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In parallel with the developments in the field of energy, research on fuel cells, a renewable energy source,
has accelerated. At this rate, the catalysts developed for fuel cells are of great importance. In this study,
Platinum (Pt) and Vanadium (V) nanomachines supported on Multi-Walled Carbon Nanotubes (MWCNT)
were successfully synthesized by the chemical reduction method, as it is a fast method. Alkaline medium
was preferred as the buffer solution for the catalysts used in the methanol oxidation reaction (MOR). The
morphology, particle size, and composition of the synthesized PtV@MWCNT catalysts were analyzed by
Transmission Electron Microscopy (TEM), Scanning Electron Microscope (SEM), Raman Spectroscopy,
and X-ray Diffractometer (XRD). The particle size of the PtV@MWCNT structure was measured as
4.40 nm and the crystallite size as 1.49 nm according to the Debye—-Scherer equation. The MWCNT-
supported bimetallic nanocatalysts showed 40.72% higher electrochemical activities compared to the
monometallic V catalyst at ambient temperature, with MOR activity higher than that of the Pt structure.
The catalytic activity of the PtV@MWCNT nanostructure was times higher than that of the PtV structure.
Finally, the high catalytic activity, increased durability, and improved stability of PtV@MWCNT make this
catalyst emerge as a promising electrocatalyst for the development of direct alcohol fuel cells. This study
yielded innovative results demonstrating the activity of metal V-based bimetallic catalysts in the catalysts
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1. Introduction

Energy is an important element of development for the world
economy." Creating a global sustainable energy system to
protect our environment is one of the most important chal-
lenges facing humanity. With the onset of the Industrial Age,
carbon dioxide (CO,) emissions have increased significantly to
the present day. While the CO, rate in the atmosphere was
278 ppm in the 1750 s, it increased by 50% to 417 ppm by 2022.>
This is generally due to energy production methods. Accord-
ingly, it also brings with it significant environmental
problems.*” Therefore, the production and consumption of
energy have emerged as significant global concerns.® For this
reason, alternative energy sources have become more remark-
able than before, as pollution caused by fossil fuels causes an
energy crisis.”® Despite the increase in global electrical energy
demand, the production of fossil fuels is expected to decrease
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required for MOR. The research is highly valuable for fuel cell applications.

significantly by 2050 due to the shift towards renewable energy.®
As we go toward renewable energy, nanostructures are
becoming increasingly significant.® While wind energy, solar
energy, and hydroelectricity are important branches of renew-
able energy, each still has significant constraints.” In addition,
fuel cells are an important solution to the energy crisis
surrounding the world."”” Fuel cells are one of the renewable
clean energies of the future. Among renewable energy sources,
fuel cells are recognized as a promising energy source with
advantages such as high specific energy density, low cost, and
high operating efficiency.”® Having an electrochemical method,
the fuel cell is a power conversion device that converts chemical
energy into electrical energy by oxidation of a fuel (at the anode)
and a corresponding reduction of oxygen gas (at the
cathode).”>** There are a variety of fuel cells available, the most
common being solid oxide fuel cells (SOFC), molten carbonate
fuel cells (MCFC), and proton exchange membrane fuel cells
(PEMFC).* Another important type is direct methanol fuel cells
(DMFCs). This fuel cell is a type of clean energy conversion
device that provides a solution to environmental concerns
worldwide.*®

Transition metal nanoparticles are frequently used to
improve the catalytic properties of fuel cells.'” Among these
metals, the one that attracts the most attention is platinum
(Pt).*® Platinum is a structurally ideal catalyst for the methanol
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oxidation reaction (MOR)." Also, diverse free-standing and
supported ternary Pt-based catalysts exhibiting distinct
morphologies (e.g., nanodendrites, nanowires, and nanocubes)
and compositions (e.g., alloy, core-shell, and intermetallic) have
been developed for the methanol oxidation reaction (MOR). The
morphology and composition influence the MOR activity.*
Understanding the interaction between alcohols and metal
electrocatalysts is crucial for MOR. Formaldehyde, formic acid
and carbon dioxide are the primary products produced during
the methanol oxidation reaction.** A high H, production rate in
electrolysis can be achieved through the complete oxidation of
methanol to CO,. This is because a greater number of electrons
(6e7) are involved for the complete reaction compared to the
other products (2e~ and 4e ™, respectively). The reaction kinetics
are shown in eqn (1). As indicated by MOR, the catalyst is also
very important. Research into reducing the cost of Pt will allow
the development of cost-effective fuel cell systems.>**

CH;OH + 20H™ — CH,O + 2H,0 + 2~ (1a)
CH;OH + 40H™ — HCOOH + 3H,0 + 4e~ (1b)
CH;OH + 60H™ — CO, + 5SH,0 + 6¢~ (1¢)

Carbon supports such as carbon black, graphite nanofibers,
and carbon nanotubes (CNT) are often incorporated into the Pt
structure.”® The use of carbon (C)-based nanostructures is also
particularly valuable in electrochemistry.”®*” However, its use as
a C derivative, multi-walled carbon nanotube (MWCNT), has
generated great interest in fuel cell applications.”® These materials
are as costreducing and energy-transfer efficient as polymers,
ceramics, or other carbon derivatives. It has properties such as
high conductivity, specific surface area, porosity, and good
dispersion. MWCNT, the best catalyst support material compared
to many others, has better corrosion resistance.” MWCNTs show
a high electrocatalytic activity and a high resistance to CO
poisoning.*® As a result of all these properties, MWCNT has
increased its use as an excellent electrode support for fuel cells
due to its stability in alkaline and acidic media.** For example, one
study synthesized PtPdCu nanodendrite (PND) structures and
found them to exhibit a dense array of branches, open corners,
interconnected pores, and high surface area. The methanol
oxidation reaction (MOR) mass activity of PtPdCu PNDs (3.66 mA
per ngPt) was reported to be 1.45, 2.73, and 2.83 times higher than
that of PtPd PNDs, PtCu PNDs, and commercial Pt/C, respectively,
based on the equivalent Pt mass. The study highlighted the
formation of a structure resistant to CO poisoning.*”

At the same time, from a chemical point of view, the main
method to overcome the problems such as low electrocatalytic
activity in electrochemical is the use of bimetallic catalysts.*
Alloying Pt with cheaper transition metals such as nickel,
cobalt, copper, and iron has created not only lower Pt content
but also higher methanol oxidation activity."»'® At the same
time, cathode catalysts such as Pt-Ni or Pt-Co are among the
bimetallic catalysts used in fuel cells.*® The metal (Ni or Co)
dissolves and leaches from the surface layer into the acid elec-
trode, leaving behind a Pt top layer.*® Vanadium (V) can also be
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considered a metal that has a good synergy with Pt. Vanadium
oxide nanotubes (VO,-NTs) are of particular interest because of
their morphology with four different contact sites and many
functionalities.*” Compared to carbon nanotubes (CNTSs), VO,-
NTs are more easily accessible to pure products at low
temperature and have much higher reactive activity due to the
abundant defects on their surface.®® Extensive work is being
done in areas such as VO,, gas sensing, and catalysis. Their
variable electronic structure and chemical reducibility are
remarkable.*® It has a significant effect on electrical conduc-
tivity and catalytic activity. In recent years, significant progress
has been made on these species.*

In DMFC technology, it can lead to poisoning of active sites
caused by toxic CO-like intermediates adsorbed on the catalyst
surface.” These shortcomings significantly hinder the
commercialization of DMFC technology.'®'® Instead of Pt,
catalysts made of more widely available, cheap elements can be
used. But, due to the acidic and oxidizing environment of
PEMFC, few thermodynamically stable elements are available.
Although the activities of these elements are close to or better
than Pt, its generally exhibit lower electroactive properties due
to their low resistivity or low active site density.*”> Due to such
factors, instead of replacing Pt, it is aimed to improve Pt activity
or to support it with different metal groups.*® Accordingly, V
with bond energies of about 500 k] mol ', respectively, was
preferred as the second element to be added to Pt to investigate
the activity of the catalysts during the methanol oxidation
process.** Also, the interplay between the catalyst and the
support material is a crucial determinant influencing the effi-
cacy of the oxygen reduction reaction (ORR). The interactions
established between the Pt nanoparticles and the MWCNT
support surface, which includes V, provide dynamic interfaces
akin to Pt-OH-H,O-V@MWCNT. This structure modulates the
binding of reaction intermediates and enhances ORR kinetics
by promoting proton transport. Consequently, the suppor'
material functions both as a carrier and as an integral compo-
nent of the active interface.*®

This study investigates the effects of V metal on the catalytic
activity of PtV@MWCNT in the oxidation of methanol. Therefore,
Pt, V, and PtV structures were also studied separately. The elec-
trocatalytic properties of the synthesized nano catalysts were
investigated by cyclic voltammetry (CV). The phase morphology,
composition, and structural properties of the prepared catalysts
were investigated. Important findings were obtained in terms of
both affordable cost and high stability of the catalyst obtained.
This study has revealed very important results in terms of
demonstrating the usability of V metal in different catalyst
applications and gaining more place in the application.

2. Materials & methods

2.1. Materials

Platinum tetrachloride (PtCl,), vanadium(m) chloride (VCl,),
sodium borohydride (NaBH,), multiwalled Carbon nanotube
(MWCNT), dimethylformamide (DMF-99%), and r-ascorbic acid
(99%) were obtained from Sigma-Aldrich and Nafion D-521 Alfa

RSC Adv, 2025, 15, 27848-27863 | 27849
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Aesar. All purchased chemicals were of high purity and were
used without any purification process.

2.2. Synthesis of Pt, PtV, and PtV@MWCNT nanostructure

As the first step, the synthesis phase was started with the
chemical reduction method. The synthesis was carried out
according to the literature. Briefly;** Pt-V/MWCNT nano-
composite was synthesized via chemical reduction using
sodium borohydride (NaBH,) as a reducing agent in the pres-
ence of multi-walled carbon nanotubes (MWCNTS) as a support
matrix. In a typical synthesis, stoichiometric amounts of 10 mM
PtCl; and 10 mM VCl, were diluted in deionized water. Then,
MWCNTs were added to the metal precursor solution under
nitrogen atmosphere. A well-cooled unit was installed in the
Schlenk system. The cooling water inlet temperature was 20 °C.
It was anticipated that the rapid reduction ability of NaBH,
would facilitate the immediate nucleation and deposition of
metallic Pt"* and V**/V® species on the MWCNT surfaces.
NaBH, was added to the system at a concentration of 0.1 M.
Stirring was continued for 2 hours to ensure sufficient adsorp-
tion of the Pt*" and V**/V®* species onto the nanotube surfaces.
The reaction mixture turned from yellow-brown to black, indi-
cating that the reduction was successful. Stirring was continued
for another 2 hours at room temperature to complete the
reaction. The mixture was then sonicated in a sonication bath
for 30 min to reduce agglomeration. After this process, the
mixture was centrifuged at 5000 rpm. The process was also
washed 3 times with dH,O to remove unwanted compounds in
the medium. It was dried at ambient temperature for 24 hours.
The synthesis and characterization stages are expressed in
Scheme 1.

2.3. Electrochemical characterization

A potentiostat/galvanostat was used for electrochemical anal-
ysis in the study (Gamry Reference 3000). A standard three-
electrode system was used for electrochemical experiments.
Platinum plate counter electrode, Ag/AgCl reference electrode,
and glassy carbon (GCE) working electrode constitute this
electrode system. Before electrochemical experiments, the
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Scheme 1 Nanoparticles synthesis and characterization stage.
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working electrodes were subjected to ultrasonication for
30 min. Then, the GCE surface was polished with 0.1 um, 0.5 pm
and 1 um slurry of alumina and washed with 70% methanol and
then with distilled water. This process was applied to the GCE
surface before each experiment. At the same time, the ohmic
resistance of the working electrode was measured using
a manual multimeter. For each GCE optimization, the modifi-
cation method was applied by drop casting (10 pL). Before each
application, the mixture was vortexed to eliminate precipita-
tion. A modification solution was prepared for this modification
process. Briefly,** 10 mg NP powder, 500 pL dH,O, 37.5 pL
Nafion D-521, and 75 pL. DMF were added to the modification
solution and then sonicated for 30 minutes. After this, the
prepared three-electrode system was used to take measure-
ments for cyclic voltammetry (CV), and impedance (EIS).
Measurements were performed in the potential range from
—0.8 Vto 0.2 Vusing 1 M KOH solution containing 1 M CH3;0H.
In addition, to evaluate the activity of the catalyst at different
scan rates, it was also evaluated with increasing scan rate (SR)
by electrochemical measurement method. Measurements were
carried out at scan rates of 50 mV s}, 100 mV s, 150 mV s,
200 mVs ' and 250 mV s~ ' in 1 M KOH solution containing 1 M
CH,;OH.

2.4. Material structure characterization

The Transmission Electron Microscope (TEM - JEOL 1220 JEM)
was operates 120 kW with a tungsten electron source and
aperture size 50x-20000x, X-ray diffraction (XRD - Rigaku
Miniflex), Scanning Electron Microscope (SEM - QUANTA
400F), and Raman Spectrometry (Raman - Renishaw invia)
lasers: 532 nm, 735 nm devices were used to characterize the
obtained nanostructures.

3. Results & discussion

3.1. Material characterization

The nanostructure obtained was characterized through TEM
analysis. The concentrations of Platinum (Pt), Vanadium (V),
and platinum-vanadium@multiwalled carbon nanotube
(PtV@MWCNT) were determined separately. As demonstrated
in Fig. 1, TEM clearly shows all three structures. The Pt NPs
structures obtained were spherical and approximately 7.91 nm
in size.*”” The uniformly distributed structures were generally far
from the agglomerate. The rod form was observed in the V NPs
structure because of chemical reduction and temperature
adjustment. The V rods had a diameter of 3.59 nm.*® V-rods can
be said to have partial agglomered zones.*® A different structure
was observed in the forms produced using MWCNT, with
a particle size of 4.40 nm. Likewise, the synthesis involving
MWCNT revealed the existence of tubular structures. The
transmission electron microscopy (TEM) data reveals that the
distribution of Pt and V nanoparticles on the surface of multi-
walled carbon nanotubes (MWCNTs) is partially even. The
particles attached to the surface of MWCNTS are nearly spher-
ical, enabling the estimation of their average size. The presence
of partial Agromere in certain regions is believed to be a result

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 TEM images and particle distribution histogram graphs of
particles obtained by chemical reduction method, (a) Pt NPs, (b) V NPs,
(c) PtV@MWCNT NPs.

of temperature regulation during synthesis.** The synthesis
stage, a crucial step in the study, was conducted in accordance
with the literature, as evidenced by the TEM graph. XRD was
employed as the second method of material characterization in
the study.

The D and G bands observed in the spectrum of carbon
nanotubes in Raman spectroscopy provide important informa-
tion about the structural properties and chemical interactions
of the material. The D band is located in the 1300-1350 cm ™"
range and is associated with defects or distortions in the
structure of carbon nanotubes. This band reflects deviations of
sp” carbon atoms from the regular graphite structure, surface
defects, edge effects, or interactions with heteroatoms. A higher
D band intensity indicates an increase in the defect rate of the
sample.

© 2025 The Author(s). Published by the Royal Society of Chemistry

View Article Online

RSC Advances

The G band is located in the 1500-1600 cm ' range and
represents the ordered graphite structure of sp>-hybridized
carbon atoms. This band defines the regular hexagonal lattice
and crystal structure of carbon nanotubes. Shifts in the position
or intensity of the G band indicate a change in the chemical
environment or bonding state of the material. Interactions with
metal atoms or the formation of hybrid bonds can lead to shifts
in the energy of this band. In the PtV@MWCNT compound, the
observed positions and intensity ratios (Ip/Ig) of the D and G
bands reveal the structural properties of carbon nanotubes and
the degree of interaction with metal atoms. V and Pt can affect
the graphite structure by forming chemical bonds with the
surface of the nanotubes. These interactions lead to an increase
in the intensity of the D band, while shifts or intensity changes
can be observed in the G band. Such shifts are due to effects
such as the disruption of sp* carbon structures or the direct
binding of metal atoms to carbon atoms. It can be seen that the
D band shows a degree of imperfection (Ip/Is) that provides the
diffraction of the D band to the G band. A higher humidity
indicates increased defects of the carbon nanotubes, while
a lower humidity is indicative of a more ordered and crystalline
structure. V and Pt products have been observed to increase
these distributions, which allows the metal atoms to connect to
the nanotubes and form defective circuits. But the degree of the
shift in the G band can provide more information about the
connectivity of these communications and the type of connec-
tion. In particular, a shift of the G band to lower energy indi-
cates the presence of hybrid bonds or surface adsorption. The
Raman spectrum of images containing V and Pt reflects the
structural and electronic design as well as the chemical inter-
actions between the two materials. Although Pt is a Raman-
active metal, certain changes in the spectrum can be observed
as a result of its interaction with V. These changes are usually
distinguished from the formation of metallic or hybrid bonds
between the surface of V and Pt atoms. It suggests that the
interaction of Pt with V causes shifts in the Raman modes or the
appearance of new selection modes, thereby changing the
chemical binding environment of vanadium. In particular, it
has been observed in the graphical Raman spectrum of vana-
dium in the oxidation state, leading to the formation of new
peaks or changes in the position and intensity of existing peaks.
These changes can be attributed to the catalytic effect of Pt
atoms on the chemical state modulus of V. During the spectral
analysis, shifts or new modes and changes in peak widths are
notable, indicating interactions between V and Pt. The broad-
ening of the peaks may indicate that Pt atoms disrupt the
regularity of the V structure, forming a more amorphous
structure. In addition, the increase in the intensity of certain
Raman-active modes indicates that Pt atoms have formed
a binding site on the V surface. The effect of Pt on the vibra-
tional modes of V is clearly visible in the spectrum obtained. Pt
has been shown to cause a rearrangement of energy levels in the
Raman spectrum of V by changing the electron transfer and
surface charge density. This effect is particularly pronounced in
cases of hybrid bond formation or surface adsorption. The
structural effects of such interactions can be evaluated in more

RSC Adv, 2025, 15, 27848-27863 | 27851
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Fig. 2 Raman analysis results for the nanocatalysts synthesized. (a) V, (b) Pt, and (c) PtV@MWCNT.

detail by comparative spectral analysis with other materials.
Fig. 2 shows the Raman spectra for V, Pt, and PtV@MWCNT.
SEM analysis was performed as a further analysis. The
surface of the V sample is irregular, and the particles are clearly
separated. The particles have sharp edges and a micro-scale
structure, indicating that the crystal structure of V is highly
ordered but brittle. There are cracks and rough areas on the
surface, indicating that the mechanical strength of the material
may be limited, but may be advantageous in terms of active
surface area in certain applications. However, the catalytic
performance of this structure may be limited by how reactive
the surface is and the size of the particles. Looking at the Pt-V
example, we can see that a more dense and homogeneous
structure forms on the surface due to the way V and Pt interact.
The Pt atoms are on the surface of the vanadium and cause it to
change its shape, creating a more amorphous structure. This
means that the surface area can grow and the catalytic proper-
ties of the material can improve. Pt atoms also adhere to the
crystal structure of V, making the surface rougher, which can be
interpreted as making the surface more reactive, especially
when used as a catalyst in gaseous or liquid environments. The
PtV@MWCNT sample shows a very different surface structure
due to the carbon nanotubes. The multi-walled carbon nano-
tubes form a binding network structure between the V and Pt
particles, creating a dense, porous texture on the surface. This
structure increases the mechanical strength and significantly
increases the active surface area of the sample. The porous and
bonded structure of the material allows it to interact more
effectively with liquid or gaseous media, and the carbon nano-
tubes help the material to remain structurally sound over time.
The structural differences between these three examples are
quite striking when it comes to surface morphology and mate-
rial interactions that directly affect the performance of the
materials. Pt, when added to the basic V structure, makes the
surface denser, and we think it will help carbon nanotubes
develop properties that will allow the material to better resist
both chemicals and electricity. This structure has the potential
to be used in all kinds of fields, including energy storage,

27852 | RSC Adv, 2025, 15, 27848-27863

catalysis, and sensor technologies. Fig. 3 shows SEM analysis of
the synthesized particles. Also, EDX analyses are shown in
Fig. S1.7 In the analysis, the regions of the V, Pt and Pt, V, and C
structures were marked and found to be consistent with the
SEM images.

XRD was performed as another analysis. The morphological
properties of the structure obtained for the PtV@MWCNT
structure yielded significant results when compared with TEM.
The XRD analysis confirmed the diffractive indices of Pt and V
noble metals supported by MWCNT. The XRD pattern of the
produced PtV@MWCNT nanocomposite was examined to
determine the crystallographic structure and the average crys-
tallite size of the metallic phase. Prominent diffraction peaks
indicating the face-centered cubic (FCC) structure of Pt were
evident.*® However, the combination of V and Pt led to signifi-
cant changes in the diffraction peaks associated with Pt. A small
shift to the right in the 26 values was observed, which was
interpreted as lattice expansion induced by the addition of V
atoms to the Pt lattice.”* This phenomenon was interpreted as
arising from the difference in atomic radii between Pt and V,
where partial substitution or alloying effects deform the crystal
lattice, changing the interplanar spacing as explained by Bragg's
law.”> It was shown that the full width at half maximum
(FWHM) of the Pt (111) and (200) peaks increased after V inte-
gration.”® The broadening of diffraction peaks indicates
a decrease in crystallite size, which was also confirmed quan-
titatively using the Debye-Scherrer equation.** This significant
particle size reduction can be attributed to the inhibitory effect
of V on Pt particle growth during synthesis, as V can alter the
nucleation and growth dynamics of Pt NPs, leading to more
dispersed and finer crystallites.®® Furthermore, peak broad-
ening and lattice distortion suggest that a solid solution or alloy
formation may have occurred between Pt and V, rather than
a purely physical association.>® This alloying tendency alters the
crystallographic properties and is interpreted to also affect the
electronic structure of Pt, which is necessary for MOR catalytic
activity.”” The reduced crystallite size and potential lattice strain
further increase the surface energy, increasing the number of

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 SEM images of (a) V NPs, (b) Pt NPs, and (c) PtV@MWCNT NPs.

accessible active sites.”® Structural analysis using XRD shows
that the addition of V significantly reduces Pt crystallite size
while altering the lattice properties and peak profiles.* These
properties are expected to significantly impact the electro-
catalytic activity of the nanocomposite, particularly in terms of
bulk activity and long-term stability.*

Fig. 4 shows that the integrated structure of Pt and V nano-
particles was successfully obtained with MWCNT. The lattice
parameters for Pt(111), Pt(200), and Pt(220) are 40.11°, 46.29°,
and 67.95°, respectively. At the same time, partial contractions
can be observed due to V. For V, the parameters correspond to
the Pt indices according to Vegard's law, and the intensity
values increase. In addition, the MWCNT-induced C(000)
parameter was approximately 26 at 25°. The analysis results
indicate compliance with reference code 03-065-1527.>>3° Also,
in XRD analysis of the PtV@MWCNT nanocomposite, the
crystallite size was calculated to be approximately 1.49 nm using
the Debye-Scherrer equation. This value indicates that the
material has very small, nanoscopic crystallites.®*> Such low
crystallite sizes are generally associated with high surface area,
increased number of active centers, and a significant improve-
ment in catalytic performance.®® Especially in catalytic appli-
cations of precious metals such as Pt, these small particle sizes
lead to an increase in the electrochemical active surface area

TPt(111)

PtV@MWCNT

*P1(200)

Intensity (a.u.)

Pt(220)"

Reference code: 03-065-1527]
| | |

10 20 30

]
40 50 60 70
2 0 (Degree)

Fig. 4 XRD patterns and reference code of PtV@MWCNT nano-

structure obtained by chemical reduction method.

© 2025 The Author(s). Published by the Royal Society of Chemistry

(ECSA) due to the greater number of surface atoms compared to
larger atoms.* This provides higher mass activity and specific
activity, particularly in electrochemical energy conversion
systems such as fuel cells and in applications such as MOR.*
Furthermore, the use of Pt with V can be interpreted as both
increasing the stability of the crystal structure and creating
a synergistic effect by altering the electronic structure.®® These
modifications can be considered to increase tolerance to CO
poisoning and improve the rate of reactions such as MOR by
affecting the electron density of Pt centers.”” The MWCNT
carrier facilitates the homogeneous distribution of these
nanoparticles, while also increasing electrical conductivity and
supporting mechanical strength.®®

3.2. Electrochemical characterization

Following material characterization, electrochemical analysis
was conducted. As is well known, Pt is a highly stable metal with
excellent electrocatalytic activity. For this reason, it is
commonly used in electrochemical sensor applications and fuel
cells.>>*73* However, the high cost of Pt restricts its develop-
ment in fuel cell technologies.®*"* Ley et al. have demonstrated
the mechanism of methanol oxidation in acidic media, which is
a potential mechanism for Pt, to proceed according to the
following equation.”

Pt_(CH;OH),g, — Pt(CH30),q + H* + ¢~ (2a)
Pt-(CH:O)yas — Pt-(CH2O),q + H' + ¢~ (2b)
Pt_(CH,0),4 — Pt(CHO),q, + H" + ¢~ (2¢)

Pt(CHO),qs — Pt—(CO)yqe + H* + ¢ 2d)
M + HO0 = M—~(H20)aas (3)
M-H,0 — M—(OH), + H" + ¢~ (@)

Pt—~(CO)aqs + M<(OH),4s & Pt + M + CO, + H" + e~ (5)

They showed that M affects the rates of reactions (3)—(5)
directly and the rates of reactions (1) and (2a) indirectly through
electronic changes in Pt. M represents the component/particle,
constituent or promoter metal. In fact, the efficiency of the M-Pt
catalyst is reflected in the strength of the M-O bond, which
depends on both the dehydrogenation of the absorbed water

RSC Adv, 2025, 15, 27848-27863 | 27853
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(reactions (3) and (4)) and the ability to cleave the M-O bond to

form CO, (reaction (5)).

In view of all this, the methanol oxidation reactions to be
obtained were analyzed separately for Pt, V and PtV@MWCNT

27854 | RSC Adv, 2025, 15, 27848-27863

by cyclic voltammetry (CV), and electrochemical impedance
(EIS). As a first analysis, a CV study was performed and the rates
of change in current with increasing methanol ratios were
examined. To determine the electrochemical activity of the

© 2025 The Author(s). Published by the Royal Society of Chemistry
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synthesized catalysts, CV measurements with V, Pt and
PtV@MWCNT were evaluated between —0.8 and 0.2 V at 50 mV
s~ in 0.5 M potassium hydroxide (KOH) solution saturated with
nitrogen gas (N,). As shown in Fig. 5a-e, the three catalysts
exhibit characteristic CV behavior of Pt-based materials in
alkaline medium, particularly with irreversible anodic peaks
associated with the MOR. At lower potentials, the suppression
of adsorption/desorption currents is likely due to the poisoning
effect of CO-like intermediates formed during methanol
adsorption on the catalyst surface, which block active sites and
hinder further oxidation. In the high-potential region, broad
oxidative currents correspond to the formation and reduction of
Pt oxides, which regenerate active surface sites for further
methanol oxidation. The poisoning rate is highest for the V
catalyst or is due to the low electrocatalytic activity of V.
However, poisoning of the Pt surface can also result from the
dehydrogenation of carbonaceous intermediates by methanol
on Pt. Moreover, the initial oxidation potential and the peak
current density in the anodic potential sweep are one of the
main parameters to evaluate the electrocatalytic performance of
catalysts. During the positive current (I,) potential scan, the
methanol oxidation current gradually increases in all three
catalysts until it starts around —0.6 V. Meanwhile, the lowest
value of the positive current potential onset can be said to
belong to the PtV@MWCNT catalyst. Similarly, it is evident that
partially semi-reversible reactions occur for V, while reversible
reactions occur for Pt and Pt@MWCNT structures. The reverse
negative sweep (I,,) indicates a potential of approximately
—0.2 V. The I,, scan peak values correspond to the oxidation of
carbonaceous intermediates formed during the anodic scan.
Furthermore, the I/I,, ratio can serve as an indicator of the
toxicity of the reaction medium. Accordingly, the I,/I,, ratios
for vV, Pt, and PtV@MWCNT catalysts in a 3 M methanol
medium were determined to be 1.85, 1.98, and 3.26, respec-
tively. As can be seen, PtV@MWCNT catalyst has the highest
rate and it can be said that the toxicity is also the lowest. This
can be attributed to MWCNT and V catalyst.”

As previously stated, one effective method for determining
catalyst poisoning is to calculate the ratio of positive and reverse
current values. Table 1 presents the I,,, I;,, and I,/I,, ratios. At this
point, the current values obtained with the PtV@MWCNT
structure can be given as the ideal ratio.

That being said, it is also very important to compare the
positive current values obtained at different methanol ratios
with each other. Fig. 6 displays the graph of current values
obtained for V, Pt, and PtV@MWCNT structures. The graph
indicates that Pt-containing catalysts exhibit high catalytic
activity. As can be seen from the CV, it can be said that these
current values give a very good reversible reaction. However, it is
evident that in 1 M methanol fuel medium, the performance of
the PtV@MWCNT catalyst is inferior to that of the Pt catalyst.
This may be attributed to electrode defects in the GCE or to
media stabilization. Additionally, the current catalyst values
obtained with Pt and Pt@MWCNT structures are comparable to
or higher than those reported in the literature. In the 3 M
methanol medium, the PtV@MWCNT catalyst achieved

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Table 1 The current values for both positive (/) and negative (/) and
the I /1y, ratios for V, Pt, and PtV@MWCNT catalysts obtained through
chemical synthesis are presented

\'% Pt PtV@MWCNT
Catalysis (mA cm™? (mA cm™? (mA cm™?
I, 1.41 43.51 32.57
I, 2.61 85.94 106.27
L/, 1.85 1.98 3.26
120

Current Density (mA.cm3)

1 2 3

Concentration (M)

Fig.6 A comparison was made of the positive current values obtained
forV, Pt, and PtV@MWCNT nanocatalysts synthesized by the chemical
reduction method.

a 40.72% higher current value than the V catalyst and a 1.24%
higher current value than the Pt catalyst.

The obtained CV values have made significant contributions
to literature regarding the current values required when using V
as a catalyst. In addition, the current values obtained at
different scan rates for V, PT, and PtV@MWCNT catalysts also
gave us results to gain insight into catalyst poisoning and fuel
transport to the catalyst. Fig. 7a, ¢ and d compares the values
obtained for all three catalysts at 50 mV s~ ', 100 mV s~ ', 150 mV
s 1,200 mV s, and 250 mV s~ ! at 1 M methanol content. The
correlation between the square roots of scanning speeds and
the current values obtained at those speeds was analyzed.
Additionally, the potential scan rate used can determine the size
of the diffusion layer above the electrode surface. In general, the
diffusion layer will form continuously. With a low potential scan
rate, it will tend to grow above the electrode. In this case, the
bulk will result in less concentration gradient between the
solution and the electrode surface. In this case, the target
compound is expected to result in a lower mass flux. As a result,
the magnitude of the electrochemical current, which is
proportional to the mass transport rate of methanol towards the
electrode, will grow larger with an increase in the potential scan
rate. For the V nanostructures utilized in the study, the current
limit values indicate that the electrochemical kinetic rate at the

RSC Adv, 2025, 15, 27848-27863 | 27855
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Fig.7 Current values of 50 mV s7, 100 mV s%, 150 mV s™%, 200 mV s7%, 250 mV s%, 250 mV s7%, realized in 1 M methanol content and, 0.5 M
KOH buffer for nanoparticles produced by chemical synthesis, (a) CV curves obtained for V nanoparticle, (b) correlation of the square root of the
scan rate for the V nanoparticle with the current obtained, (c) CV curves obtained for Pt nanoparticle, (d) correlation between the square root of
the scan rate and the current obtained for the Pt nanoparticle, (e) CV curves obtained for PtV@MWCNT nanoparticles, (f) correlation of the square
root of the scan rate with the current obtained for PtV@MWCNT nanoparticles.
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electrode is insufficient to reach equilibrium at the solution-
electrode interface. Although the structure obtained with Pt Np
was the most ideal, the PtV@MWCNT structure exhibited
current values that were very similar to those of Pt. At the same
time, the final limit current value is slightly better than the
structure obtained with the Pt catalyst. Thus, it was anticipated
that the resulting catalyst could function as a bimetallic nano-
structure equivalent to Pt. Fig. 7b, d and f demonstrate a linear
correlation between the square root of the scan rate and the
positive boundary current in the current values obtained. Based
on this correlation, it appears that the reaction occurs in
a diffusion-controlled manner for all three catalysts. At the
same time, the partial rightward shift of the Pt nanostructure is
an indication that its tolerance to ambient poisoning is gradu-
ally decreasing. In the PtV@MWCNT structure, this shift was
very limited compared to the Pt nanostructure.****** Addition-
ally, the CV method was used to calculate the electrochemical
active surface area (ECSA).”*7® ECSA represents the surface area
of an electrode material capable of participating in electro-
chemical reactions and is a critical parameter for evaluating the
material's effectiveness, particularly in fuel cells, super-
capacitors, and electrocatalysis applications.” Cgq; represents
the capacitance of the electrical double layer formed between
the electrode surface and the electrolyte and is related only to
the capacitive currents generated by the physical adsorption of
ions onto the electrode surface.” Therefore, this region, where
chemical redox reactions do not occur, is called the “non-
faradic region.” For this study, the CV curves obtained at
different scan rates were considered.” For each scan rate, the
anodic and cathodic current values were taken, and the abso-
lute value of the difference between these two values was
divided by two. As a result of this process, the capacitive current
observed in the non-faradic potential region was calculated.®®
ECSA was calculated by comparing this value with the specific
capacitance C; for the material (Pt, V, EPV@MWCNT) obtained
from literature. These results indicate that the surface areas of
all three samples are different, and that the carbon nanotube-
supported PtV@MWCNT alloy, in particular, offers a higher
active surface area compared to other materials. This demon-
strates the advantage of this structure for electrochemical
applications and the surface area enhancement capacity of
nanostructured support materials.** According to this method,
the ECSA values for V, Pt, and PtV@MWCNT were found to be
0.00017 cm? 0.00094 cm? and 0.00104 cm?, respectively.
Therefore, ECSA calculation based on the capacitive current
method can be considered an effective method, particularly for
material comparisons and surface engineering studies.®> A long-
term stability analysis was also performed in Fig. S2.f This
analysis was performed to monitor the appropriate behavior in
the whole-cell analysis. The current values obtained in the
analysis increased with increasing cycle rates. Although
a partial shift was observed, it can be concluded that the toxicity
was limited.

The V catalyst-coated electrode failed to reach a significant
value in impedance due to insufficient active surface area or
slow reaction kinetics, resulting in high charge transfer resis-
tance and higher energy requirement for the electrochemical

© 2025 The Author(s). Published by the Royal Society of Chemistry
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reaction to take place. In contrast, the Pt electrode shows lower
impedance, indicating enhanced electron transfer and
improved reaction kinetics. Relative to the Pt catalyst, the
PtV@MWCNT catalyst exhibits the lowest impedance. This
result is important to emphasize that the carbon nanotube
coating increases the surface area, accelerates charge transfer,
and provides higher catalytic activity on the electrode surface.
The values obtained were consistent with the current values
obtained in CV analysis. At the same time, it also exhibited
behavior in accordance with the literature. The importance of
low impedance lies in its ability to minimize energy losses
within the system and increase reaction efficiency, thus
guaranteeing optimal electrochemical performance. Addition-
ally, the equivalent circuit model was used to describe the
impedance properties at the electrode/electrolyte interface in
a three-electrode electrochemical cell; specifically, a system with
an anodic catalyst coated on a GCE operating in a strongly
alkaline medium such as 1 M KOH. The circuit elements in the
diagram can be interpreted in relation to the physical and
chemical mechanisms of electroanalytical processes. R; (Rs) in
the circuit represents the total ohmic resistance of the system,
that is, the solution resistance resulting from the ionic
conductivity of the electrolyte and the intercell junctions. This
resistance is generally low due to the high conductivity of a 1 M
KOH solution. However, parameters such as the interelectrode
distance and membrane properties can affect R,. Therefore, the
R, value is an important indicator of the overall conductance of
the system. R, (R.), also called the charge transfer resistance,
represents the kinetic barrier for faradaic reactions occurring at
the electrode surface. This parameter provides direct informa-
tion about the activity and electrochemical kinetics of the
catalyst surface, particularly in anodic processes such as the
MOR. A low R indicates that electron transfer occurs readily at
the catalyst surface and is associated with high electrochemical
performance. C; (Cyq;), connected in parallel with the circuit, is
modeled as a double-layer capacitance. This capacitance

10
Vn
Pt
3,: + PtVn@MWCNT
o
©
£
N 4-
2
o’l‘,’\ T T
0 2 4 6 8 10 12 14 16 18 20 22 24 26 28 30 32 34

Zreal(kQ)

Fig. 8 EIS analysis for synthesized catalysts (0.5 M KOH).
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Table 2 Comparative analysis of results from the study and existing literature

Electrocatalysis Solution Alcohol Scan rate mV s~ Anodic peak current (mA cm %) References
PtPb 1 M KOH 1 M CH;OH 50 mvV st 5.7 83

PtPb PNW 0.5 M H,S0, 0.5 M CH;0H 50 mvV s * 70.58 mA cm 2 84
Pt@PdS,-MWCNT 0.5 M H,S0, 1 M CH;0H 50 mV st 86.71 mA cm 2 85
Pt).04AZ0.06NWE 0.5 M H,S0, 1 M CH;0H 50mvs * 46.3 mA cm 2 86
PtRu/C,,MWCNTSs3, 0.5 M H,SO, 1 M CH;0H 50 mV st 92.6 mA cm > 87

PtCo (1:11)/rGO 1 M H,S0, 2 M CH;OH 20mv st 17.26 mA cm ™2 88
PtV@MWCNT 1 M KOH 1 M CH,;0H 50 mV st 106.27 mA cm > This work

represents the charge storage capacity of the electrical double
layer formed at the electrode surface. For smooth and conduc-
tive surfaces such as GCE, this parameter can vary depending on
the electrode surface area, surface roughness, and contact with
the electrolyte. The capacitance value can also be evaluated
because of interface phenomena such as adsorption/desorption
processes or ionic rearrangement. If the curve converges to a 45°
line with decreasing frequency, the addition of Warburg diffu-
sion may be necessary, but this component is not included in

2.0

this circuit. Equivalent circuit modeling is performed for all
catalysts. Fig. 8 shows the results of the EIS analysis.

Table 2 presents a comparative analysis of methanol oxida-
tion studies using various electrocatalysts and compares the
findings with the existing literature. Literature studies have
shown that PtV@MWCNT exhibits significant electrocatalytic
activity. The results are consistent with the literature, indicating
that the synthesized catalyst is promising for alcohol fuel cell
research.
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Fig. 9 Potentiostat values obtained for use in thermodynamic analyses for stacked cell in FCs: (a) open current voltage (b) potentiodynamic

analysis series.
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In the following stages, fuel cell stack studies were per-
formed. In fuel cell stack studies, a two-electrode system was
used. The cell was in bulk. Resistance tests were performed for
the cell and determined as 1 kQ. This resistance was used to
protect the cell in case of overvoltage and to ensure the stability
of the device at positive current values. Fig. 9 shows the open
current voltage and potentiodynamic analysis for the full
stacked cell. The analysis shows the anodic and cathodic
behavior of the cell under maximum voltage and voltage.
Distinct Tafel curves were also evaluated for both anode and
cathode reactions. This is illustrated by the relationship
between the logarithmic current density (logj) and cell voltage
(V) on the x-axis and y-axis. The anodic Tafel slope, defined as
—120 mV dec™ ", was shown to indicate the efficiency of catalytic
activity with low overpotential and high reaction kinetics. In
contrast, the cathodic slope, defined as 130 mV dec™*, was
shown to indicate a higher activation energy. The data obtained
from this study confirm that PtV@MWCNT can serve as a high-
performance nanocatalyst in fuel cell reactions. It is clear that
methanol poisoning still exists in a similar situation. Accord-
ingly, the current value for the fully conditioned cell decreased
from 1.8 V to 0.2 V quite rapidly. When the voltage and current
values are analyzed, it can be said that the cell never passes into
the passive transport phase, and the transport always takes
place with active transport. The cell potential onset is around
0 V. This can be interpreted that the catalyst and MEA condi-
tioning are ideal or close to ideal. In addition, it is very good that
both anodic and cathodic Tafel curves are close to each other.
This can be interpreted as the current generated at the anodic
side can be equal to or close to the current passing to the
cathode within the specified voltage limit range. In addition,
the Butler-Volmer equation was used thermodynamically.
Accordingly, T =298 K and Faraday constant: F = 96 485 C mol *,
gas constant: R = 8.314 ] mol ™" and reversible current density,
Jo=1 x 1072 A cm™? according to the analysis. When the values
were substituted, the charge transfer coefficients o, = 0.5 and
a. = 0.5 were found. In addition, according to Darcy's law, the
permeability coefficient of the Nafion membrane, k=1 x 10~ ** m*
and the dynamic viscosity was entered as 0.59 mPa. The
pressure difference is assumed to be 1 Pam™". The flow velocity
(v) = 1.69 x 107° m s~ " was calculated. These values are the
velocities calculated at low permeability and low-pressure
difference in a porous medium. Flowing at higher velocities
may damage the membrane. The obtained flow rate was quite
ideal for the PEM membrane according to the literature.

4. Conclusion

In this research, the PtV@MWCNT composite was effectively
formed and used as a catalyst for methanol oxidation processes.
According to the electrocatalytic performance tests, the
PtV@MWCNT catalyst showed higher activity, higher current
density, and improved stability. TEM images confirmed the
consistent and stable distribution of PtV on the MWCNT
surface, supporting the reported electrochemical performance.
The particle size of PEV@MWCNT was analyzed as 4.40 nm. The
key factor in the increased catalytic efficiency is the highly

© 2025 The Author(s). Published by the Royal Society of Chemistry
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conductive network structure formed by the close contact
between the nanotubes the matrix, confirming the electro-
chemical analysis results. According to the MOR result, the
PtV@MWCNT catalyst showed outstanding performance,
exhibiting high activity and stability. Compared to the V cata-
lyst, a higher electrochemical efficiency of 40.72% was achieved.
The improved activity of the catalyst was supported by TEM
images, which confirmed the uniform distribution of PtV on the
MWCNT surface. These results demonstrate the potential of
PtV@MWCNT as a material for future fuel cell applications.
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