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ABSTRACT: Hydrogen fuel cells have emerged as promising, potentially renewable energy-
based, energy conversion technologies for powering electric vehicles. However, the sluggish
oxygen reduction reaction (ORR) at the cathode has remained a longstanding challenge and
requires the design of nonplatinum electrocatalysts with high activity and, ideally, low cost. Here,
we present a combinatorial study of Pd—Cu thin-film electrodes with well-defined composition
and structures, prepared by magnetron sputtering, as a fast method for assessing the ORR activity
of binary alloys. This represents a facile catalyst screening method, using replaceable glassy carbon
disk electrodes, which enables the rapid and reliable evaluation of ORR activity using standard
rotating disk electrode (RDE) measurements. Among nine Pd—Cu alloys, Pd;,Cus, was identified
as the most promising composition for the ORR and employed as a target for nanoparticle
synthesis. The PdCu nanoparticles, supported on carbon, achieved a mass-specific and surface-
specific activity, 3 and 2.5 times, respectively, as high as Pd/C in 1 M KOH. PdCu/C further
exhibited an impressive durability with only 3 and 13 mV negative shifts in the half-wave potential
after 20000 and 100000 potential cycles, respectively. The combinatorial approach guiding the
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nanoparticle synthesis, described herein, provides an optimized high-throughput screening method for other binary or ternary alloys

as fuel cell electrocatalysts.

B INTRODUCTION

As key renewable energy technologies, hydrogen fuel cells have
gained increasing attention for their high energy conversion
efficiency and low carbon emissions."”” However, the oxygen
reduction reaction (ORR) at the cathode has slow kinetics and
typically requires a significant amount of expensive Pt (>0.2 g/
kW) for a power density of >1 W/cm? in proton exchange
membrane, or acidic, fuel cells (PEMFCs).>® Therefore, the
development of Pt-free ORR catalysts is critical for the
implementation of PEMFCs. Among the alternatives to
circumvent the use of Pt in PEMFCs, alkaline fuel cells have
emerged as particularly promising since they enable the use of
Pd and other non-Pt electrocatalysts for the ORR. Pd is the
only transition metal with ORR activity comparable to Pt in
alkaline media.” In addition, alloying Pd with lower-cost 3d-
transition metals has been reported to be an effective strategy
to tune the lattice parameter and electronic structure of Pd so
as to enhance its ORR activity." "> For example, Pd—Cu
disordered alloys (solid solutions) were reported to be active
ORR electrocatalysts in acidic media. While alloying a precious
metal with a non-noble metal (e.g, PdCu) can increase
activity, the non-noble metal often leaches (especially in acidic
media) during potential cycles, which can contaminate the
membrane and compromise performance.H’15 In contrast,
based on the Pourbaix diagram of Cu, Pd—Cu alloys can be
thermodynamically more stable in alkaline media (pH =
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13~14), when compared to acidic media.'® Despite extensive
studies on Pd-based electrocatalysts, the electrocatalytic
mechanism for the ORR in alkaline media has remained
elusive. The fact that ORR electrocatalytic activity depends on
particle composition, size, morphology, and surface and crystal
structures, makes this task monumentally difficult. Addition-
ally, nanoparticle studies often involve time-consuming trial-
and-error synthetic procedures. Therefore, a systematic high-
throughput combinatorial approach, with well-controlled
morphology and structure, would be particularly beneficial
for assessing and evaluating promising Pd-based candidate
catalysts in a time-efficient manner.

Combinatorial synthesis and screening methods have
enabled the efficient preparation of solid-state materials
libraries. Previous developments have contributed to the
discovery of new functional materials with dielectric,'”
magnetic,'® superconducting,'® and luminescent properties,*’
among others. Over the past two decades, significant progress
has been made in the screening of electrocatalysts for fuel cell
and water splitting applications. The pioneering work of
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Figure 1. Elemental quantification of Pd—Cu thin-films. (a) EDX spectra of Pd—Cu thin films with sample positions from 1 to 9 (Pd-rich to Cu-
rich). Pd Lo, and Cu Ko edges were used for elemental quantification. The Ti signal came from the Ti adhesion layer. (b) Relative atomic
contents of Pd and Cu (at. %) as a function of the sample position, which covers the range of Pd at. % from ~95% to ~5% with Pd;,Cus, in the
middle. (c, d) SEM images of Pds,Cus, showing a uniform film morphology and a domain size of around 100 nm.

Mallouk et al. employed inkjet printing and a subsequent
borohydride reduction method to screen a broad range of
binary, ternary, and quaternary precious metal electro-
catalysts.”' They developed a fluorescent acid—base indicator
method to detect the concentration of protons, which were
generated during the methanol oxidation reaction, and
identified a composition of PtyRu, Osolrs as the one with
optimal activity. We recently employed a similar fluorescent-
based method and synchrotron-based X-ray fluorescence
(XRF) spectroscopy to screen Pt-M binary alloys (M included
18 different metals) and selected promising catalysts, such as
PtgsRuss.”>~** Hillier et al. proposed scanning electrochemical
microscopy (SECM) as a reliable technique to screen PtRu-
based catalysts for hydrogen and methanol oxidation.”>*® Bard
et al. designed a piezo-based microarray dispenser to prepare
Co-M binary alloy (M: Pd, Ag, Au) catalyst arrays for the ORR
in acidic media and Fe,O;-based bimetallic oxide arrays for
water oxidation and assessed their activity using SECM.”"*"
Russel et al. developed addressable multichannel array
electrodes to study Pt—Ru alloys as CO-tolerant methanol
oxidation electrocatalysts””*® and Pt—Pd—Au alloys for the
ORR in acidic media.”" Recently, Berlinguette et al. developed
a photochemical metal—organic deposition (PMOD) method
to prepare various amorphous Fe—Co—Ni trimetallic oxides
for water oxidation.”>*?

In the development of PEMFCs, the rotating disk electrode
(RDE) technique has been widely used in research laboratories
as the standard tool to evaluate electrocatalytic activity. In
contrast, the aforementioned fluorescent-based and SECM
techniques only provide indirect predictions/indications of
potential activity. Multichannel array electrodes require

delicate device fabrication and few of those results have
translated into realistic activities in RDE measurements. There
is clearly a need for a standard and reliable RDE platform for
catalyst screening. Here, we report on a facile catalyst screening
method using replaceable glassy carbon disk electrodes as the
substrates, which enables the rapid and reliable evaluation of
ORR activity using standard RDE measurements. We
employed a high-throughput magnetron sputtering chamber
to prepare binary Pd—Cu solid solution electrocatalyst thin
films for the ORR in alkaline media. Among nine different
compositions of Pd—Cu alloys, Pds,Cus, (i.e., 1:1 molar ratio,
or just PdCu) was found to be the most promising candidate.
Following this guidance, and using an impregnation-reduction
method, we further synthesized Pds,Cus, nanoparticles which
showed promising activity and durability in alkaline electro-
chemical systems.

Bl RESULTS AND DISCUSSION

Magnetron sputtering has been employed as a powerful tool to
prepare various Pd-based binary thin films (Figure SI).
Sputtering is a physical vapor deposition (PVD) method in
which the positively charged ions from an Ar plasma strike a
negatively charged metal target(s) with enough kinetic energy
to sputter surface atoms from the target(s). In magnetron
sputtering, a localized magnetic field under the target guns aids
in controlling the electron trajectory in space and concentrat-
ing the Ar plasma over the target. Thus, higher plasma
densities and improved deposition rates are achieved. The
ejected target atoms redeposit on a substrate to form a thin
film. In this work, a custom-built magnetron sputtering system
was used for the combinatorial preparation of Pd-based thin
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films (Figure Sla).>* The sputtering chamber is composed of a
sputtering gun on top, for depositing Ti adhesion layers, and
three sputtering guns on the side for codepositing binary or
ternary thin films. The sputtering chamber is pumped to high
vacuum conditions (<2 X 107 Torr) before film deposition.
Single-crystal Si wafers were used as the substrate for
depositing films for XRD measurements. Polished glassy
carbon (GC) electrodes (5 mm diameter) were loaded onto
a homemade sample holder and used as substrates for
electrochemical measurements (Pd—Cu/Ti/GC, Figure
S1b,c). A maximum of nine electrodes could be loaded per
batch and are labeled No. 1 to No. 9 from the position closer
to the Pd and Cu targets, respectively. After film deposition,
the Pd—Cu/Ti/GC electrodes were mounted into a
replaceable disk setup for rotating disk electrode (RDE)
measurements (Figure S1d).

Scanning electron microscopy (SEM) and energy dispersive
X-ray (EDX) spectroscopy were employed to assess the surface
morphology and chemical composition of the Pd—Cu thin
films. As shown in Figure la, the EDX spectra of a series of
Pd—Cu thin films exhibited a progressive compositional
change from sample No. 1 to No. 9. The Pd La,f edges at
around 2.8 keV showed a gradual decrease in the intensity
while the Cu Ka,f edges at 8.0 and 8.9 keV increased, showing
the inverse proportionality of the Pd and Cu at. % at different
sample positions. The Ti Ka edge at 4.5 keV was also detected
due to presence of the Ti adhesion layer under the films. The
relative Pd at. % and Cu at. % were quantified based on the Pd
L and Cu K edges using the Cliff-Lorimer equation.”” The total
elemental contents of Pd and Cu were set to 100%, and the
relative errors (one standard deviation) were estimated to be
1-2%. As shown in Figure 1b, the Pd at. % smoothly
decreased from 95% in sample No. 1 to 7% in sample No. 9.
With the sputtering powers of the targets properly calibrated,
one could achieve a Pd,Cuy, (Pd/Cu atomic ratio, 1:1) in
sample No. S (indicated by dashed lines in Figure 1b). We
observe a Pd or Cu concentration gradient of about 1 at. % per
mm across the substrate, although the change was not perfectly
linear (Figure 1b). The surface morphology of the thin films
was characterized using SEM (Figure 1c). Over the field of
view of 16 pym or larger, Pds,Cus, showed highly uniform
surface morphology without noticeable ym-sized agglomer-
ation. The magnified SEM image of Pd,Cus, in Figure 1d
showed that the smooth surface was composed of metallic
clusters with a size of approximately 100 nm. The surface
morphologies of Pd-rich and Cu-rich films were also examined
under SEM (Figure S2). Pd,,Cu,; and Pd,,Cug (estimated as
Pd;Cu and PdCu,) exhibited a very homogeneous surface
morphology over the ym-sized field of view (Figure S2a,c).
When compared to Pd,Cusy, Pd;;Cu,;, and Pd,,Cu,g
exhibited a similar surface morphology with metallic clusters
of around 100 nm (Figure S2b,d).

After examining the surface morphology and bulk
compositions, we also characterized the structure and chemical
compositions of cross sections of the thin films. The SEM
image in Figure S3 presents the cross section of a Pds,Cusy/
Ti/C sample. EDX mapping was employed to evaluate the
elemental distribution in the cross section (Figure 2). The L
edge of Pd and K edges of C, Ti, and Cu were used to
construct the elemental maps. The elemental maps of C, Ti,
Pd, and Cu provided a direct visualization of the layered
structure of PdCus/Ti/C along the cross section (Figure
2b—e). In particular, the EDX map of Ti suggested a Ti

Figure 2. SEM image (a) and the corresponding EDX elemental maps
of C (b), Ti (c), Pd (d), Cu (e), and the composite map of Pd + Cu
(f) for a PdsyCuy, thin film. The thicknesses of the Pd—Cu thin films
and Ti underlayer were estimated to be about 350 and S0 nm,
respectively. The uniform false color map in yellow in part f suggests a
homogeneous elemental distribution of Pd and Cu.

adhesion layer with a thickness of around SO nm (Figure 2c).
The EDX maps of Pd and Cu indicated a catalyst layer of
around 350 nm (Figure 2d,e). The composite map of Pd + Cu
in Figure 2f showed a homogeneous elemental distribution of
Pd and Cu, indicating the successful formation of a well-mixed
binary alloy at the nanometer scale. The EDX map of PdCu on
another region also confirmed the same observation of ~50 nm
Ti and ~350 nm PdCu film thicknesses, respectively (Figure
S4).

The crystal structure of the Pd—Cu thin films was examined
using X-ray diffraction (XRD). All nine Pd—Cu samples
exhibited single-phase face centered cubic (fcc) solid solutions
with characteristic peaks such as, (111), (200), and (220)
(Figures SS and S6). As the thin film compositions changed
from the Pd-rich sample No. 1 to the Cu-rich sample No. 9,
the diffraction peaks progressively shifted to higher 26 angles
due to the incorporation of Cu, with a smaller atomic size, into
the Pd lattice. The Pd—Cu (111) peaks shifted to higher angles
at higher Cu at. % with Pds,Cus, (green lines) located right at
the middle (Figure 3a). The lattice parameters of Pd—Cu thin
films were calculated based on Bragg’s equation (Figure 3a)
and plotted as a function of Pd at. % (Figure 3b). The Pd—Cu
thin films exhibited an excellent linear relation of the calculated
lattice parameter as a function of Pd at. % with a linear fitting
coefficient R* = 0.993 (Figure 3b). The fitted linear equation
was calculated as y = 0.0027x + 3.62. The y-intercept (3.62 A)
at 0% of Pd is consistent with the lattice parameter of pure Cu
(3.615 A). The slope (0.0027 A) is consistent with the
theoretical percentage difference in the lattice parameters
between Pd and Cu ((3.890—3.615 A)/100 = 0.00275 A).
This represents compelling evidence that the Pd—Cu thin films
formed solid solutions.
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Figure 3. (a) XRD patterns of the (111) facets of Pd—Cu alloys. The composition progressively changed from Pd-rich to Cu-rich compositions,
leading to the gradual peak shift to higher 20 angles due to the incorporation of Cu (with a smaller atomic size) into the Pd lattice. (b) Lattice
parameter of Pd—Cu thin films, calculated from (111) peaks as a function of the Pd at. %. The scatter plot was fitted into a linear expression of y =
0.0027x + 3.62 with a linearity of R? = 0.993. The y-intercept is the lattice parameter of Cu, and the slope is the percentile difference of lattice
parameter between Pd and Cu. (c) ORR polarization profiles of Pd—Cu thin films at S mV/s and 1600 rpm in O,-saturated 1 M KOH. (d) Relative
ORR activity obtained by normalizing the kinetic current to the Pd at. % as a function of Pd at. % in the Pd—Cu thin films.

The Pd—Cu thin films were subsequently tested as
electrocatalysts for the ORR in alkaline media. Pd—Cu/Ti/
GC electrodes were loaded into the described replaceable disk
electrode assembly for RDE measurements in 1 M KOH at a
scan rate of S mV/s and a rotation rate of 1600 rpm. Relative
to 0.1 M KOH, 1 M KOH is closer to the realistic OH™
concentration in practical membrane electrode assembly
(MEA) tests.”*™** It should be noted that, based on the
Levich equation, the diffusion-limited current density, I at
1600 rpm for the 4e™ reduction of oxygen in O,-saturated 0.1
M KOH and 1 M KOH should be around —5.5 and —3.6 mA/
cm?, respectively. I; in 1 M KOH is smaller in magnitude since
the O, solubility in 1 M KOH is only 70% of that in 0.1 M
KOH.* As shown in Figure 3¢, Pd—Cu thin films were able to
achieve a I; of around —3.5 mA/cm’? suggesting the
preponderance of the 4e™ process of reducing O, completely
to H,O, instead of the 2e” process leading to hydrogen
peroxide formation. Pd—Cu thin films with Pd at. % from 32%
to 7% (Cu-rich alloys) exhibited I values lower than —3.5
mA/cm’, indicating a larger contribution from hydrogen
peroxide formation. Lowering the Pd at. % from 32% to 7%
also caused a noticeable decrease in the half-wave potential
(E,;,) of 31 mV. To quantitatively assess the activity of the
various Pd—Cu thin films, the kinetic current (I,) at 0.9 V was
calculated, based on the Koutecky-Levich equation, and
normalized to the relative Pd at. %. As previously shown, the
Pd—Cu thin films were homogeneously mixed on the surface,
as evidenced by the SEM-EDX maps (Figure 2f). Therefore,
the relative Pd at. % can be used as representing the relative
coverage of Pd on the surface. Normalizing the I, to Pd at. %

can, thus, represent the relative intrinsic activity per Pd site. As
shown in Figure 3d, the relative activity of various Pd—Cu thin
films followed a “volcano plot” with an optimal activity at
Pds,Cug,. The relative activity of Pds,Cus, was about twice
that of the nearly pure Pd film (PdysCus). Further increases of
the Cu at. % above 50% caused a gradual decay of the relative
activity and, eventually, a significantly low activity at Pd,Cuyg;
(only 15% of the relative activity of PdysCus). Cyclic
voltammetric (CV) profiles of Pd—Cu thin films suggested
that lowering the Pd content from PdggCuy, to PdsoCusy and
Pd,;Cug; caused the hydrogen region (0.1-0.2 V) to be
suppressed as a result of having fewer Pd sites on the surface.
(Figure S7). Lower Pd content (i.e., higher Cu at. %) was also
associated with larger reduction peaks near 0.7 V, which was
presumably due to the formation of larger amounts of Cu
oxide during the previous positive scan. In summary, the RDE
measurements indicated that Pd;,Cus, is a promising
composition for PdCu nanoparticles for the ORR in alkaline
media. This is consistent with an optimal value of the oxygen
binding energy of Pd—Cu alloys at 1:1 Pd/Cu ratio, as
reported in previous DFT calculations.”’

Following the thin film screening, Pd and PdCu nano-
particles, supported on carbon, were synthesized by an
impregnation-reduction method using either metal chlorides
or nitrates as precursors (Figure S8). As shown in the phase
diagram of PdCu (Figure S9), PdCu with a molar ratio of 1:1
is located at the edge between the single-phase PdCu and a
multiphase region, indicating that its chemical synthesis
requires a delicate control of the precursor types and reaction
conditions. When Pd and Cu chlorides were used as precursors
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and reduced at 800 °C for 12 h in forming gas, the synthesized
PdCu/C exhibited a single-phase ordered structure (o-PdCu/
C, CsCl-type, Pm-3m) with characteristic (100), (110), etc.
diffraction peaks. (Figure 4). The domain size of the PdCu
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Figure 4. XRD patterns of PdCu and Pd nanoparticles supported on
carbon with the references of Pd, Cu, and o-PdCu (o-PdCu, PDF #
04-015-2413).

nanoparticles was estimated to be around 25 nm based on the
Scherrer equation. Lowering the reaction time or temperature
caused significant phase segregation (Figure S10). As a
comparison, Pd/C, with a face centered cubic (fcc) phase,

was synthesized at 800 °C for 4 h to achieve a similar particle
size and surface area, relative to PdCu/C (Figure 4). When Pd
and Cu nitrates were employed to synthesize PdCu alloy
nanoparticles, the XRD patterns showed a dramatic difference
in the crystal structure, when compared to o-PdCu/C (Figure
S11). Reaction temperatures that were too low, under forming
gas (e.g, 400 °C), resulted in the formation of a mixture of
elemental Pd and Cu as well as Pd—Cu disordered alloys.
However, reaction temperatures that were too high (e.g,, 900
°C) resulted in mixed phases of Pd-rich and Cu-rich alloys
(green lines). Even the optimized reaction conditions of 800
°C for 12 h still led to the formation of asymmetrical
diffraction peaks in the PdCu disordered alloys (cyan lines),
indicating multiphased nanoparticles.

To this end, single-phase ordered PdCu/C was synthesized
from Pd and Cu chloride precursors at 800 °C for 12 h. It has
been reported that Pd and Pt-based intermetallics, or ordered
phases, can effectively mitigate the leaching problem of 3d
metals and can also exhibit enhanced durability, relative to
their disordered counterparts.”®**'~*® Therefore, we focused
on the synthesized 0-PdCu/C for further structural and
electrochemical characterization.

The microstructure of 0-PdCu/C was analyzed using a high-
angle annular dark-field scanning/transmission electron micro-
scope (HAADF-S/TEM). 0-PdCu/C exhibited a uniform size
distribution of PdCu nanoparticles on the carbon (Figure Sa).
Statistical analysis of around 500 PdCu nanoparticles resulted
in a particle size distribution (PSD) of 40 + 7 nm (Figures Sb
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Figure S. S/TEM images of PdCu nanoparticles supported on carbon. (a, b) HAADF-STEM images of PdCu/C and particle size distribution of
around S00 PdCu nanoparticles. (c, d) A single crystal PdCu nanoparticle with the corresponding Fourier transform on the [110] zone axis. (e, f)
Atomic-scale TEM image of PdCu nanoparticles showing the periodic rectangular 2D unit cells with the same d-spacings of 3.0 and 2.1 A, which is
consistent with the theoretical values of (110) and (100) facets, respectively, based on the crystal model of ordered PdCu in part f (PDF # 04—

015-2413).
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Figure 6. (a) STEM image of a PdCu nanoparticle and (parts b—d) the corresponding EELS elemental maps of Pd (b), Cu (c), and Pd + Cu,
showing a thin Pd shell (red) on the surface (d). (e) EELS line scan profile extracted from the dashed box in part d, indicating a 0.6—0.8 nm Pd

shell (2—3 atomic layers).
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Figure 7. ORR activity of PdCu/C and Pd/C. (a) ORR polarization profiles of Pd/C and PdCu/C in O,-saturated 1 M KOH at 1600 rpm and §
mV/s. (b) Tafel plots of Pd/C and PdCu/C. (c) MA and SA of Pd/C and PdCu/C at 0.9 V vs RHE. MA was normalized to the Pd loading and SA
was normalized to the ECSA from CO stripping results. (c) CO stripping measurements of Pd/C and PdCu/C at 10 mV/s. The CO dosing

potential was 0.1 V.

and S12). This differs from the average domain size of 25 nm
calculated from the XRD, suggesting that these nanoparticles
have multiple domains. As a comparison, Pd/C, synthesized at
800 °C for 4 h, showed a similar narrow PSD of 50 + 9 nm
(Figure S13). The atomic-scale bright field (BF) TEM image
and the corresponding Fourier transform of the o-PdCu
showed a single-crystal structure on the [110] zone axis with
two perpendicular d-spacings of 3.0 and 2.1 A, respectively
(Figure Sc,d). The enlarged TEM image in Figure Se directly
visualized the ordered structure with periodic rectangular 2D
unit cells and the same d-spacings as anticipated. The d-
spacings of 3.0 and 2.1 A were assigned to the (100) and (110)
lattice planes, consistent with the theoretical values of 2.98 and
2.11 A in the crystal model on the same zone axis of ordered
PdCu (PDF # 04-015-2413, Figure S5f). The chemical
composition of 0-PdCu/C was examined using STEM
equipped with electron energy loss spectroscopy (EELS). As

shown in Figure 6a—d, EELS elemental maps of Pd (red), Cu
(green) and composite map of Pd + Cu indicated that the
PdCu core (yellow) was surrounded by a thin Pd shell (red)
on the surface. The EELS line profile in Figure Ge, extracted
from dashed box in Figure 6d, suggested a Pd shell of 0.6—0.8
nm, corresponding to 2—3 atomic layers. Such a thin Pd-rich
shell, on the surface of PdCu, may serve as a protection layer to
effectively mitigate possible Cu leaching, enhance catalytic
activity, and improve catalyst durability.

After detailed structural investigations, the ORR activities of
PdCu/C and Pd/C were evaluated with a catalyst ink
deposited on a GC electrode in an RDE system in O,-
saturated 1 M KOH. The ORR polarization profiles in Figure
7a showed that the E;, of PdCu/C was 0.886 V, 18 mV more
positive than that of Pd/C (0.868 V), corresponding to a
significant increase in ORR activity. Tafel plots of PdCu/C
exhibited a smaller Tafel slope of 36 mV/dec in the early
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Figure 8. Durability tests of PdCu/C in O,-saturated 1 M KOH following an accelerated aging protocol: 0.6—1.0 V at 100 mV/s. (a) ORR
polarization profiles of PdCu/C at the initial state and after 20000 to 100000 accelerated cycles. The E, /, shifted to lower potentials by only 13 mV
after 100000 cycles. (b) MA at 0.9 V (left y-axis) and AE, , (right y-axis) at the initial state and after durability cycles. AE, ,, was calculated based
on the difference from the E,/, of PdCu/C at the initial state (0.886 V). The MA of PdCu/C only showed a 15% loss after 20k cycles and still

surpassed the performance of Pd/C (at the initial state) after 100k cycles.

kinetically controlled region (0.96—0.94 V), relative to Pd/C
(42 mV/dec), indicating a smaller overpotential required to
achieve the same kinetic current change (Figures 7b and S14).
The mass-specific activity (MA) and surface-specific activity
(SA) at 0.9 V were calculated to quantitatively assess
electrocatalytic activity, by normalizing the kinetic current to
the mass loading of Pd and electrochemical surface area
(ECSA) calculated from CO stripping measurements,
respectively (Figure 7c,d). The MA of PdCu/C at 0.9 V was
0.13 mA/pigpy, 3 times as high as Pd/C. The SA of PdCu/C at
0.9 V was 2.3 mA/cm?p, 2.5 times as high as Pd/C (Figure
7¢c). The superior ORR activity of PdCu/C, relative to Pd/C,
was likely due to the lattice contraction (resulting in a strained
layer) and weakened oxygen adsorption energy on the Pd
lattice caused by the incorporation of Cu.”*" CO stripping
measurements showed that PdCu/C had an ECSA of 54 cm?/
mgpg, comparable to that of Pd/C (50 cm?®/mgpy) (Figure 7d),
which matched well with their similar particle sizes from TEM
images (40 = 7 and 50 + 9 nm, respectively). PdCu/C showed
a CO stripping peak potential of 0.781 V, which represents a
16 mV negative shift, relative to Pd/C, indicating a more CO-
tolerant behavior, which would benefit the practical fuel cells
operating in air.”?

Finally, in order to implement a non-Pt cathode for practical
alkaline fuel cells, ORR electrocatalysts need to not only
achieve high initial ORR activity, but also exhibit long-term
durability.'  Benefiting from the stable ordered structure and
enhanced stability of Cu in alkaline media (Figure S15),
PdCu/C exhibited remarkable durability during prolonged
potential cycles (Figure 8). PdCu/C showed a negligible
activity decay with /\E,,, values of only 3 and 8 mV after
20000 and 50000 cycles from 0.6 to 1.0 V at 100 mV/s,
respectively (Figure 8a,b). Concomitantly, the MA of PdCu/C
at 0.9 V decreased only by 15% and 25%, respectively, after the
same number of scans (Figure 8b). After extended testing
(100000 cycles, about 220 h), the PdCu/C catalyst showed an
unprecedentedly low /\E,, of 13 mV and a MA retention of
57%, which still surpassed the initial performance of Pd/C
(/A\E, ), of 18 mV, MA marked in the gray histogram in Figure
8b). The progressive decay in activity during potential cycles
was likely due to a decrease of the ECSA from particle
aggregation/sintering over long-term cycles as evidenced by
CO stripping (Figure S16).

In summary, we report on a combinatorial approach to
prepare Pd-based thin films with well-controlled surface
morphology and composition. Pds,Cus, was identified as a
promising candidate for nanoparticle synthesis. PdCu nano-
particles supported on carbon exhibited a significantly
enhanced ORR activity, relative to Pd/C with a similar surface
area. More importantly, PdCu/C was found to have
remarkable durability up to 100000 cycles, with a higher
mass activity and half-wave potential, when compared to pure
and fresh Pd. This facile thin-film preparation method, used as
a guideline for nanoparticle synthesis, can serve as a high-
throughput approach for the rational design of other
multimetallic alloys. Improvements on the synthesis of ordered
Pd-based alloys, with smaller particle sizes under lower
reaction temperature, are also important to further improve
the mass activity of these nanoscale catalysts for practical fuel
cell applications.
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