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Abstract: This work attempted to improve the catalytic performance of an anodic catalyst for use
in direct methanol fuel cells by coating graphene aerogel (GA) with platinum nanoparticles. A
hydrothermal, freeze-drying, and microwave reduction method were used to load Pt-Ru bimetallic
nanoparticles onto a graphene aerogel. The mesoporous structure of a graphene aerogel is expected
to enhance the mass transfer in an electrode. XRD, Raman spectroscopy, SEM, and TEM described the
as-synthesized PtRu/GA. Compared to commercial PtRu/C with the same loading (20%), the elec-
trocatalytic performance of PtRu/GA presents superior stability in the methanol oxidation reaction.
Furthermore, PtRu/GA offers an electrochemical surface area of 38.49 m? gfl, with a maximal mass
activity/specific activity towards methanol oxidation of 219.78 mAmg~!/0.287 mAcm 2, which is
higher than that of commercial PtRu/C, 73.11 mAmg*1 /0.187 mAcm 2. Thus, the enhanced electro-
catalytic performance of PtRu/GA for methanol oxidation proved that GA has excellent potential to

check for improve the performance of Pt catalysts and tolerance towards CO poisoning.
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Fuel cells have been predicted to play a vital role in the hydrogen economy, as they offer
significantly better energy efficiency with zero or minimal greenhouse gas emissions [1,2].
Direct methanol fuel cells (DMFCs) are a potential type of fuel cell for mobile applications
Academic Editors: Indra Neel due to their simple system fabrication and easy liquid fuel storage [3,4]. However, cost and
Pulidindi, Archana Deokar and slow methanol oxidation reaction limit the commercialization of DMFCs. Fuel cells and

Aharon Gedanken internal combustion engines can run on the liquid alcohol known as methanol. Methanol
Received: 20 March 2023 offers various benefits beyond other fuels, such as a high energy density and the capacity
Revised: 2 May 2023 to be made from renewable sources. One problem is methanol crossover, which is the
Accepted: 6 May 2023 diffusion of methanol across the membrane in a direct methanol fuel cell (DMFC) [5,6].
Published: 12 May 2023 Therefore, intensive research has been carried out focusing on Pt-based catalysts to improve

the catalyst performance using minimal Pt metal [7,8]. Currently, the best catalyst for

DMECs is bimetallic platinum ruthenium (PtRu). Although bimetallic PtRu has better

tolerance for CO than pure Pt, the electrochemical activity of bimetallic PtRu remains
Copyright: © 2023 by the authors. low [7]

Licensee MDPL, Basel, Switzerland. Ceramic and carbon materials are commonly used to support catalysts in chemical

processes, but each has unique properties and performance. Ceramic materials like alumina,
silica, and zirconia are sturdy, heat-resistant, and chemically inert. These characteristics
make them perfect for high-temperature applications like catalytic converters in cars and
offer plenty of space for catalyst deposition. Mahmood and his team [9] examined how
methanol oxidation behaved on thin films made of nickel oxide and composites of nickel
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oxide with zirconium and yttrium oxides. They used a simple dip-coating technique to
make NiO-ZrO, /FTO and NiO-Y;03/FTO thin films. The results showed that these thin
films were more efficient than commercial electrodes, with only a small loss in efficiency.
This suggests that adding ZrO, and Y,0O3 to NiO reduces the risk of CO poisoning, which
is often seen in commercial electrodes. Liaqat et al. [10] fabricated thin films of Nickel
Oxide incorporated with the metal Copper (Cu) and Chromium (Cr) for the electrochemical
oxidation of methanol. The films, NiO—CuO and Nig ¢5Crg 0502+, were created using a
simple dip-coating method, and their efficiency in methanol oxidation was compared to
pure NiO and CuO films. Results showed that the NiO—CuO and Nig 95Cr 050, + 6 thin
films exhibited significantly higher efficiency in methanol oxidation than the pure NiO
and CuO films. However, the addition of Cr,O3 was found to be ineffective in methanol
electro-oxidation. However, ceramics are brittle and may break when subjected to stress.

Recently, researchers have focused on fabricating new carbon materials such as acti-
vated carbon, graphene, and carbon nanotubes are conductive, heat-resistant, and have a
vast surface area, making them suitable for electrochemical reactions and high-temperature
reactions an effective approach to improving catalytic activity while reducing the need
for Pt-based catalysts [11,12]. Carbon supports are lightweight and flexible, making them
less prone to mechanical failure than ceramics. However, carbon materials can interact
with the catalyst or reaction products, affecting the catalyst’s overall performance. Nguyen
et al. [13] discovered a highly conductive surface and achieved excellent performance
using carbon black as a catalytic support for Pt. Moreover, based on their superb electrical
conductivity, porous structure, and high surface area, various carbon materials, such as
carbon nanotubes (CNTs), carbon black (CB), and mesoporous carbon, have been broadly
investigated as support materials for electrocatalysts to improve the catalytic activity, stabil-
ity, and performance of DMFCs. Subsequently, the discovery of graphene as single layers
of carbon atoms by Geim et al. in 2004 sparked the curiosity of scientists worldwide [14,15].
Graphene nanosheets have consistent physical and chemical properties, virtuous electrical
conductivity, and a high surface area [16].

In addition, the catalytic activity can be increased by reducing the surface area of
densely adherent graphene by including distinct graphene sheets [17]. Other carbon
compounds can be used as spacers to bond with the sheets and reduce accumulation to give
graphene as separate sheets [18,19]. The 3D porous architectures and excellent inherent
characteristics of graphene and three-dimensional (3D) graphene aerogels (GAs) have
recently gained much attention. 3D GAs have special features, including a large surface
area, multidimensional electron transport, and porous structure, making them even more
desirable as catalytic supports when compared to graphene [20,21]. GA preserves the
inherent features of 2D graphene sheets while exhibiting certain desirable functionalities
with increased performance. Due to the potential to eliminate CO intermediate species
that develop throughout methanol electrooxidation, PtRu alloy catalysts are frequently
employed as DMFC anodes within Pt-based bimetallic electrocatalysts [22]. Dong et al. [20]
presented PtRu/graphene for fuel cell applications with improved performance, but more
improvement is needed to achieve uniform PtRu particle sizes.

In many situations, GA support is a desirable material in DMFCs [23], supercapaci-
tors [24], Li-ion batteries [25], and other applications [26,27] that utilize this type of material.
However, no work has been presented for bimetallic platinum-ruthenium (PtRu) with
a graphene aerogel support as an electrocatalyst in methanol oxidation. Therefore, this
study aims to investigate the effectiveness of PtRu nanoparticles on GA. Moreover, aerogels
are one of the ten most advanced structures used today and have a specific purpose in
industry or research, contributing to this study’s novelty. Morphological and structural
properties of the materials were obtained from various analytical techniques, including
X-ray diffraction (XRD), Raman spectroscopy, field emission scanning electron microscopy
(FESEM), and transmission electron microscopy were used to study the physical properties
of the catalysts (TEM). In addition, cyclic voltammetry (CV) and chronoamperometric (CA)
tests were used to study the activity and stability of the catalysts for the electrooxidation
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of methanol. Finally, this work portrays a significant improvement of anodic catalysts for
application in DMFCs.

2. Results and Discussion
2.1. Characterization of Materials

The XRD analysis of PtRu/GA, GA and GO is shown in Figure 1a. The dominant peak
for GA and the XRD pattern with a gap between layers of 3.42 A was found at 26°. This
value is greater than that for the graphite plane, i.e., 3.34 A, but much smaller than the value
of 8.7 A obtained from the GO peak of 10.6° in 20. By removing several oxygen-containing
functional groups from GO, a decrease in the distance between layers from GO to GA can
be observed. In addition, GA has a broader gap between layers than graphite, indicating
residual functional groups on its surface.
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Figure 1. (a) XRD patterns and (b) typical EDX spectrum of PtRu/GA nanocomposite catalyst (c) the
EDX spectrum of individual Pt-Ru alloy nanoparticle (d) Raman spectra of GO, GA, and PtRu/GA.

GA has a broad peak, and the baseline is not obstructed. This suggests that GA
contains a significant amount of amorphous structure [27]. The PtRu/GA XRD patterns
exhibit Pt diffraction peaks at 39.7° (111), 46.2° (200), and 67. 5° (220). The spectrum
for the catalyst shows Ru diffraction peaks at 40.7° (111), 47° (200), and 69° (220). In
this case, we assume that the PtRu in the crystal structure has a face-centred cubic (fcc)
structure. GA does not appear to result in any noticeable changes in the crystallization of
PtRu nanoparticles [28]. Furthermore, this difference suggests that graphene nanosheets
are closely packed, whereas PtRu/GA without stacked graphene nanosheets preserves its
three-dimensional structure.

Based on the XRD pattern, it can be concluded that the PtRu/GA nanocomposite
catalyst prepared in this study has an FCC structure, which is consistent with the SAED
pattern shown in Figure 2f. This indicates that the Pt and Ru precursors were effectively
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loaded onto the GA without impurities. The diffraction peaks from the PtRu/GA composite
are located between the positions of pure FCC-structured monometallic Pt (JCPDS-04-0802)
and Ru (JCPDS-46-1043), suggesting the formation of Pt-Ru alloy nanoparticles [29]. The
(111) plane dominates the orientation, as evidenced by the most intense peak. Moreover, the
width of the diffraction peaks indicates the average size of the nanoparticles, with broader
peaks indicating smaller particles. The intensity of the (111) orientation suggests that it was
the dominant orientation during the growth process, likely due to a high concentration of
atoms and the strong affinity of Pt atoms for that plane. This orientation is highly reactive
and has the same d-spacing. The strong and narrow peak indicates that the particles have a
high level of crystallinity.

Figure 2. Cont.
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Figure 2. FESEM images (a) PtRu/GO, (b) PtRu/GA, TEM image (c) PtRu/GO, (e) PtRu/GA SAED
pattern (d) PtRu/GO, (f) PtRu/GA.

Additionally, no impurity peaks were detected, confirming the formation of pure
crystalline platinum. Figure 1b displays the EDX spectrum of the PtRu/GA nanocom-
posite catalyst, indicating the presence of Pt, Ru, C, and O elements. The appearance of
characteristic peaks for these elements indicates the successful formation and deposition
of Pt-Ru alloy nanoparticles onto GA. The C peak corresponds to GA, while the O peak
results from the remaining oxygen-containing functional groups in GA due to incomplete
chemical reduction from GO to GA. The EDX spectrum of the Pt-Ru alloy Figure 1c re-
veals overlapping peaks for Pt and Ru, providing strong evidence of the formation of a
Pt-Ru alloy structure. The respective atomic ratios of the elements are known or taken
into consideration. Therefore, EDX can be used to determine the composition of a Pt-Ru
alloy. This can be accomplished by contrasting the alloy’s X-ray emissions with those of a
fictitious alloy with a known or assumed composition. However, these estimates might not
be extremely precise or accurate because of EDX’s limitations. Therefore, the use of a more
quantitative approach, such as ICP-AES, is advised for atomic ratios that are more exact.
Additionally, the atomic ratio of Pt to Ru, assumptions by their EDX line scanning profiles,
is approximately 51:49, which closely matches the theoretical composition of a 1:1 ratio.
This further confirms the successful formation of the Pt-Ru alloy.

Interestingly, analysis of the Raman spectrum enables the identification of the carbon
species in the sample, which can be used to investigate further the electrocatalysts produced.
The structural change in GO, which occurs during the hydrothermal process, was studied by
Raman spectroscopy. Figure 1d illustrates the bands observed at approximately 1344-1351
cm ! and 1577-1598 cm 1, corresponding to the D and G bands for GO, GA, and PtRu/GA
to the existence of poly-crystalline graphite [30]. The G band generally corresponds to the
vibrational modes of the sp2 hybridized carbon atoms in the graphite layer. At the same
time, the large D-band peaks indicate the low crystallinity of the GA support. Analysis of
the Raman spectrum also shows that the higher the value of Ip/Ig, the more defects are
present in the graphite. The Ip/Ig intensity ratio for the bands was calculated from the
Raman spectra: PtRu/GA (1.02), GA (1.10), and GO (0.94). The degree of graphitization
can be calculated from the relative intensity ratio of the D and G bands (Ip/Ig), which
varies depending on the type of graphite material. The higher the (Ip/Ig) value, the more
flaws there are in graphite. However, the Ip/Ig value for the PtRu/GA electrocatalyst
was only slightly increased in this instance. Graphite in the sample has very little flaw
or disorder, which is meant [31]. The PtRu metal addition, which may have slightly
altered the GA structure, can also be linked to this issue. The intensity ratio for the Ip/Ig
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bands for GO (0.94) is increased compared to GA (1.10), which is similar to a previous
description [32]. This increase reveals that the average sp2 domain size is decreased during
the synthesis process, which is most likely due to the production of a significant number of
new smaller graphitic domains [33]. Furthermore, even after the catalyst is disseminated on
the GA support, the resultant (Ip/Ig) ratio is similar to that obtained for the electrocatalyst
samples in this work. Consequently, the carbon layers in these electrocatalyst samples in
the disordered and structured portions of the GA structure are not significantly different.

Figure 2a,b, FESEM shows that the electrocatalyst has a well-developed 3D link
porosity network, consistent with hydrothermally produced 3D graphene [34]. In addition,
the pore structure of the generated samples will facilitate the mass transit of reactants and
products [35]. The graphene sheets are stacked in Figure 2a, and this discovery aligns
with the findings shown in Figure 1a. As shown in Figure 2b, a porous 3D structure is
maintained on the PtRu/GA electrocatalyst, which allows reactant transport. At the same
time, a negative influence on the surface of the platinum particles is limited by the structure
of the graphene sheets. Platinum particles with a size of 1-3 nm are uniformly distributed
on a graphene nanosheet, as shown in Figure 2c,e. Based on Figure 2f, the particles have
the same size as the PtRu/GA particles, which indicates that GA and GO have similarities
in terms of the absorption and scattering ability of the particles. The selected area electron
diffraction (SAED) pattern in Figure 2d,f clearly shows the face-centred cubic (FCC) or
crystalline structure of the as-prepared Pt-Ru alloy nanoparticles. The (111), (200) and (220)
planes of the crystalline FCC structure are attributed to the three concentric rings and dots
formed in the SAED evaluation from the inside to the outside. The fabrication result for
PtRu/GA provides a concentric ring light spot, indicating that the resulting sample has a
highly crystalline structure. These results are consistent with the XRD data in Figure 1a,
which show that PtRu crystals have crystal defects and multiple domains.

2.2. Electrochemical Evaluation

The potential and effectiveness of all catalysts were electrochemically characterized
and determined to be anodic catalysts in DMFCs. This segment includes two main mea-
surements: cyclic voltammetry (CV) and chronoamperometry (CA), which analyse elec-
trocatalytic performance. This was carried out to determine how stable and durable the
samples are in the long term. Figure 3a depicts the CV profiles measured for all catalysts
in a 0.5 M H,SOy solution with potentials ranging from —0.2 V to 1.0 V. The hydrogen
adsorption/desorption area is also reported on the scale of —0.2 V to 0.1 V, which was used
to determine the electrochemical active surface area (ECSA). The ECSA is a method for
calculating the surface area of PtRu nanoparticles in an electrocatalyst [36]. Charge transfer
reactions at the activation sites are adsorption limited; therefore, this approach requires a
cycle of electrode current in the voltage range. ECSA employs the full charge necessary for
monolayer adsorption and desorption as reactive surface sites [37].

In general, the larger ECSA of a catalyst usually possesses higher electro-catalytic
activity. The methanol oxidation reaction (MOR) performance of anode catalyst is a signifi-
cant factor influencing DMFC'’s efficiency. The common methanol electrooxidation reaction
steps with Pt-based alloy catalyst are given in Equations (1)—(3) as shown below [38]:

PtRu + CH;0H — PtRu-CO,4 + 4H* + de~ )
PtRu + H,O — PtRu-OH,q + H* + e~ @)
PtRu-CO,q + Pt-Ru-OH,q — CO, + 2PtRu + H" + e~ 3)

From Equation (1), the intermediate species of carbon monoxide (CO) is produced
during MOR and then further adsorbed onto the surface of the Pt-Ru catalyst (PtRu-
CO,4). The produced CO,q4 block the surface of the Pt-Ru catalyst, thereby suppressing
the continuous MOR. The PtRu-CO,q4 can be oxidized by the hydroxyl group (OH) to
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form carbon dioxide (CO;). GA acts as Pt-PRu catalyst support which can prevent the
agglomeration of the nanoparticles during MOR and enhance the durability of the catalyst.
The calculated ECSA for the CV observation is shown in Table 1. The ECSAs for PtRu/GA,
PtRu/GO, and PtRu/C were computed to be approximately 38.49 m?g~!, 20.44 m?g~!,
and 19.65 m?g 1, respectively. PtRu/GA has an ECSA of approximately two times that of
PtRu/C. This finding demonstrates that preserving a 3D structure while raising the ECSA
for PtRu nanoparticles and improving catalyst utilization is possible with GA.
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Figure 3. Represent (a) the H, absorption and desorption of PtRu catalyst in 0.5 M H,SOy, (b,c) CV
curves in 0.5 M H,SO4 and 1 M CH30H aqueous at 50 mVs~!and (d) histogram of mass activity and
specific activity for electrocatalyst.
Table 1. Comparison of the current density results with the different electrocatalysts.
ECSA Peak Potential 01.1set Mass Activity Spe.c1.ﬁ ¢ CO Tolerance
Eletrocatalyst (m2/ ) (Vvs. Potential (V vs. (mA/m ) Activity I/L. Ratio
8PtRu Ag/AgCl) Ag/AgCl) BPRu (A /emZpigy) 7%
PtRu/GA 38.49 0.67 0.205 219.78 0.287 1.19
PtRu/GO 20.44 0.739 0.211 107.06 0.263 1.29
PtRu/C 19.65 0.649 0.387 73.11 0.187 3.94

CV was used to examine the catalytic activity of the synthesized electrocatalyst and
other electrocatalysts, as shown in Figure 3b. The CV curves obtained for the PtRu/GA,
PtRu/GO, and PtRu/C electrocatalysts were evaluated in 0.5 M H,SO4 with 1 M CH30H
with saturated N, gas at room temperature. The potential range for the several curves
is —0.2 to 1.0 V versus Ag/AgCl. The data show well-known methanol oxidation char-
acteristics, with identifiable anode peaks at 0.60 V for all catalysts. For the oxidation of
methanol at PtRu, a kinetically controlled reaction occurs because of this process, a huge
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anodic peak amplitude is presented, and a larger anodic current density will result from
a large electrocatalytic activity. PtRu/GA has a peak current density of 219.78 mAmg !
PtRu, which is 2.1 times that of PtRu/GO (107.06 rnAmg_1 PtRu) and three times that of
commercial PtRu/C (73.11 mAmg~! PtRu). This indicates that PtRu/GA has significantly
higher electrochemical activity than PtRu/GO and Pt/C, owing to the increased ECSA of
PtRu nanoparticles on PtRu/GA.

Table 1 illustrates the CV curves for CO tolerance, onset oxidation potential, and
forward oxidation potential for all electrocatalysts generated in the MOR. Throughout the
forward scan, the forward oxidation peak () reflects the oxidation of specific adsorbed
species of methanol, while the elimination of carbonaceous species owing to incomplete
oxidation is shown by the reverse oxidation peak (I,) [39]. The I and I}, ratios also in-
dicated in Table 1, can be utilized to determine the ability of electrocatalysts to tolerate
CO intermediate molecules during methanol oxidation. Based on the minimal number of
carbonaceous species remaining, a high I¢/I;, ratio in the forward scan suggests an effective
electrocatalyst in methanol oxidation. According to the CV data given in Table 1, the I¢/T,
value for the PtRu/C electrocatalyst is the largest (3.94) when compared to the PtRu/GO
(1.29) and PtRu/GA (1.19) electrocatalysts, indicating that the PtRu/C electrocatalyst has
greater CO tolerance. This finding demonstrates that using a nanostructure structure and a
metal oxide combination in an electrocatalyst can help to solve the critical challenge for
DMEC technology and has strong potential to replace the commercial supports that are
now used in this technology.

Electrocatalysts on manufactured PtRu/GA were compared to various PtRu supports
for electrocatalysts in DMFCs, such as nanostructured catalysts and metal oxide combina-
tions, as shown in Table 2. The results demonstrate that PtRu/GA has the highest peak
current density among all electrocatalysts.

Table 2. Comparison of the performance results with the previous study.

Authors Electrocatalyst Peale Potential Peak Current Densiy

2

This study PtRu/GA 0.864 ;’f;;gfgﬁg
Nishanth et al. [40] PtRu/TiO,-C 0.761 151.47
Lin et al. [41] PtRu/CNT 0.857 66.69
Chen et al. [42] PtRuWOx/C 0.913 56.02

Basri et al. [43] PtRuNiFe/MWCNT 0.941 31

Guo et al. [44] PtRug 7(CeO,)p3/C 0.191 21.43

To highlight the distinction, this study used mass activities (mAmg~") and specific
activity (mAcm?), as illustrated in Figure 3 to give a standard evaluation by normalizing
the current for the PtRu mass loading and the ECSA, respectively as to make a comparison
for all. Notably, the specific activities of the catalysts were evaluated for relevance to the
ECSA in the current context. The PtRu mass utilization efficiency can be determined using
a specific activity (mA/ cm?pry) for which PtRu/GA has an abnormally high mass activity
of 219.78 mA /mg tiny amount of specific activity (mA/ cm?piry). For the histogram shown
in Figure 3d, PtRu has a utilization of approximately 0.287 mA /cm? compared to other Pt
electrocatalysts with high utilization of Pt mass, in line with the histogram for a particular
activity. This indicates that PtRu/GA is successful in achieving excellent catalytic activity.
PtRu/GA has a higher electrochemical activity because of the well-distributed and uniform
size of PtRu particles and a higher ECSA value, which results in many electrochemically
active sites.

To provide a deeper understanding of how methanol oxidation works at a molecular
level, it is important to consider the variations in structure and mechanical stability between
different samples. Figure 4a offers a clear visualization of how the electrical properties
of these samples vary, as it depicts the relationship between resistivity and material den-
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sity. Notably, there are significant disparities between the performance of PtRu/GA and
commercial samples. PtRu/GA demonstrates low resistivity and a strong potential for
use in anodic catalyst reactions due to its tendency towards the high current. PtRu/GA,
PtRu/GO, and PtRu/C catalysts were chronoamperometrically tested for 3600 s in 0.5 M
H,SO4 containing 1.0 M CH30H at a fixed potential of 0.60 V to determine their long-term
electrocatalytic activity and stability against methanol oxidation. Two electrocatalysts
were compared to commercial PtRu/C in this study. These tests are crucial for assessing
activity and ensuring electrocatalytic activity against methanol oxidation reactions over a
time-consuming need. Instead, Figure 4b shows their corresponding curves, while Table 3
shows the long-term stability analysis results. Initially, all the catalysts were found to have
a high current value, which may be attributable to numerous active sites on their surfaces.
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Figure 4. (a) Resistance curves of commercial PtRu/GA and PtRu/C (b) Chronoamperometric curves
in 0.5 M H,SO4 + 1 M CH30H solution.

Table 3. Summary results of the long-term stability test for nanocomposite catalysts.

Final Current

Initial Current Current Density

Electrocatalyst Density (mAcm~2) Density at 372600 s Decline (%)
(mAcm~—2)
PtRu/GA 70.26 3.79 94.6
PtRu/GO 42.21 0.57 98.6
PtRu/C 0.07 0.04 429

Continuous oxidation of methanol fuel on the catalyst surface at a fixed potential
(0.60 V) occurs during the MOR. As a result, various intermediate-adsorbed CO species
begin to form on the catalyst surface. As demonstrated, the initial current for the PtRu/GA
nanocomposite catalyst is substantially higher than that for the PtRu/GO and PtRu/C cata-
lysts, implying higher double-layer charging [45]. Within the first 1000 s of the experiment,
the PtRu/GA nanocomposite catalyst demonstrates a faster current decay than the PtRu/C
catalyst, with an approximately 80% loss compared to 40% [46]. Even though a decline in
current was observed, the PtRu/GA nanocomposite catalyst showed a much higher current
than the PtRu/GO and PtRu/C nanocomposite catalysts for the entire period. PtRu/GA
nanocomposite catalysts have a final current density of 3.79 mA /cm?, which is higher than
that of the PtRu/GO (0.57 mA /cm?) and PtRu/C (0.04 mA/cm?) catalysts (see Figure 4 for
a better version).

Furthermore, compared to PtRu/GO (98.6%) and PtRu/GA (94.6%), the PtRu/C
nanocomposite catalyst shows the lowest calculated decrease in current density (42.9%),
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Deionized

demonstrating that the Pt-Ru alloy nanocomposite catalyst is more tolerant of toxins during
MOR. The current decays slowly or gradually over time, indicating that the catalyst has
good anti-poisoning properties [8]. The PtRu/GA nanocomposite catalyst displays a slower
current decline than a conventional catalyst. As a result, the PtRu/GA nanocomposite
catalyst outperforms the PtRu/GO and PtRu/C catalysts regarding the electrocatalytic
activity and stability of the methanol oxidation process. The outcomes show that oxidation
processes are encouraged by acidic conditions because they promote an environment that
increases the likelihood that they will take place in the methanol oxidation reaction in an
acidic medium. In addition, acidic conditions, which aid in neutralizing these charges and
improve their stability, can stabilize the positively charged intermediate species created
during oxidation processes. As synthesized, the PtRu/GA nanocomposite catalyst seems
promising for DMFC anode catalytic applications.

3. Experimental Section
3.1. Materials

Merck provided a platinum precursor (H,PtClg) with a Pt concentration of 40%.
Graphene oxide was obtained from GO Advanced Solution Sdn. Bhd. Ruthenium precursor
(RuCly), isopropyl alcohol, ethylene glycol (EG), Nafion solution, methanol, and ethanol
were obtained from Sigma-Aldrich (St. Louis, MO, USA).

3.2. Formulation of the GA Support

An 80 mg GO was put into 40 mL of distilled water at the start of production to create
a composite produced in the lab. This solution was prepared using ultrasonic, sonic mixing
to achieve a homogeneous solution before being transported to a Teflon-coated autoclave
with a stainless-steel enclosure. The graphene hydrogel was then subjected to hydrothermal
treatment for 12 h in an oven at 200 °C. The autoclave was then allowed to cool to room
temperature before performing a freeze-drying process for 24 h to generate a graphene
aerogel sample. Figure 5 depicts the creation of graphene aerogels using a combination of
hydrothermal and freeze-drying techniques.

Heating at 200 °C,

Freeze- drying,
12 hours sinc

24 hours

Graphene Aei"oge] (GA)

Figure 5. Graphene aerogel (GA) synthesis.

3.3. Synthesis of the PtRu/GA Electrocatalyst

The study will select the optimal GA support for doping with a Pt-Ru catalyst. The
GA support will be loaded with 20 wt% of Pt-Ru in a 1:1 atomic ratio. Initially, the Pt
source, chloroplatinic acid, and the Ru source, ruthenium chloride, will be mixed with
Ethylene Glycol (EG) solutions in a 70:30 ratio of EG to DI (v/v) and sonicated for 15 min.
Subsequently, the precursor solutions will be added to the synthesized GA powder and
stirred for 30 min until well mixed. Next, the pH of the solution was changed to a value of
10 using a 1 M NaOH solution. In addition, the mixture was heated in a microwave for
1 min and then turned off twice for 1 min to complete the reduction process. Finally, the
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sample was dried in an oven at 120 °C for 3 h, filtered, and washed numerous times with
DI water and ethanol.

3.4. Preparation of the Working Electrode

An Autolab electrochemical workstation was used to examine the electrochemical
measurements, as shown in Figure 6. The catalyst slurry was produced by ultrasonically
dispersing 2.5 mg catalyst in a solution of 150 pL deionized water, 150 pL isopropyl alcohol,
and 50 pL Nafion (5 wt%) solution for 20 min. In this experiment, a working electrode
known as a glassy carbon electrode (GCE) with a diameter of 3 mm was used (this electrode
was glossy with an alumina suspension), where 2.5 uL of catalyst ink was drop cast onto the
top GCE surface and dried at room temperature overnight before testing the performance
the next day.

02 00 02 04 06 08 10
Potential (V vs Ag/AgCI)

Figure 6. Electrochemical test with Autolab electrochemical workstation.

3.5. Structural Characterization

Sample-ray diffraction (XRD) is a powerful physical characterization technique that
may be utilized to demonstrate manufactured materials’ crystallinity and determine their
physical characteristics. The size of the catalyst particles and the phase of the prepared
catalysts were determined through X-ray diffraction (XRD) analysis using a D-8 Advance
diffractometer (Bruker) with Cu Ka (A = 0.154056 nm) radiation source. This analysis
was carried out at room temperature, and the voltage and current were set at 40 kV and
30 mA, respectively. The 2q range values between 5 and 100 were used to obtain the X-ray
diffractogram. Scherer’s equation was employed to calculate the crystallite size of the
catalyst from the XRD data.
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The average diameter of the catalyst can be calculated in nanometers using Scherer’s
constant (K = 0.89), the wavelength of the radiation (1 = 0.154056 nm), the full width at half
maximum of the diffraction peak (111) in radians (b), and the Bragg diffraction angle (q).

Concurrently, the degree of graphitization can be determined via Raman spectrum
analysis. The surface morphology and forms of the samples were studied using a field emis-
sion scanning electron microscope (FESEM). In contrast, transmission electron microscopy
(TEM) was performed using a JEM-1010 JEOL apparatus with a voltage of 100 kV.

3.6. Electrochemical Characterization

For this study, the catalyst’s electrochemical surface area (ECSA) was evaluated in
a 0.5 M H)SO; solution, and the electrocatalytic activity for methanol oxidation was
investigated in a 0.5 M H,SO4 + 1 M CH3OH solution. Next, an electrode electrochemical
analyzer was utilized to record all data using cyclic voltammetry (CV) at a scan rate of
50 mVs~L. Table 1 contains the ECSA results, and CV measurements were used to evaluate
ECSA using the equation below.

Q

2 =1y _

©)

Based on the equation, Q is the charge density or area under the graph ((C) of exper-
imental CV), T (2.1 Cmp; 2) is the constant for the charge required to reduce the proton
monolayer on the Pt, and Wp; is the Pt loading (gp;) on the electrode. The electrocatalytic
activity of the PtRu/GA electrocatalysts MOR using 0.5 M H>SO, + 1 M CH3OH solution
was tested using a cyclic voltammogram (Figure 3). The anodic peak current density
for the sweep is associated with the oxidation of freshy chemisorbed species originating
from methanol adsorption [47]. Chronoamperometry measurements were performed for
3600 s a with a step potential of 0.6 V [48]. Each experiment was purged for 15 min with
high-quality nitrogen gas to achieve oxygen-free content. Gas chromatography-mass spec-
trometry (GCMS) is a powerful analytical technique used to identify and quantify the
chemical compounds present in a gas sample. In addition, each electrochemical experiment
was conducted using a fresh electrolyte solution to assure repeatability. In addition to test-
ing the strength of the electrocatalyst, the retention value of the electrocatalyst is checked
by CA, which focuses on the level of resistance or force of the electrocatalyst object during
operation for a certain period according to the following equation [40];

Initial current density — Final current density
Initial current density

Retention value = x 100% (6)

To further clarify the catalytic performance of the electrocatalysts toward MOR, the
poisoning tolerance was evaluated. The forward anodic peak current (I) to the backward
anodic peak current (Ig) ratio, Ir /Ig, can be employed to evaluate the tolerance to accumu-
lated CO and other adsorbed species [40]. A higher Iz/Ip ratio generally implies a more
effective removal of CO and other adsorbed intermediates on the electrocatalyst surface
during the anodic scan [42].

4. Conclusions

This work describes a novel graphene aerogel support for bimetallic PtRu that was
successfully fabricated using an environmentally friendly hydrothermal reaction with a
working temperature range of 200 °C and a freeze-drying approach. A PtRu/GA electrocat-
alyst was fabricated from the best GA utilizing a simple microwave-aided alcohol-reduction
approach, and the results obtained from prior investigations of bimetallic catalysts were
compared. This work describes the synthesis, characterization, and chemical activities
of bimetallic PtRu with a graphene aerogel support and its catalytic abilities in a direct
methanol fuel cell. XRD, Raman spectroscopy, FESEM, and TEM studies were used to
determine the structure, composition, and morphology of the as-synthesized PtRu/GA.
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PtRu/GA also has an excellent 3D porous structure that prevents the active surface area loss
found for stacked graphene sheets, according to FESEM images. In addition, all electrocata-
lysts were compared to PtRu/C. The as-prepared PtRu/GA nanocomposite catalyst showed
a significantly greater ECSA, superior electrocatalytic activity, lower onset potential, more
significant peak current, and improved stability against the MOR. The high surface area and
synergistic impact of the generated PtRu alloy nanoparticles with high dispersion on the
surface area of the GA support can contribute to these findings. As a result, this study offers
a new avenue for catalyst development, raising the prospect of utilizing the as-developed
PtRu/GA nanocomposites as a viable DMFC catalyst. Alternatively, PtRu/GA synthesis
can be easily expanded to prepare various GA-integrated nanomaterials with diverse uses
in photocatalysis, sensors, batteries, and super-capacitor applications.
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