,05 nanocomposites were
examined by scanning electron microscopy (SEM) with gold-
coated particles via sputtering. Electrochemical studies were
conducted using the CH Instruments 660D-electrochemical
workstation; the current and voltage were detected using
a picoamp booster. Three electrodes were used in the electro-
chemical investigations: a platinum counter electrode, a satu-
rated calomel electrode (SCE) as the reference electrode, and
polyaniline and its nanocomposite mixed with carbon black
and polyvinylidene fluoride in a 8:1:1 ratio in N-methyl-2-
pyrrolidone were used to prepare a uniform paste coated over
the nickel plate to create the working electrodes.

4. Results and discussion
4.1 Fourier transform infrared (FTIR) spectroscopy

Fourier transform infrared (FTIR) spectroscopy was used to
analyse the structural properties of the synthesised PANI and
PANI-Zn/V,05 nanocomposites, as shown in Fig. 2. The C-N and

C-S stretching vibrations are located at 602 cm ™' and 687 cm ™,

Stirring 30 min

—_
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Fig. 2 FTIR spectra of PANI, Zn/V,0s nanoparticles and 3 wt% of
PANI-ZVO nanocomposites.

respectively, for the PANI. The C-H bending vibrations are
found at 842 cm™', the para di-substituted ring stretching
vibrations at 842 cm™ ", the C-N in-plane stretching vibrations at
1113 em™ ", the C=N stretching band of the aromatic ring at
1301 c¢cm™ ', the benzenoid ring stretching vibrations at
1476 cm ', the quinoid ring vibrations at 1596 cm ™, and the
O-H stretching vibrations of water molecules.**** The Zn/V,05
nanoparticle-doped nanocomposites show a peak at 469 cm ™,
which corresponds to the Zn-O in-plane bending, 478 cm ™' is
due to the vibrational mode of Zn-V-O symmetrical twisted in-
plane bending, 1013 cm ™", which is related to the in-plane O-V
stretching vibration, and 3456 cm ™, which is related to the O-H
stretching mode of the hydroxyl group. The nanocomposites
exhibit a shift of the peaks due of the loss in mass and strong
chemical interaction between the nanoparticles and polyani-
line, generating a red shift in the spectra that indicates the
presence of Zn/V,0s in polyaniline nanocomposites.*®

4.2 X-rays diffraction study

X-ray diffraction (XRD) was used to analyse the structure of the
produced metal oxide and nanocomposites, as illustrated in
Fig. 3. Due to the semicrystalline nature, it was discovered that
the PANI exhibits the characteristic diffraction peak values at
the (121), (113), and (220) planes, which correlate to 25.4 A, 26.5
A, and 30.4 A, respectively (JCPDS no. 053-1890).%” The modified
sol-gel method was used to prepare the porous Zn/V,0s nano-
particles. The observed diffraction peaks were observed at the
(001), 9110), (101), (110), (111), (002), (102), (11), (380), and (212)
planes. These correspond to 26 values of 21.1 A, 25.4 A, 25.6 A,
36.8 A, 39.2 A, 45.1 A, 47.3 A, 69.8 A, 72.4 A, and 72.6 A, indi-
cating the orthorhombic a-phase with an interlayer spacing of
0.425 nm (JCPDS card no. 041-1426). The Debye Scherrer
equation, D = KA/@ cos 0, is used to calculate the crystallite size,
and the result is 32 nm. Here, D stands for the crystalline size of
the metal oxide nanoparticles, K is the Scherrer constant, A is
the wavelength of 1.54, and ( is the full width at half maximum
(FWHM) of the crystallographic peaks.®® Similar #kI peaks of the
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Fig. 3 XRD of PANI, Zn/V,0s nanoparticles and 3 wt% of PANI-ZVO
nanocomposites.

Zn/V,0s nanoparticles in polyaniline nanocomposites can be
observed at the (001), (100), (101), (002), (111), (2200, (102),
(112), (380) and (212) planes, corresponding to the same 26
values, which suggests the presence of the same crystal struc-
ture without distortion when doped in polyaniline. The
observed superposition of polyaniline semicrystalline peaks in 3
weight percent of PANI-Zn/V,05 nanocomposites suggests that
the cause might be the nanoparticles embedded in the polymer
matrix.

4.3 Scanning electron microscopy

Polyaniline and its nanocomposites were prepared by in situ
polymerization technique in the presence of an anionic
surfactant. The prepared PANI, Zn/V,0s5 and PANI-Zn/V,0s
nanocomposites were characterized via SEM to understand the
desirable manipulation of the surface morphology that would
be suitable for hydrogen application. Fig. 4(a) shows the pris-
tine polyaniline prepared in ice in the presence of toluene-4-
sulfonic acid monohydrate surfactant, which helps to form
the one-dimensional polyaniline (1D PANI) fibers.*® It was
observed that the prepared polyaniline is around 200 nm in
length, forming a well-ordered network among each other
without any agglomeration in the ice template. Nanocomposites

© 2024 The Author(s). Published by the Royal Society of Chemistry
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were prepared by doping porous Zn/V,0s nanoparticles
synthesized by sol-gel method. The metal oxide formed
a flower-like spherical and small fiber-like structure, and
exhibited very high porosity with the size of 23 nm, as shown in
Fig. 4(b). It was observed that the Zn/V,0s nanoparticles were
homogeneously distributed and completely embedded in the
polyaniline fibers. In 1 wt%, 2 wt% and 4 wt%, the cluster of
small broken fibers (Fig. 4(c), (d) and (f)) causes a low surface
area and less adsorption sites on the PANI nanocomposites
surface.?** However, it was observed that the 3 wt% of PANI-Zn/
V,05 nanocomposite shows the proper fiber form (Fig. 4(e)),
which is suitable for hydrogen adsorption application.

4.4 Surface studies

4.4.1 Nitrogen physisorption. The N, adsorption-desorp-
tion isotherm for (a) PANI and (b) porous Zn/V,0s nanoparticles
and 3 wt% of PANI-Zn/V,0s nanocomposite are shown in
Fig. 5(a) and (b). It was found that the curve is of type IV with
a hysteresis loop at high pressure, which is a basic characteristic

View Article Online
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property of mesoporous nanocomposites. The hysteresis loop at
the relative pressure (P/P,) range from 0.4 to 0.8 is indicative of
type H1, which is generally present for fiber or cylindrical
pores.* Conversely, at high pressure, a type H3 hysteresis loop
indicates the irregular slit-shaped pores. The nanocomposite
shows a mixture of pores that may be due to the presence of
surfactant toluene-4-sulfonic acid monohydrate (PTSA), which
induces the nucleation of monomers through ice pores in one
dimension that helps to form a polyaniline fiber network with
nanoparticles at the junction. For the nanocomposite, the N,
adsorption-desorption isotherms indicates a H1 hysteresis
loop, followed by a type H3 hysteresis, suggesting that Zn/V,05
retains its mesoporous nature even after incorporation in pol-
yaniline. However, some pore shrinkage is found in the distri-
bution of the pore size. The specific surface area of PANI, Zn/
V,05 and 3 wt% of PANI-Zn/V,05 nanocomposite are 62.53 m>
g ', 89 m® g ! and 386 m> g ', respectively. As the crystal size
increases, the surface area was found to be increased.** From
Fig. 6, it is evident that the doping of the Zn/V,05 nanoparticles
increases the porosity. This behaviour of the polyaniline

Fig. 4 SEM image of (a) PANI, (b) porous Zn/V,Os nanoparticles, and (c—f) 1 wt%, 2 wt%, 3 wt% and 4 wt% of PANI-Zn/V,0Os nanocomposites.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 5 Surface area analysis using Brunauer—Emmett—Teller (BET)
analysis: N, adsorption—desorption isotherm of (a) PANI, Zn/V,0s and
(b) 3 wt% of the PANI-Zn/V,05 nanocomposite.

nanocomposite can also be explained based on the concept of
nucleation and crystal development. In the case of the nano-
particles, the number of crystal defects decreases with an
increase in concentration. This may be due to the lower number
of atoms per unit area.*?

The Barrett-Joyner-Halenda (BJH) method is employed to
determine the distribution of pore size in the polyaniline
nanocomposite, as shown in Fig. 6. It is observed that the
average pore size of the PANI, Zn/V,05 and 3 wt% of PANI-Zn/
V,05 nanocomposite was found to be 1.93 nm, 3.86 nm and
1.89 nm, respectively.** It is important to note that the nano-
composites have a mesoporous structure after doping nano-
particles, and the pore diameter increases as the specific surface
area decreases. The mesoporous structure and abundant gaps
in the nanocomposite have advantages for achieving the desired
hydrogen storage capacity of the nanocomposite.**
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Fig. 6 BJH pore size & volume analysis-Brunauer—Emmett—Teller
(BET) of PANI, Zn/V,0s and 3 wt% of PANI-Zn/V,05 nanocomposite.

5. DC conductivity

The temperature-dependent DC conductivities of polyaniline
and PANI-Zn/V,05 nanocomposites fibers are shown in Fig. 7.
The results obtained from the temperature-dependent
conductivity of polyaniline and its nanocomposite fiber shows
the increase of conductivity with an increase in temperature
from 25 °C to 200 °C. This may be due to the linear enhance-
ment in the hopping of polarons and bipolarons from the
valence band to the conduction band.* The increase in DC
conductivity due to the increase in temperature because of the
reduction in activation energy (E,) is related to a shift in the
Fermi level of doped Zn/V,0s nanocomposites, as shown in
Table 1. The temperature reliance of the conductivity of the
PANI nanocomposites demonstrates a distinctive
conductor nature, and it can be articulated by the one-
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Fig. 7 DC conductivity of PANI and its nanocomposites.
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Table 1 Activation energy of the nanocomposites

Activation energy

Sl no Samples  Slope value (B)  Energy (/) (E.)ineV
1 PANI 0.42457 3529.291 —2.202
2 1 wt% 0.49131 4084.751 —2.549
3 2 wt% 0.56573 4703.229 —2.935
4 3 wt% 0.59763 4968.695 —3.101
5 4 wt% 0.47091 3896.186 —2.431

dimensional variable range hopping (1D-VRH) model predicted
by Mott and Davis, and is as follows;

T, 1/p
@)
where T, is the characteristic hopping temperature, p is the
exponential factor, and the pre-exponential factor ‘p,’ is because
of the lower temperature ‘T". According to Mott and Davis, the
significant change in the DC conductivity shows that the
conduction transpires largely in extended polymer chain
states.*” A smaller value of ¢, denotes a large variety of localised
states, and indicates that the conduction transpired via the
hopping of charge carriers from the valence bands to the
conduction bands. The values of ¢, in the polyaniline fibre
configuration are of the order of 13.8 S cm™* for 3 wt% of PANI-
Zn/V,0s nanocomposites, amplifying conduction due to the
hopping of charge carriers. This is because of the wide range of
localised states available within the nanocomposites. We may
infer from the results that the increase in the nanocomposite
conductivity is due to the hopping process.**** The conduction
mechanism can also be explained by the formation of polarons
and bipolarons. The transport characteristics of polyaniline
nanocomposites are significantly affected by the charge injec-
tion caused by polarons and bipolarons. Due to the strong
lattice interaction, these self-localized defects are linked to
various polyaniline backbone deformations and quantum states
that are located in the energy gap.*

Three stages of conductivity are visible in the polyaniline
nanocomposites’ conductivity as a function of temperature. The
first step's nearly constant temperature range of 25 to 100
degrees celsius could be caused by the polarons and bipolarons
not having enough energy to shift from one low energy state to
a higher one. In the second step, the mobility of the electron
charge system causes a progressive increase in conductivity
between 100 and 150 °C. In the third step, an exponential
increase in conductivity is observed between 150 and 200 °C.
This could be because of the usual behaviour of polyaniline
semiconductors, which is the hopping of polarons and bipo-
larons from the lower energy state to the excited state. The
highest conductivity of a 3 wt% of the polyaniline-Zn/V,05
nanocomposite is reported to be 13.8 S cm .55

p(T) = po exp

6. Cyclic voltammetry

A functioning electrode was created using a polyaniline-coated
polyester sheet. As a conducting substance, polyaniline and
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its nanocomposites were used, while polystyrene (PS) was used
as a coating material. Unaccompanied polyaniline cannot
generate a covering with adequate mechanical properties. As
a result, polystyrene was coated as a support material in the
fabrication of a covering comprising conductive polyaniline.
The coating solution is produced and deposition is performed
as follows. 1 g polyaniline and 1.27 g camphorsulfonic acid
(C10H16048) (CSA) were dissolved in 20 cm® of chloroform. After
that, 1.00 g of polystyrene was added to the solution. The
coating solution was created by magnetically swirling the
solution for 24 hours. A polyaniline and camphorsulfonic acid
chloroform solution was prepared, and a polystyrene solution
was added to it. A polymer coating solution was made from the
resultant solution. Using the aniline monomeric unit to calcu-
late polyaniline, camphorsulfonic acid and polyaniline is
combining to form a PANI-CSA salt in a 2 :1 molar ratio. The
polyaniline and CSA salt was readily soluble in chloroform at
this ratio. This blend was sufficiently conductive; thus, the
experiment's PANI:PS weight ratio was set at 1:1.>*°® The
electric double layer capacitance (EPLC) properties are shown
by the cyclic voltammetry (CV) curves of PANI and PANI-Zn/V,05
nanocomposite in Fig. 8, which have a rectangular shape. On
the other hand, the PANI CV curve displays the typical CV
feature of PANI, which is ascribed to the reduction-oxidation
peaks of 0.93 V and 0.24 V. The two peaks are assigned to
PANTI's redox conversion from a semiconducting to a conduct-
ing state and pernigraniline.®

7. Hydrogen sorption measurements
of the PANI nanofiber

Volumetric hydrogen sorption experiments are critical for PANI
fiber reactions when storing hydrogen. Experiments on
hydrogen absorption were carried out at 60 °C in a high-
pressure (H, 80 bar) reservoir. The volumetric isothermal
analyses were performed on the Hy-Energy PCTPro 2000 sorp-
tion apparatus. This device is fully automated and has an

—%— PANI
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o
=}
|

-0.5 1

-1.0
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-1.5 1

40 -0.8 06 -04 02 00 02 04 06 0.8
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Fig. 8 Cyclic voltammetry (CV) curves of PANI and PANI-Zn/V,0s
nanocomposites.
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integrated 170 bar PID-pressure regulator controlled to meet
Sievert's specifications. The HyDataV2.1 Lab-View program was
used to inspect subroutines software for purging hydrogen, leak
testing, and PCT.

A Schlenk flask with a rubberized cap was filled with the
anionic surfactant of toluene-4-sulfonic acid monohydrate
(PTSA)-based polyaniline and PANI-Zn/V,0s nanocomposite
fibres. The flask was then dried under vacuum at 70 °C for 60
minutes. Before being transferred to a high-pressure hydrogen
reactor in a glove box with inert nitrogen gas, polyaniline and its
nanocomposites were thoroughly dried.®*** To assess the
sorption performance, a volumetric setup with high hydrogen
pressure was connected to the reactor and it was completely
enclosed. Fig. 9 illustrates how pressure-applied hydrogen
absorption changes at room temperature. Research has shown
that when the pressure increases, so does the hydrogen
adsorption capability.** The hydrogen adsorption capacity of
the polyaniline fibre is around 4.5 weight percent at ambient
temperature, but it doubles to approximately 10.8 weight
percent at 60 degrees celsius. The nitrogen (N) molecules in
polyaniline are the hydrogen bond donor, and have a large
number of hydrogen bond receptor sites in their molecular
structure. The 3 wt% of PANI-Zn/V,0s nanocomposites exhibit
a high absorption capacity of 6.6% compared to other compo-
sitions of nanocomposites.®® It has been discovered that when
pressure is released from 9.4 MPa to 1 MPa and the temperature
is raised from room temperature to 60 °C, the hydrogen
desorption rises. The increasing temperature enhances the
kinetic energy of the molecules, thereby facilitating more
effective interactions between absorbent materials and target
substances. This phenomenon is particularly evident in gas
absorption processes, where the elevated thermal conditions
lead to greater molecular agitation, resulting in heightened
adsorption rates. Consequently, the increased energy levels
promote a more efficient transfer of species across phases.® It is
also crucial to remember that the desorption process is
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Fig. 9 Hydrogen absorption/desorption as a function of applied
pressure.
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extremely sluggish at room temperature, which could be
because the polyaniline backbone molecules have strong N—=H
bonds. At room temperature, polyaniline and PANI-Zn/V,0s
nanocomposites exhibit hydrogen desorption at rates of 78% to
86% for 3 weight percent, respectively.®”

Hydrogen can adsorb two ways, as shown in Fig. 10. First, an
enhanced electronic transition that interacts with the hydrogen
atoms is produced by the two receptors in conductive groups on
the polyaniline backbone that increase in relation to the
quinoid diimine units (N=B=N).*” The H-H bond breaks
through the heterolytic path to produce a hydride, bonding to
the Zn>*, Vi** and Vi*" sites, and a proton bonds to one oxygen
to generate the (H'-H) species in the next phase, the phys-
isorption of H, molecules (H, species).

Later, the H" on the VO*' + 2¢”™ + 4H" — VO®" + 2H,0 site is
shifted to the neighboring oxygen atom, resulting in homoge-
nous splitting and the configuration of 20-H hydroxyl groups is
labeled (H'-H"). As seen in Fig. 8, this phase is followed by the
transport of two electrons to surface vanadium oxygen sites that
become reduced.®*"°

Fig. 11 illustrates the first hydrogen uptake of polyaniline
and PANI-Zn/V,0s nanocomposite fibres, which are prepared
via in situ polymerization in an ice bath over a period and
formed at room temperature. It is discovered that the absorp-
tion of the polyaniline nanocomposite fiber reaches saturation
in less than 60 minutes, meaning that a temperature increase of
60 °C results in an increase of 88% of the true uptake capacity to
10.8 weight percent. However, the hydrogen gas desorption
takes a longer time of 147 minutes, causing the strong N—=H
bonding of the polyaniline backbone benzenoid molecules and
the hygroscopic nature of the Zn/V,0; nanoparticles.” To
determine the hydrogen sorption efficiency, a room-
temperature pressure-composition-temperature (PCT) investi-
gation was conducted on the polyaniline fiber.”” After 80
minutes, an effective hydride of around 6 bar is formed by

H _ H
A - A -
O Oi0=0=
H H
Polyaniline

Donor-acceptor bond Donor-acceptor bond
/ /

O ™ o----
NJ! O:Zn
0—V=0---n !
H ‘ : H o | ¢
A : A &
O +-OHO
H H H

Polyaniline - Zn/V20s nanocomposites

Fig. 10 Hydrogen absorption mechanism of the PANI-Zn/V,Os
nanocomposites.
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Fig. 11 Stability of the PANI nanocomposites for different cycles.

a separate variable pressure. With a linear zone of 4.5 weight
percent, it reduces PANI's hydrogen uptake exponentially up to
90%. At room temperature, the total desorption capacity of 3
weight percent Zn/V,0s-doped PANI nanocomposites decreased
from 10.8% to 6.6%.

8. Conclusion

Polyaniline-Zn/V,05s nanocomposites were prepared by in situ
oxidation polymerization method in the presence of an anionic
surfactant. The prepared nanocomposites were subjected for
structural analysis by FTIR and XRD studies. An FTIR spectrum
confirms the characteristic peaks of the benzenoid ring
stretching vibration, quinoid ring and metal oxide peaks. The
XRD pattern confirms the orthorhombic structure with the a-
phase of Zn//V,05, which has an interlayer spacing of 0.425 nm.
The SEM surface morphology confirms the formation of poly-
aniline nanofibers, and also revealed that doping above 3 wt%
interfered with the formation of the polyaniline fibre structure.
The specific surface area of PANI, Zn/V,0s5 and 3 wt% of the
PANI-Zn/V,05 nanocomposite is 62.53 m* g~*, 89 m* ¢~ " and
386 m* g, respectively. The DC conductivity confirms that the
conductivity increases with an increase in temperature. Among
all nanocomposites, 3 wt% of PANI-Zn/V,0s shows a high
conductivity of 13.8 S ecm™". Cyclic voltammetry studies were
performed for polyaniline and its nanocomposites. The char-
acteristic peaks of oxidation-reduction is observed at 0.93 V and
0.24 V. Hydrogen absorption studies were carried out by volu-
metric sorption measurement technique. It was confirmed that
at room temperature, the pristine polyaniline fibre has
a hydrogen adsorption capacity of about 4.5 wt%. However, at
60 °C, its capacity doubles to around 10.8 wt%. In comparison,
3 wt% of PANI-Zn/V,05 nanocomposite shows a high absorp-
tion capacity of 6.6 wt% compared with other nanocomposite
compositions, which is due to the particular structural design
and shape. This indicates the porous fiber in nature, and the
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nitrogen (N) molecules present in the benzenoid and quinoid
rings in polyaniline. Hydrogen desorption of PANI and PANI-Zn/
V,05 nanocomposites increases with the decrease of pressure
from 9.4 MPa to 1 MPa by an increase in temperature from
ambient temperature to 60 °C. It was also confirmed that the
hydrogen absorption-desorption capacity was stable up to 96%
for 3 wt% Zn/V,0s-doped PANI nanocomposites at room
temperature.
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