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The electrodeposition of platinum-based catalysts (PtPd, PtRu, and PtSn) using the pulse current deposition technique was carried
out on titanium substrate to prepare electrodes of different compositions to identify a possible catalyst offering high catalytic
activity towards methanol oxidation (MOR). Characterization by XRD, SEM, and EDX conﬁrmed the deposition of catalysts with
the desired composition with various morphologies of dendritic, spherical, and irregular deposits for PtPd, PtRu, and PtSn,
respectively. Among the various compositions and binary metals studied, electrochemical results indicate PtRu/Ti with Pt to Ru
ratio of 1:1 (Pt50Ru50/Ti) to be most active with lower onset potentials for CO oxidation (0.381 V) and methanol oxidation
(0.545 V) along with higher peak current density of ∼90 mA cm−2 compared to Pt/Ti (with onset potentials of 0.601 V for CO
oxidation, 0.659 V for methanol oxidation and ∼68 mA cm−2 peak current density). Moreover, the MOR catalytic activity
retention after 1000 accelerated durability test cycles was the highest for Pt50Ru50/Ti at 55% compared to Pt/Ti and commercial
Pt/C.
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Direct methanol fuel cells (DMFCs) have attracted considerable
research attention for portable applications among the low-temperature fuel cells because of their easy fuel handling and enhanced
storage safety in comparison to hydrogen.1,2 However, several
challenges still hinder the commercialization of DMFCs, such as
inadequate cell performance and high catalyst loading, resulting in
high cost. In this regard, developing more active catalysts for the
methanol oxidation reaction (MOR) and developing cost-effective
catalysts through efﬁcient synthesis techniques is critical. Platinum
(Pt) catalyst is commonly used because it can effectively catalyze the
oxidation of methanol to CO2 in an acidic environment as well as
display reasonable stability under oxidative conditions.3–5 However,
the active sites of Pt are easily poisoned by strongly adsorbing
methanol oxidation intermediates especially CO, thereby effectively
lowering the fuel cell performance.6,7
A common strategy employed to overcome the above problem of
catalyst poisoning is alloying Pt with elements that can promote the
catalytic activity towards MOR.8 The enhanced catalytic activity
of such-modiﬁed surfaces over pure platinum can be ascribed to
(i) bifunctional mechanism in which the second metal such as Ru
provides oxygen-containing species by which water dissociates at
relatively low potential for CO removal, and thereby combines with
Pt in a synergic way to yield a more catalytically active surface;
(ii) the ligand or the electronic effect, in which the second metal
alters the electronic properties of Pt that cause the reduction in
Pt-CO bond strength, thereby facilitating easy CO oxidation and thus
yielding more active catalytic surface and (iii) the geometric effect,
in which the second metal is assumed to be inactive and only plays
the role of support which can improve the active surface area as well
as expose suitable facets of Pt.4,9,10 Furthermore, the introduction of
relatively cheaper secondary metals can help to reduce the usage of
expensive Pt catalyst and thereby lower the cost while maintaining
good performance towards methanol oxidation.
There are numerous reports on Pt-based bimetallic electrocatalysts used in fuel cells which involves alloying Pt with elements such
as ruthenium (Ru),11,12 tin (Sn),13,14 palladium (Pd),15,16 nickel
(Ni),17,18 silver (Ag),19,20 etc. Among the secondary metals, Pd, Ru,
and Sn are widely employed for MOR. Pd is considered suitable
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mainly because of the very similar size and lattice structure with
only less than 1% lattice mismatch.21 On the other hand, Ru and Sn
are preferred because of the enhanced active OHads species available
on Ru and Sn sites at lower potentials, which will help oxidize the
adsorbed CO to CO2.22,23
Studies comparing the performance of these bimetallic catalysts
prepared on carbon-based supports by different synthesis techniques
have been extensively reported for the oxidation of various small
organic molecules.24–26 Most of these reports have widely employed
synthesis techniques such as polyol, microemulsion, impregnation,
colloidal methods, etc to prepare catalysts on carbon-based support
mainly due to their advantageous control of morphology, size, and
composition.27 Moreover, surfactant/capping agents are also necessary during synthesis to achieve uniformity in the size or morphology of the catalysts, and the removal of these surfactant/capping
agents is tedious as well as time-consuming and often has a
destructive effect by blocking the catalyst’s active sites.28
Furthermore, electrode fabrication using these catalysts requires
additional catalyst layer preparation methods like spraying, brush
coating, drum-roll coating, and screen printing, which can cause
wastage of the catalyst and reduction in catalyst performance.29
In this view, electrochemical deposition is a more beneﬁcial
catalyst preparation technique for actual practical applications as it
can deposit directly on conductive support at locations having both
ionic and electronic accessibility30,31 making it a single-step
procedure for preparing catalysts and fabricating electrodes as
opposed to the case of multiple steps for chemical synthesis
techniques. Electrodeposition offers the ability to easily tune the
features of the catalysts by simply modifying the electrodeposition
technique and parameters32 while ensuring a thin layer of catalyst is
prepared which is beneﬁcial in lowering the internal resistance as
well as improving the effective utilization of catalysts.33
As an alternative to corrosion-prone carbon support, Ti-based
materials have been considered as potential alternative support due
to their corrosion resistance, low cost and strong metal-support
interaction (SMSI).34 The investigation of bimetallic catalysts
fabricated through the electrodeposition process onto Ti-based
substrate towards MOR in DMFC is limited in the literature.
Taking this into consideration, the present study is intended to
prepare Pt-based bimetallic catalysts such as PtPd, PtSn, and PtRu
electrodeposited on a titanium substrate and investigate the effect of
secondary metal and its composition towards MOR and identify
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possible Pt-based catalysts of high catalytic activity and durability
towards MOR with reduced CO poisoning.
Experimental
Titanium substrate pretreatment.—Titanium substrates were cut
in an L-shape with a working area of 1 cm × 1 cm. The remaining
area of the electrode acted as provision for electrical connections and
was shielded with Teﬂon tape, thereby making a geometrical area of
2 cm2 (both sides) available to the electrolyte solution. Ti foil was
ﬁrst cleaned with Millipore water and then mechanically polished
with emery papers of medium roughness. The polished electrodes
were sequentially cleaned using acetone, isopropanol, and Millipore
water by sonicating in each solvent for ﬁve minutes. Further, the foil
was pretreated by dipping for one minute in 5 wt% oxalic acid
solution at 100 °C, which helped in cleaning the foil and obtaining a
smooth oxide-free substrate surface.35
Electrodeposition of Pt and Pt-based electrodes.—The deposition of the catalyst was carried out on the pretreated Ti support using
the corresponding metal precursor. H2PtCl6, PdCl2, RuCl3, and
SnCl2 were employed as precursors for Pt, Pd, Ru, and Sn. Pt and
Ag/AgCl were used as the counter and reference electrodes,
respectively. Galvanostatic pulse electrodeposition was used to
deposit noble metal on Ti using rectangular current pulses. During
each pulse, a reduction current was applied for 10 ms (ton), followed
by a relaxation time (toff) of 90 ms where no current was applied,
which corresponds to a duty cycle of 10%. The pulse amplitude
applied during ton period was different for each metal system and
was chosen so as to apply a suitable deposition overpotential for the
same metal loading. A schematic of the current pulse shape utilized
for the electrodeposition process is shown in Fig. S1 (available
online at stacks.iop.org/JES/167/024512/mmedia).
For the purpose of comparison, electrodeposition was performed
such that a theoretical total metal loading of 0.65 mg cm−2 was
achieved assuming 100% faradaic efﬁciency for deposition. Pulse
deposition experiments were performed at room temperature on an
SP-150 series electrochemical workstation (Biologic Science
Instruments). By this technique, the high current density during the
ton period increased the number of nucleation sites on the substrate.
The relaxation time (zero current density, toff) improved the
homogeneity of the deposition and limited hydrogen evolution.36
In a bid to determine the optimum composition, bimetallic catalysts
were prepared such that the composition ratio for Pt to secondary
metal (Pd, Ru, and Sn) was 1:1, 2:1, and 3:1. Apart from the
bimetallic catalyst, monometallic catalysts viz. Pt, Pd, Ru, and Sn
were also electrodeposited on pretreated bare Ti substrate for
comparison. All potentials quoted in this work are referred to a
standard hydrogen electrode (SHE).
Physical and electrochemical characterization.—The synthesized electrodes were physically characterized by X-ray diffraction
(XRD) (Bruker D8 Discover X-ray diffractometer, Cu-Kα source,
λ = 1.5406 A°) and ﬁeld emission high-resolution SEM (Hitachi
S4800). Energy dispersive X-ray (EDX) analysis was performed to
conﬁrm the presence and composition as well as the distribution of
metals on the Ti support. Electrochemical characterization experiments (viz. cyclic voltammetry and chronoamperometry) were
performed at room temperature on the SP-150 series electrochemical
workstation. All experiments were run in triplicate to ensure the
reproducibility of the data. The electrochemically active surface area
(ECSA) of Pt-based catalysts was determined by cyclic voltammetry
in nitrogen-saturated 0.5 M H2SO4 by scanning between 0 to 1.4 V
at a sweep rate of 50 mV s−1 and at room temperature. The area used
for the calculation of ECSA was taken as 2 cm2 since both sides
(each of 1 cm2) were exposed to the electrolyte during electrodeposition. The bimetallic catalysts were prepared in such a way that Pt
was replaced with a second metal like Ru, Sn or Pd by keeping the
total metal loading constant, similar to the Pt/Ti catalyst. To observe

a fair comparison of performance between the prepared catalysts, the
ECSA was normalized to the total metal loading of 0.65 mg cm−2.
CO stripping voltammograms were conducted in 0.5 M H2SO4
solution, in which carbon monoxide (CO) was pre-adsorbed on the
electrodes. Initially, CO was bubbled into 0.5 M H2SO4 for 20 min
while the electrode potential was ﬁxed at 0.1 V. Then, the dissolved
CO in the solution was removed by bubbling N2 into the solution
and the stripping voltammograms were collected at a scan rate of
50 mV s–1. The activity towards methanol oxidation was studied in
nitrogen-saturated 0.5 M H2SO4 with 1 M CH3OH solution by
scanning the potential from 0 to 1.4 V. The catalytic activity was
normalized to the geometric area of 2 cm2. Electrochemical impedance spectroscopy (EIS) was carried out to understand the charge
transfer properties of the electrodes. The Nyquist plots were
obtained by applying a sinusoidal potential of 10 mV at frequencies
from 100 kHz to 100 mHz while applying a potential of 0.6 V for the
electrodeposited electrodes. Short-term stability of the electrocatalysts was investigated by performing chronoamperometry at 0.9 V
for 30 min in nitrogen-saturated 0.5 M H2SO4 with 1 M CH3OH
solution. In order to investigate the electrocatalyst durability,
accelerated durability tests (ADT) were conducted on prepared
electrocatalysts by performing continuous potential cycling between
0.6 and 1.2 V for 1000 cycles at a scan rate of 50 mV s−1 with
periodic measurements of ECSA and MOR activity after every 100
cycles.
Results and Discussion
Physical characterization.—Galvanostatic pulse electrodeposition was employed as the synthesis technique to prepare electrodeposited catalysts because the pulse deposition can ensure higher
deposition rates along with minimized depletion layer thickness.37
Pulse electrodeposition employed in this work for the preparation of
all catalysts was performed at a 10% duty cycle and 10 Hz pulse
frequency unless otherwise speciﬁed. The duration of deposition was
determined by the deposition charge for the metal to achieve the
expected composition and loading of the catalysts. The deposition
parameters for each of the prepared catalysts are tabulated in
Table SI.
Initially, Pt was deposited on the Ti substrate by employing a
pulse current amplitude of 2.5 mA cm−2 using a solution of 2 mM
H2PtCl6 and 10 mM H2SO4. Scanning electron microscope images
presented in Fig. S2 show the morphology of Pt electrodes prepared,
which shows that the Pt deposit has a smooth globular structure
uniformly distributed on the Ti substrate.
For the preparation of bimetallic catalysts, the deposition was
sequentially performed in order to mimic the formation of a
core–shell structure by depositing a secondary metal as the inner
core while Pt was prepared as the outer shell. Such core–shell
catalysts offer interesting properties because of the possible synergistic interaction between the core and shell. The shell provides sites
for catalytic activity while the core element possibly exerts an
electronic effect on the shell element and can induce greater
suppression of adsorbed poisonous species.38
PtPd catalysts were prepared by initially depositing Pd from a
solution of 2 mM PdCl2 and 0.1 M HClO4 using pulse current
amplitude of 1.6 mA cm−2, followed by Pt deposition using pulse
current amplitude of 2.5 mA cm−2 using a solution of 2 mM H2PtCl6
and 10 mM H2SO4. The various compositions of PtPd prepared are
denoted as Pt50Pd50/Ti, Pt67Pd33/Ti, and Pt75Pd25/Ti where the
subscripts indicate the percentage of the component in the composite
catalyst. Pure Pd/Ti was also prepared for comparison.
SEM images of the sequentially deposited PtPd/Ti were compared with electrodeposited Pd/Ti in Fig. 1. The Pd particles in Pd/Ti
showed sharp dendritic morphology with several thin branches from
long stems as can be observed in Fig. 1a. On the other hand, the
deposition of Pt over the Pd structures resulted in a change of
morphology to nanoﬂower structure because of the increased
number of shorter branches connecting to the main stem as can be
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Figure 1. Scanning electron microscope images of (a) Pd/Ti and PtPd electrodeposited on Ti substrate of different composition ratios viz. (b) Pt50Pd50/Ti,
(c) Pt67Pd33/Ti and (d) Pt75Pd25/Ti; Elemental mapping of PtPd electrodeposited on Ti substrate of different composition ratios viz.: (e) Pt50Pd50/Ti,
(f) Pt67Pd33/Ti and (g) Pt75Pd25/Ti.

seen in Figs. 1b–1d. Higher magniﬁcation images of the PtPd
catalysts are shown in Fig. S3. Close observation of the images
implies that Pt deposition resulted in thickening of the dendritic
branches as the ratio of Pt to Pd is changed from 1:1, 2:1 to 3:1
thereby suggesting that the thickening could be ascribed to the
increased deposition of Pt on the Pd dendrites.
The EDX spectrum of catalysts is shown in Fig. S4 while the
EDX mapping of the catalysts is shown in Figs. 1e–1g. The relative
surface content of the metals for the PtPd electrocatalysts determined
from the EDX spectrum is tabulated in Table SII. EDX mapping
clearly illustrates the deposit comprised of Pt and Pd, and the
distribution of both the metals remains uniform along with the
structure for all compositions of PtPd. The elemental distribution
was found to be consistent with the expected composition for PtPd
electrocatalysts.
Similar to PtPd preparation, the PtSn bimetallic electrodes were
prepared by sequentially depositing Sn as the inner core, while Pt
was prepared as the outer shell. Sn ions tend to form oxides in
aqueous acidic solutions. Therefore, a complexing agent, citrate salt,
was added to ensure the solubility of the Sn2+ ions. Sn was
deposited from an electrolyte containing 10 mM SnCl2 precursor
and 50 mM sodium citrate with 10 mM H2SO4 as supporting
electrolyte while Pt was deposited using an electrolyte containing
2 mM H2PtCl6 + 10 mM H2SO4.
At ﬁrst, Sn was deposited on a Ti substrate using pulse current
amplitude of 40 mA cm−2. Pt was deposited over the Sn deposits
with pulse current amplitude of 2.5 mA cm−2. The various

compositions of PtSn which were prepared include Pt50Sn50/Ti,
Pt67Sn33/Ti, and Pt75Sn25/Ti, where the subscripts indicate the
percentage of the component in the composite catalyst. Pure Sn/Ti
was also prepared for comparison.
SEM images of the sequentially deposited PtSn/Ti were compared with the electrodeposited Sn/Ti in Fig. 2. The Sn deposited in
Sn/Ti was porous with a relatively uniform arrangement of particles
with sharp features as shown in Fig. 2a. On the deposition of Pt on
Sn deposits, the particles became irregularly shaped and the particle
size relatively increased with an increase in Pt to Sn ratio as can be
seen in Figs. 2b–2d. Higher magniﬁcation images of the PtSn
catalysts are shown in Fig. S5. EDX analysis and mapping were
carried out to determine the distribution of the PtSn catalysts on the
Ti substrate and are shown in Fig. S6 and Figs. 2e–2f, respectively
while the surface composition is tabulated in Table SIII. The
elemental distribution was found to be in agreement with the
expected target composition for PtSn electrocatalysts.
In the case of preparation of PtRu catalysts, sequential deposition of
Ru and Pt did not show promising performance for methanol oxidation
during trial experiments, and the activity resembled that of Pt.
Nevertheless, surface composition consistent with overall composition
was reported to be more effective for active PtRu catalysts towards
methanol oxidation.39 Hence, to achieve uniform surface composition,
a co-deposition route was adopted to prepare the PtRu bimetallic
electrocatalyst onto the Ti substrate. Pulse current waveform with a
pulse amplitude of 2.5 mA cm−2 was employed for the co-deposition
of PtRu from a solution containing the precursors of both the metal
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Figure 2. Scanning electron microscope images of (a) Sn/Ti and PtSn electrodeposited on Ti substrate of different composition ratios viz. (b) Pt50Sn50/Ti,
(c) Pt67Sn33/Ti and (d) Pt75Sn25/Ti; Elemental mapping of PtSn electrodeposited on Ti substrate of different composition ratios viz. (e) Pt50Sn50/Ti,
(f) Pt67Sn33/Ti and (g) Pt75Sn25/Ti.

atoms. The concentration of Pt and Ru metal precursors were taken in
such a way to achieve the desired composition of PtRu bimetallic
electrocatalyst. Besides this, the duration of deposition was determined
by the deposition charge for the metal to achieve the expected
composition of PtRu. The deposition parameters are tabulated in
Table SI. The various compositions of PtRu which were prepared
include Pt50Ru50/Ti, Pt67Ru33/Ti, and Pt75Ru25/Ti, where the subscripts
indicate the percentage of the component in the composite catalyst. For
the purpose of comparison, pure Ru on Ti substrate (with Ru loading
of 0.65 mg cm−2) was also prepared from an electrolyte solution
containing 4 mM RuCl3 in 10 mM H2SO4. The pulse waveform
applied for Ru deposition on Ti was similar to that used for the codeposition of PtRu.
SEM images of the co-deposited PtRu/Ti are compared with
electrodeposited Ru/Ti in Fig. 3, with higher magniﬁcation images
of the PtRu catalysts shown in Fig. S7. Ru particles in Ru/Ti were
observed to have an agglomerated spherical morphology which was
uniformly distributed on the Ti substrate as can be seen in Fig. 3a.
However, when Pt and Ru are co-deposited, larger particles are
formed which cover the substrate uniformly as can be seen in
Figs. 3b–3d. The PtRu electrodes having Pt to Ru ratio of 1:1 and 2:1
have a spherical morphology while the ratio of 3:1 has catalyst
clusters growing on top of each other. Hence, a change could be
observed in the overall catalyst layer from smooth to a porous layer
which could be attributed to the stronger self-agglomeration of Pt
particles at higher Pt to Ru composition ratio.40

EDX analysis was carried out to determine the distribution of the
PtRu catalysts on the Ti substrate. The EDX spectrum of PtRu
catalysts is shown in Fig. S8 while the EDX mapping of the catalysts
is shown in Figs. 3e–3g. The relative surface content of the metals
for the PtRu electrocatalysts determined from the EDX spectrum is
tabulated in Table SIV. EDX mappings clearly indicate a uniform
distribution of Pt and Ru throughout the substrate. The distribution
of elements appeared close to the expected composition for PtRu
electrocatalysts.
XRD patterns of the electrodeposited bimetallic electrocatalysts
are displayed in Fig. 4. The XRD pattern for Pt/Ti is also included
for comparison. It can be seen that all electrocatalysts show
characteristic peaks at 2θ ∼46°, 68°, and 82° which correspond to
the lattice planes (200), (220), and (311) of the face-centered cubic
(fcc) structured platinum (JCPDS No. 04–0802). The peak at 2θ
∼40° corresponding to the Pt (111) plane overlaps with that of the Ti
substrate peak (2θ = 40.170), as reported in the literature.41
Broadening of XRD peaks and a slight shift of Bragg angle may
suggest the formation of bimetallic alloy, however, it cannot be
considered as conclusive evidence because there may be confusion
as to whether the peaks are arising from the mixture of fcc Pt and
binary catalyst, or a mix between fcc Pt and bimetallic alloy.42
Crystallite sizes were calculated based on Pt (200) peak using the
Scherrer equation and are tabulated in Table SV. Among the PtPd
bimetallic catalysts shown in Fig. 4a, the crystallite size is smallest
for Pt50Pd50/Ti (7.8 nm) compared to Pt67Pd33/Ti (11.4 nm) and
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Figure 3. Scanning electron microscope images of (a) Ru/Ti and PtRu electrodeposited on Ti substrate of different composition ratios viz. (b) Pt50Ru50/Ti,
(c) Pt67Ru33/Ti and (d) Pt75Ru25/Ti; Elemental mapping of PtRu electrodeposited on Ti substrate of different composition ratios viz. (e) Pt50Ru50/Ti,
(f) Pt67Ru33/Ti and (g) Pt75Ru25/Ti.

Pt75Pd25/Ti (10.1 nm). In case of the PtSn bimetallic catalysts as
shown in Fig. 4b, the crystallite size was smallest for Pt75Sn25/Ti
(12.3 nm) compared to Pt50Sn50/Ti (27.3 nm) and Pt67Sn33/Ti
(14.7 nm), while for the PtRu bimetallic catalysts shown in
Fig. 4c, the crystallite sizes were more or less close to 6 nm.
Electrochemical characterization.—Electrochemical surface
area (ECSA) of the deposited catalysts was determined by evaluating
the hydrogen adsorption/desorption (ads/des) charge obtained from
cyclic voltammetry performed in 0.5 M H2SO4 in the potential range
of 0 to 1.4 V at a scan rate of 50 mV s−1. Figure S9a shows the
cyclic voltammogram observed for the electrodeposited Pt catalyst.
The cyclic voltammogram in 0.5 M H2SO4 for the Pt exhibit the
characteristic features of polycrystalline Pt in sulphuric acid
electrolyte.43 Two well-deﬁned hydrogen adsorption peaks at about
0.1 V and 0.2 V were observed, which are respectively attributed to
the surface adsorption characteristics of Pt(110) and Pt(100) facets.44
The ECSA of the electrode was calculated using hydrogen ads/des
peaks from the cyclic voltammograms using the formula:
QH
ECSA =
m*QC
where QH is integrated hydrogen ads/des charge, m is the metal
loading and QC is the hydrogen ads/des charge on a smooth platinum

electrode (210 μC cm−2). The activity of electrodeposited Pt/Ti
catalysts towards methanol oxidation was determined from the
cyclic voltammetry in a nitrogen-saturated 1 M CH3OH in 0.5 M
H2SO4 solution at a scan rate of 50 mV s−1 and is shown in Fig. S9b.
As expected, the forward scan of Pt/Ti electrodes are characterized
by a strong current peak at ∼1.0 V and another peak in the backward
scan at around ∼0.8 V, characteristic for the oxidation of intermediate adsorbed on the electrode surface in the forward scan.
The ECSA of PtPd/Ti electrodes, as well as the Pd/Ti electrode,
were also examined and results are shown in Fig. 5a. It can be
observed that the Pd/Ti prepared for comparison also exhibit wellknown hydrogen ads/des peaks in the potential region of 0 to 0.2 V
and Pd oxide formation and reduction within the region of 0.6 to
1.4 V, which is indicative of the predominant Pd metal surface
electrochemistry,45 while the PtPd/Ti electrodes exhibit characteristic Pt and Pd electrochemical behavior. The analysis shows that
PtPd/Ti electrodes exhibited relatively similar ECSA values, with
Pt67Pd33/Ti offering the highest ECSA of ∼27 m2 g−1 among the
prepared electrodes while Pd/Ti showed an ECSA of ∼16 m2 g−1.
The ECSA values of all the catalysts are tabulated in Table SVI.
To further conﬁrm the ECSA of the PtPd/Ti electrodes, CO
stripping voltammetry was performed and the observed voltammograms are shown in Fig. 5b. The ECSA values obtained from the CO
stripping voltammogram are tabulated in Table SVI and are found to
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Figure 4. XRD pattern comparing Pt with (a) PtPd, (b) PtSn and (c) PtRu bimetallic catalysts prepared by electrodeposition on Ti substrate.

be in relatively good agreement with those obtained from hydrogen
ads/des experiments. All stripping voltammograms show a CO
oxidation peak which moves toward less positive potentials as Pd
was replaced by Pt in the PtPd/Ti electrodes. This indicates the

slightly easier oxidation of adsorbed CO on PtPd/Ti electrodes when
compared to Pd/Ti. Furthermore, it can be observed that the PtPd/Ti
electrodes exhibited a single CO oxidation peak which could be
attributed to the synergistic effect of Pt and Pd.46 In addition, the CO
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Figure 5. (a) Cyclic voltammogram of PtPd/Ti (solid lines) and Pd/Ti (dash
line) electrodes in 0.5 M H2SO4 at a scan rate of 50 mV s−1; (b) COstripping voltammograms of PtPd/Ti (solid lines) and Pd/Ti (dash line)
electrodes in 0.5 M H2SO4 at a scan rate of 50 mV s−1; (c) Cyclic
voltammogram of PtPd/Ti (solid lines) and Pd/Ti (dash line) electrodes in 0.5
M H2SO4 + 1 M CH3OH at a scan rate of 50 mV s−1.

oxidation onset potentials of PtPd/Ti electrodes are signiﬁcantly
lower than the Pd/Ti electrode, suggesting an electronic modiﬁcation
affecting the CO adsorption characteristics on PtPd bimetallic
catalyst when compared to pure Pd.47 The activity of PtPd/Ti
electrodes towards methanol oxidation was investigated by performing cyclic voltammetry in nitrogen saturated 1 M CH3OH +
0.5 M H2SO4 at a sweep rate of 50 mV s–1 and at room temperature.
It can be observed from Fig. 5c, that among the various compositions of PtPd/Ti, Pt50Pd50/Ti exhibited the highest activity towards
methanol oxidation while Pd/Ti electrode offered almost negligible
methanol oxidation activity.
EIS was carried out to understand the charge transfer properties
of the electrodes. The Nyquist plots were obtained by applying a
sinusoidal potential of 10 mV at frequencies from 100 kHz to 100
mHz while applying a potential of 0.6 V for the electrodeposited
electrodes and can be represented with a Randle equivalent circuit,
as shown in Fig. S10 where Rsoln is the solution resistance, Cdl is the
double layer capacitor and Rct is the charge transfer resistance.
Figure S11 shows the Nyquist plots obtained for the electrodeposited
PtPd electrodes. The Nyquist plots are semi-circular shaped and the
diameters of the impedance arcs of Pt50Pd50/Ti are much smaller
than other PtPd/Ti electrodes which suggest faster electron-transfer
kinetics with an increase in Pd content in the PtPd bimetallic
electrodes.
Additionally, chronoamperometric measurements were conducted for evaluation of the catalytic stability of PtPd electrodes
by applying 0.9 V in 1 M CH3OH + 0.5 M H2SO4 solution for
30 min as shown in Fig. S12. All electrodes exhibited current decay
during the initial period because of the formation of intermediate
species on the electrocatalysts. However, the Pt50Pd50/Ti catalyst
appears to have the lowest current decay after 30 min implying the
electrode exhibits a stable activity for oxidizing methanol and
tolerance against the poisoning by intermediates of methanol
oxidation.
The comparison of the various parameters determined from the
electrochemical analysis of electrodes are shown in Table SVI.
Electrochemical characterization of the electrodes shows that PtPd/
Ti electrode prepared with a catalyst ratio of 1:1 (i.e. Pt50Pd50/Ti) is
found to exhibit higher performance among all electrodes towards
methanol oxidation, which could be due to the catalytic function
depending on the Pt shell thickness resulting in different extent of
synergism between Pt and Pd. The results are consistent with
ﬁndings in literature where PtPd bimetallic catalysts having Pt:Pd
ratio of 1:1 showed excellent anti-CO poisoning property and high
electrocatalytic performance towards MOR.48,49 This implies that
the Pd in the sequential deposition of Pt over Pd plays an important
role in enhancing the performance towards methanol oxidation.
In the case of PtSn catalysts, cyclic voltammograms at 50 mV s–1
for Sn and PtSn surfaces in 0.5 M H2SO4 are shown in Fig. 6a. Sn
and PtSn catalysts have a less-deﬁned proﬁle in the cyclic
voltammogram. Furthermore, a substantial double-layer charge
proﬁle was observed for Sn and PtSn electrodes. Such behavior
could be attributed to the oxophilic nature of Sn in the monometallic
and bimetallic electrodes.50 The ECSA of PtSn electrodes were
examined by the hydrogen underpotential deposition method and is
shown in Fig. 6a, where among the electrodes, Pt75Sn25/Ti exhibited
the highest ECSA of ∼14 m2 g−1. The ECSA for electrodes with Sn
composition could better be determined by CO stripping voltammetry as shown in Fig. 6b. The Pt75Sn25/Ti electrode was observed
to exhibit higher ECSA (∼39 m2 g−1) compared to other composition electrodes.
Though pure Sn is readily oxidized and is not active for CO
oxidation, the addition of Sn to Pt provides active sites for O2
adsorption which thereby eases the CO oxidation as indicated by the
relatively low onset potential of ∼0.35 V during CO stripping
voltammograms. In addition, a broader CO oxidation region between
∼0.35 and 0.9 V was observed for the PtSn electrodes. The peak
located at the lower potential can be associated to the PtSn
interaction, whereas the one situated at higher potential can be
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Figure 6. (a) Cyclic voltammogram of PtSn/Ti (solid lines) and Sn/Ti (dash
line) electrodes in 0.5 M H2SO4 at a scan rate of 50 mV s−1; (b) COstripping voltammograms of PtSn/Ti (solid lines) and Sn/Ti (dash line)
electrodes in 0.5 M H2SO4 at a scan rate of 50 mV s−1; (c) Cyclic
voltammogram of PtSn/Ti (solid lines) and Sn/Ti (dash line) electrodes in 0.5
M H2SO4 + 1 M CH3OH at a scan rate of 50 mV s−1.

attributed to the Pt portion of the bimetallic electrode.51 The
combination of the bifunctional effect and the electronic ligand
effect can contribute to the better CO tolerance of PtSn electrodes.
The activity of the electrodeposited PtSn catalysts towards
methanol oxidation is shown in Fig. 6c. Though Sn/Ti exhibits
some activity towards methanol oxidation, it is signiﬁcantly lower
than PtSn catalysts. It can be observed that the magnitude of the
observed peak current density of methanol oxidation for the PtSn
catalysts increased as the amount of Sn decreased, following the
order of Pt75Sn25/Ti > Pt66Sn33/Ti > Pt50Sn50/Ti, with Pt75Sn25/Ti
offering a peak current density of ∼76 mA cm−2 during methanol
oxidation.
The Nyquist plots of the PtSn/Ti electrodes shown in Fig. S13
indicate semicircles of smaller diameter observed with increasing Pt
content in the PtSn bimetallic catalysts suggests faster electrontransfer kinetics at ratios with more Pt content. Additionally,
analysis of catalysts stability by chronoamperometry as shown in
Fig. S14 further corroborate the better stability of the Pt75Sn25/Ti
compared to other compositions of PtSn electrodes.
The comparison of the various parameters determined from the
electrochemical analysis of the various compositions of PtSn
electrodes are shown in Table SVI. Electrochemical characterization
of the electrodes shows that PtSn electrode prepared with a catalyst
ratio of Pt to Sn atomic ratio of 3:1 (i.e. Pt75Sn25/Ti) was found to be
the most optimum composition, exhibiting a signiﬁcant CO tolerance as well as high electrocatalytic activity and stability toward
methanol oxidation. This is in corroboration with the fact that PtSn
in the ratio of 3:1 has been reported to be the optimum composition,
which is most active and displays a strong synergistic effect in
methanol electrooxidation.52
To investigate the performance of PtRu catalysts, cyclic voltammograms at 50 mV s−1 for Ru and different PtRu composition in
0.5 M H2SO4 were performed and are shown in Fig. 7a. Ru/Ti
electrodes exhibit strong double-layer capacitance in the voltammogram indicative of the pseudocapacitive nature of Ru.53 With
decreasing Ru content in the binary catalysts the current-potential
peaks in the hydrogen ads/des region, as well as a double layer,
become narrow and more deﬁned than on pure Ru. The ECSA of
PtRu electrodes were examined by the hydrogen underpotential
deposition method. It can be observed in Fig. 7a that the Pt50Ru50/Ti
exhibited the highest ECSA of ∼20 m2 g−1 among the electrodes.
However, for electrodes with Ru composition, the determination
of the ECSA by hydrogen underpotential deposition could be
imprecise since Ru is found to have an overlap of the hydrogen
and ruthenium oxidation currents.54 Hence, to better determine the
ECSA of the PtPd/Ti electrodes, CO stripping voltammetry was
performed and the observed voltammograms are shown in Fig. 7b.
The Pt50Ru50/Ti electrode was observed to exhibit higher ECSA of
∼26 m2 g−1 compared to other composition electrodes. Since the
catalysts were prepared by replacing Pt with the second metal (Ru,
Sn, Pd) in a manner that the total metal loading was kept constant at
0.65 mg cm−2 for the bimetallic catalysts, only a marginal increase
in ECSA (m2 g−1) was observed between the Pt and bimetallic-Pt
catalysts.
The voltammograms show a single CO oxidation peak with
peak potential as well as onset potentials shifting to more negative
potentials with more Ru in the PtRu bimetallic electrodes. This
clearly indicates the easier oxidation of adsorbed CO because Ru
in the PtRu electrodes supplies oxygen species for CO oxidation.55
The activity of the PtRu electrodeposited catalysts towards
methanol oxidation was studied using cyclic voltammetry in the
potential range of 0 to 1.4 V at a scan rate of 50 mV s−1. Ru/Ti
offered almost negligible activity towards methanol oxidation.
Analysis of the forward peak current densities from Fig. 7c
indicate that the PtRu bimetallic electrodes offered methanol
oxidation activity in the order of Pt50Ru50/Ti > Pt67Ru33/Ti >
Pt75Ru26/Ti electrode.
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The Nyquist plots of the PtRu/Ti electrodes are shown in
Fig. S15. The observed semicircles indicate the Pt50Ru50/Ti have a
smaller diameter than other PtRu/Ti electrodes which suggests faster
electron-transfer kinetics with an increase in Ru content in the PtRu
bimetallic composite electrodes. Moreover, the stability of the PtRu/
Ti is evaluated by chronoamperometry curves as shown in Fig. S16
and it is evident that Pt50Ru50/Ti exhibits better stability than other
compositions of PtRu electrodes.
The comparison of the various parameters determined from the
electrochemical analysis of the various compositions of PtRu
electrodes are shown in Table SVI. Electrochemical characterization
of the electrodes shows that PtRu electrode prepared with a catalyst
ratio of 1:1 (i.e. Pt50Ru50/Ti) was found to show higher performance
among all electrodes towards methanol oxidation which could be
related to their superior CO tolerance through the bifunctional
mechanism. This optimum composition of Pt to Ru atomic ratio of
1:1 is consistent with literature reports to be the most active and
displays a strong synergistic effect in methanol electrooxidation.52

Figure 7. (a) Cyclic voltammogram of PtRu/Ti (solid lines) and Ru/Ti (dash
line) electrodes in 0.5 M H2SO4 at a scan rate of 50 mV s−1; (b) COstripping voltammograms of PtRu/Ti (solid lines) and Ru/Ti (dash line)
electrodes in 0.5 M H2SO4 at a scan rate of 50 mV s−1; (c) Cyclic
voltammogram of PtRu/Ti (solid lines) and Ru/Ti (dash line) electrodes in
1 M CH3OH + 0.5 M H2SO4 at a scan rate of 50 mV s−1.

Comparison of electrochemical performance of bimetallic
catalysts.—The various compositions of the binary electrodes of
PtPd, PtRu, and PtSn exhibit good performance and show a
signiﬁcant change in activity on modifying the composition and
components. This clearly reveals that the activity of Pt-based
bimetallic catalysts towards methanol oxidation depends clearly on
the choice of secondary metal and its composition. A comparison of
Pt and Pt-based bimetallic (PtRu, PtPd, and PtSn) electrocatalyst
performance towards methanol oxidation reported in the literature is
presented in Table SVII.
For the purpose of better understanding, the highly active
composition of PtPd, PtRu, and PtSn are compared with Pt.
Figure 8a shows the comparison of cyclic voltammograms in 0.5 M
H2SO4 at 50 mV s−1. PtRu/Ti and PtSn/Ti show less well deﬁned H2
adsorption and desorption peaks and exhibit strong double-layer
capacitance compared to PtPd/Ti and Pt/Ti which are indicative of
the oxophilic nature of Ru and Sn.
The CO-stripping voltammetry measurements shown in Fig. 8b
indicate that the addition of binary metal to platinum led to a
decrease in the CO-stripping onset potential conﬁrming that the
electronic effect of Pd, Ru, and Sn can inﬂuence the Pt-CO bond
strength and help to free active Pt surface. The onset potentials for
CO-stripping follow the order of PtSn/Ti < PtRu/Ti < PtPd/Ti < Pt/
Ti with the onset potential values of 0.362, 0.381, 0.601, and
0.605 V for Pt75Sn25/Ti, Pt50Ru50/Ti, Pt50Pd50/Ti, and Pt/Ti, respectively which clearly indicates that the binding energy of CO on Pt
sites available on PtRu and PtSn bimetallic surfaces was lower than
that on pure Pt as well as on PtPd. This could be ascribed to the
bifunctional mechanism commonly observed in Ru and Sn where the
oxophilic nature of Ru and Sn can provide necessary –OH groups to
easily oxidize CO.
The comparison of cyclic voltammograms for methanol oxidation in 0.5 M H2SO4 + 1 M CH3OH is shown in Fig. 8c. The Ptbased bimetallic catalysts perform better than Pt toward methanol
oxidation. The magnitude of the observed peak current density of
MOR follows the order PtRu/Ti > PtPd/Ti > PtSn/Ti > Pt/Ti with
the peak current density values of 89.84, 80.42, 76.47, and
68.34 mA cm−2 for Pt50Ru50/Ti, Pt50Pd50/Ti, Pt75Sn25/Ti, and Pt/
Ti, respectively. This suggests that PtRu is a better-performing
bimetallic catalyst towards MOR compared to PtPd and PtSn.
Additionally, the onset potential for MOR was compared to understand the kinetics of MOR in the binary catalysts. PtPd/Ti (0.665 V)
did not show signiﬁcant change in onset potential for MOR
compared to Pt/Ti, while the onset for PtRu/Ti (0.545 V) and
PtSn/Ti (0.601 V) are shifted signiﬁcantly to lower values compared
to Pt/Ti (0.659 V). This could signify that methanol oxidation
commences at the lower potential on PtRu and PtSn compared to
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Figure 9. Comparison of (a) normalized ECSA and (b) normalized MOR
peak current density measured during ADT studies for (i) Pt/C, (ii) Pt/Ti and
(iii) PtRu/Ti catalysts.

PtPd and Pt. Hence, from the various compositions and binary
metals prepared, PtRu/Ti with Pt to Ru ratio of 1:1 was found to be
most active towards methanol oxidation. Hence, further studies were
performed on the Pt50Ru50 catalyst.

Figure 8. (a) Comparison of cyclic voltammogram of Pt/Ti with most active
composition of PtPd/Ti, PtRu/Ti and PtSn/Ti electrodes in 0.5 M H2SO4 at a
scan rate of 50 mV s−1; (b) Comparison of CO-stripping voltammograms of
Pt/Ti with most active composition of PtPd/Ti, PtRu/Ti and PtSn/Ti
electrodes; (c) Comparison of cyclic voltammogram of Pt/Ti with most
active composition of PtPd/Ti, PtRu/Ti and PtSn/Ti electrodes in 1 M
CH3OH + 0.5 M H2SO4 at a scan rate of 50 mV s−1.

Durability studies.—In order to investigate the electrocatalyst
durability, accelerated durability tests (ADT) were conducted on the
prepared Pt/Ti and Pt50Ru50/Ti electrocatalysts by performing
continuous potential cycling between 0.6 and 1.2 V for 1000 cycles
at a scan rate of 50 mV s−1 with periodic measurements of ECSA
and MOR activity after every 100 cycles. For the purpose of
comparison, ADT was also performed on commercial 40 wt.%
Pt/C (Johnson Matthey) drop-casted on a glassy carbon electrode
with similar loading as given in the Supporting Information.
The cyclic voltammograms of the electrodes measured in 0.5 M
H2SO4 during ADT recorded before and after 1000 cycles are
presented in Fig. S17. The ECSA for Pt/Ti dropped rapidly with
respect to a number of cycles when compared to PtRu/Ti as
evidenced in Fig. 9a. The ECSA for Pt/Ti decreased from
26.9 m2 g−1 to 10.4 m2 g−1 after 1000 cycles of ADT as opposed
to a relatively lesser drop of ECSA for PtRu/Ti from 20.8 m2 g−1 to
11.3 m2 g−1. However, the ECSA retention for Pt/C is higher than
both Pt/Ti and PtRu/Ti as the values reduced to 62%, 38%, and 54%
of its initial value for Pt/C, Pt/Ti, and PtRu/Ti, respectively. This can
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be due to the high surface area offered by the carbon support
compared to the Ti support. Hence, we can expect that replacing Ti
foil with Ti mesh or foam or nanotubular form can improve the
surface area of support and thereby help reduce loss in ECSA.
The cyclic voltammograms of the electrodes measured in 0.5 M
H2SO4 + 1 M CH3OH during ADT recorded before and after 1000
cycles are presented in Fig. S18. As evidenced by the normalized
MOR peak current density measured during ADT studies shown in
Fig. 9b, the drop in catalytic performance was akin to the loss in
ECSA. It is observed that the catalytic activity for Pt/Ti electrocatalyst drops by 78% after 1000 cycles as opposed to ∼45% drop
for Pt50Ru50/Ti. This shows that the drop in catalytic activity is
directly related to the loss in Pt atoms through Ostwald ripening,
coalescence, and leaching away of oxidized Pt nanoparticles into the
electrolyte.56
However, it is observed that PtRu/Ti showed relatively less loss
in catalytic performance, suggesting enhanced stability in relation to
Pt/Ti and commercial Pt/C catalyst. The increased performance and
stability of PtRu/Ti electrocatalyst in comparison to Pt counterpart is
attributed to the synergetic effect of the bimetallic catalyst and the
stable Ti substrate, leading to the retention of ECSA and MOR peak
current. In general, the Ti substrate as such is known for its higher
interaction with the noble metal particles, leading to SMSI.57 Hence,
among the various bimetallic catalysts investigated, PtRu electrodeposited on Ti has higher catalytic activity and better stability. As a
future scope, Ti foil substrate used in the current study can be
replaced with Ti foam or mesh or Ti nanotubes to further enhance
the catalytic activity and stability, and to investigate the feasibility of
its application in DMFC.
Conclusions
In summary, galvanostatic pulse electrodeposition was successfully applied for the preparation of Pt and bimetallic PtPd, PtSn, and
PtRu catalysts on titanium support. Various compositions of the
bimetallic catalysts having the same total metal loading were
prepared and screened for their performance towards methanol
oxidation. The results from SEM, EDX, and XRD indicate the
desired composition of bimetallic catalysts was successfully electrodeposited with various morphologies of dendritic, irregular, and
spherical deposits for PtPd, PtSn, and PtRu, respectively. Analysis of
cyclic voltammetry measurements indicates that PtSn and PtRu
showed less-deﬁned peaks in the hydrogen ads/des region compared
to the well-deﬁned peaks in the same region for PtPd and Pt which
can be attributed to the oxophilic nature of Sn and Ru. CO-stripping
studies reveal lower onset potential for CO oxidation for PtRu and
PtSn as opposed to PtPd and Pt, thus conﬁrming that the presence of
Ru or Sn can lower the binding energy of CO on Pt sites, thereby
facilitating easy removal of CO species. Bimetallic catalysts showed
enhanced catalytic activity towards methanol oxidation than Pt on
the Ti support. Among the compositions studied, Pt50Pd50/Ti,
Pt75Sn25/Ti, and Pt50Ru50/Ti showed higher catalytic activity indicating the synergetic effect between Pt and the second metal.
Pt50Ru50/Ti showed the highest activity during methanol oxidation
studies as well as good stability during chronoamperometry studies.
Additionally, ADT studies further corroborate that Pt50Ru50/Ti has
enhanced stability showing relatively less loss in catalytic performance up to 1000 cycles in comparison to Pt/Ti and commercial Pt/
C. Hence, it can be concluded that Pt50Ru50/Ti is the best catalyst for
methanol oxidation among all the bimetallics and varied composition studied. This can pave the way for developing an electrocatalyst
with Ti-based support which can be an alternative to the conventional carbon.
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