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ABSTRACT: The controllable synthesis of noble metal alloy nanostructures
with highly branched morphology has attracted much attention because of
their specific physical and chemical properties. This article reports the
synthesis of platinum−copper bimetallic alloy nanodendrites (Pt−Cu
BANDs) by a facile, one-pot, templateless, and seedless hydrothermal
method in the presence of poly(allylamine hydrochloride) (PAH) and
formaldehyde (HCHO). The morphology, composition, and structure of Pt−
Cu BANDs are fully characterized by various physical techniques,
demonstrating Pt−Cu BANDs are highly alloying, porous, and self-supported
nanostructures. The formation/growth mechanism of Pt−Cu BANDs is
explored and discussed based on the experimental observations. The
autocatalytic growth and interdiffusion are responsible for the formation of
Pt−Cu alloy whereas selective oxidative etching results in dendritic
morphology of Pt−Cu alloy nanostructures. In addition, the electrocatalytic
activity and stability of Pt−Cu BANDs for the methanol oxidation reaction (MOR) are investigated by various electrochemical
techniques. The synthesized Pt−Cu BANDs show higher electrocatalytic activity and stability than commercially available Pt
black.
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1. INTRODUCTION

Noble-metal Pt nanocrystals with various sizes, dimensions, and
morphologies are technologically important nanomaterials
because of their unique physical and chemical properties that
different from their bulk state counterparts. It has been
demonstrated that the intrinsic properties of Pt nanocrystals
can be dramatically enhanced by shape and structural variation.
For example, the highly branched Pt nanodendrites exhibit
superior catalytic/electrocatalytic activity and stability for many
important reactions because of their attractive structural
features such as porosity, high surface area, interconnected
nanostructure, excellent electrical connectivity, and high density
of twinned defects.1−12

Due to high cost and rare reserve, it is highly desirable to
minimize the usage amount of Pt metal. Introducing a second
metal to form Pt-based bimetallic alloy, intermetallic nano-
crystals, and cell−shell nanostructures has proven to be an
effective strategy to reduce the cost of Pt and simultaneously
improve the catalytic/electrocatalytic activity because of the
modified geometric and electronic structures of Pt nanocryst-
als.13−35 Recently, Pt-based bimetallic nanodendrites, such as
Pt−Ni,15,16 Pt−Pd,17−21 Pt−Co,22 Pt−Au,23,24 and Pt−Cu25,36
nanodendrites have been synthesized using various methods,
including cochemical reduction,18,20,25 thermal decomposi-
tion,15,16 seed growth,15,17,19,21,23 hard-templating synthesis,22

and galvanic replacement,24 etc. For instance, Pt−Ni nano-
dendrites were synthesized by reducing expensive platinum(II)
acetylacetonate [Pt(acac)2] and nickel(II) acetylacetonate
[Ni(acac)2] in complex octadecene (ODE), oleylamine
(OAm), didodecyldimethylammonium bromide (DDAB)
organic system at very high temperature (200 °C).15 Highly
interesting Pt−Pd bimetallic nanodendrites were prepared by
reducing potassium tetrachloroplatinate(II) (K2PtCl4) with L-
ascorbic acid (AA) in the presence of 9 nm truncated
octahedral Pd seeds, with the addition of poly-
(vinylpyrrolidone) (PVP) as a stabilizer.19 Despite those
impressive advances in synthesis, many established methods
suffer from relatively high cost, high reaction temperature, and
complex reaction step.
Among various Pt-based bimetallic nanostructures, Pt−Cu

bimetallic nanostructures with well-defined morphologies have
attracted considerable attention due to their numerous
applications in industrial catalysis and fuel cells.3,25,36−48 For
example, PtCu3 nanocages were prepared by using chloropla-
tinic acid hexahydrate (H2PtCl6·6H2O), copper(II) acetylacet-
onate [Cu(acac)2] as precursors, and cetyltrimethylammonium
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bromide (CTAB), OAm as stabilizers under one-pot hydro-
thermal condition (170 °C).47 Pt−Cu nanocubes were also
prepared by simultaneous reduction of platinum(II) acetyla-
cetonate [Pd(acac)2] and Cu(acac)2 by 1,2-tetradecanediol
(TDD) in ODE as solvent, which also contained OAm,
tetraoctylammonium bromide (TOAB), and a trace amount of
1-dodecanethiol (DDT).48 More recently, dendritic-like Pt−Cu
nanostructure were synthesized through a two step coreduction
method.36 These Pt−Cu bimetallic nanostructures (i.e.,
nanocages, nanocubes, nanodendrites) exhibited the enhanced
electrocatalytic activity for MOR, due to their unique structure
and the bifunctionality of Pt and Cu. However, up to now, a
facile one-pot synthesis of Pt−Cu alloy nanodendrites are still
rarely reported.25,36 So undoubtedly, developing a convenient
and environmentally benign method to synthesize highly
branched Pt−Cu alloy nanostructures is of high significance
owing to fascinating physical and chemical properties of
nanodendrites. As an advantage over organic systems, based
on autocatalytic growth and selective oxidative etching
mechanisms, we here describe the facile synthesis of Pt−Cu
bimetallic alloy nanodendrites (Pt−Cu BANDs) using a facile
one-step aqueous-phase coreduction method. The as-prepared
Pt−Cu BANDs exhibit remarkably improved electrocatalytic
activity and stability for MOR over commercially available Pt
black.

2. EXPERIMENTAL SECTION
2.1. Reagents and Chemicals. Poly(allylamine hydrochloride)

(PAH, weight-average molecular weight, Mw = 150 000) was supplied
from Nitto Boseki Co., Ltd. (Tokyo, Japan). Potassium
tetrachloroplatinate(II) (K2PtCl4), cupric chloride (CuCl2), methanol
(CH3OH), and formaldehyde (HCHO) solution (40%) were
purchased from Sinopharm Chemical Reagent Co., Ltd. (Shanghai,
China). Commercial Pt black was purchased from Johnson Matthey
Corporation. Other reagents were of analytical reagent grade and used
without further purification. All the aqueous solutions were prepared
with Millipore water having a resistivity of 18.2 MΩ.
2.2. Preparation of Pt−Cu BANDs. In a typical synthesis, 1.0 mL

of 50 mM K2PtCl4, 1.0 mL of 50 mM CuCl2, and 2.3 mL of 0.43 M
PAH (molarity of PAH given with respect to the repeating unit)
aqueous solutions were added to 5.0 mL water with continued stirring.
After adjusting solution pH to 3.0, 2.0 mL of HCHO solution (40%)
was added into the mixture solution and mechanically stirred for 10
min. Then, the resultant mixture was transferred to a 25.0 mL Teflon-
lined stainless-steel autoclave and was then heated at 140 °C for 4 h
under hydrothermal conditions. After being cooled to room
temperature, Pt−Cu BANDs were obtained by centrifugation at 19
000 rpm for 10 min, and further washed with acetic acid for 12 h to
remove redundant PAH.49,50

2.3. Electrochemical Instrument. All electrochemical experi-
ments were carried out on a CHI 660D electrochemical workstation. A
standard three-electrode system was used for all electrochemical
experiments, which consisted of a platinum wire as the auxiliary
electrode, a saturated calomel reference electrode (SCE) protected by
Luggin capillary with KCl solution as the reference electrode, and a
catalyst modified glassy carbon electrode as the working electrode. All
potentials in this study were reported with respect to the SCE. All
electrochemical measurements were carried out at 30 ± 1 °C.
An evenly distributed suspension of catalyst was prepared by

ultrasonic the mixture of 10 mg catalyst and 5 mL H2O for 30 min,
and 8 μL of the resulting suspension was drop-cast onto the surface of
the glassy carbon electrode. After drying at room temperature, 3 μL of
Nafion solution (5 wt %) was covered on the modified electrode
surface and allowed drying again. Thus, the working electrode was
obtained, and the specific loading of metal on the electrode surface was
about 226 μg cm−2. Electrochemical measurements were conducted in

N2-saturated 0.5 M H2SO4 solution or N2-saturated 0.5 M H2SO4
solution with 1.0 M CH3OH.

2.4. Instruments. Transmission electron microscopy (TEM)
images were made on a JEOL JEM-2100F transmission electron
microscopy operated at an accelerating voltage of 200 kV. The samples
were prepared by placing a drop of the colloidal solution or catalyst
powder dispersion in ethanol solution (99%) on a carbon film coated
Ni grid (3 mm, 300 mesh), followed by drying under ambient
conditions. Energy dispersive X-ray (EDX) analysis was carried out on
a JEOL JSM-7600F scanning electron microscopy. X-ray diffraction
(XRD) patterns were obtained with a Model D/max-rC X-ray
diffractometer using Cu Kα radiation source (λ = 1.5406 Å) and
operating at 40 kV and 100 mA. X-ray photoelectron spectroscopy
(XPS) measurements were carried out on a Thermo VG Scientific
ESCALAB 250 spectrometer with an Al Kα radiator, and the vacuum
in the analysis chamber was maintained at about 10−9 mbar. The
binding energy was calibrated by means of the C 1s peak energy of
284.6 eV.

3. RESULTS AND DISCUSSION
3.1. Physicochemical Characterization of Pt−Cu

BANDs. Poly(allylamine hydrochloride) (PAH), a positively
charged polyelectrolyte with a large number of primary amine
groups, has excellent coordination capability, good hydrophilic
property and high chemical stability. Our previous works have
demonstrated that PAH can efficiently serve as complex-
forming agent, capping agent, and facet-selective agent to
control the synthesis of Pt or Pd nanostructures with well-
defined morphologies.51−53 Pt−Cu bimetallic alloy nano-
dendrites (Pt−Cu BANDs) were readily achieved by reducing
K2PtCl4 and CuCl2 precursors with HCHO in aqueous PAH
solution at 140 °C for 4 h.
The low resolution TEM image reveals the obtained

products are well-dispersed and complete dendritic-like
structure with an average particle diameter of 35 nm (Figure
1A and right-top insert), demonstrating the high-yield
formation of nanodendrites (∼100%). The selected-area

Figure 1. (A) Low resolution TEM image of Pt−Cu BANDs. The
right-top inset shows the corresponding size distribution histogram;
the left-bottom inset shows the corresponding SAED pattern. (B)
HAADF-STEM image of Pt−Cu BANDs. (C) EDX elemental
mapping patterns and EDX line scanning profiles of Pt−Cu BANDs.
(D) HRTEM image of Pt−Cu BANDs. The right-top inset shows
magnified HRTEM images recorded from regions marked by squares
in panel D; the right-bottom inset shows the FFT pattern of a
crystalline grain.
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electron diffraction (SAED) image of an individual nano-
dendrite demonstrates that products are crystalline structure
(left-bottom insert in Figure 1A). The dendritic structure of
products was clearly visualized by a high-angle annular dark-
field scanning TEM (HAADF-STEM) image. Each Pt−Cu
nanodendrite is actually a three dimensionally interconnected
porous nanostructure, which is consisted of smaller crystallites
with diameters of about 3−6 nm (Figure 1B). EDX spectrum
elemental mapping patterns and EDX line scanning profile
show a homogeneous distribution of both Pt and Cu in the
dendritic shape (Figure 1C), which is indicative of Pt−Cu alloy
formation.20 The Pt/Cu atomic ratio determined by EDX
analysis is 52:48, in good agreement with the Pt/Cu atomic
ratio in the initial reaction system (50:50). High resolution
TEM (HRTEM) image further shows that each Pt−Cu
nanodendrite is composed of many crystalline grains with
their crystallographic orientations (Figure 1D). The interplanar
spacing with 0.221 nm is observed on Pt−Cu BANDs surface
(right-top insert in Figure 1D), which is smaller than the {111}
lattice spacing (0.226 nm) of face-centered cubic ( fcc) Pt
crystal. This not only confirms that Pt−Cu BANDs are
perfectly {111} facets but also indirectly verifies the formation
of Pt−Cu alloy. The corresponding fast Fourier transform
(FFT) pattern shows the 6-fold rotational symmetry of the
diffraction spots (right-bottom insert in Figure 1D), fuerther
confirming that Pt−Cu BANDs are actually presented by {111}
facets.
The crystal structure of Pt−Cu BANDs was investigated by

XRD pattern, demonstrating that Pt−Cu BANDs could be
identified as fcc structure (Figure 2). The diffraction peaks of

products are located between those of pure fcc Pt (PDF#04-
0802) and Cu (PDF#04-0836) crystal phases, and no
characteristic peaks of Cu or its oxides are detected, which is
indicative of Pt−Cu alloy formation.37 The lattice parameter
value (a) of Pt−Cu BANDs is calculated to be 0.3778 nm,
smaller than that of bulk Pt (PDF#04-0802 Pt, a = 0.3922 nm),
reflecting the lattice contraction because of the partial
substitution of Pt by Cu. Based on Vegard’s law, the alloying
Cu content in Pt−Cu BANDs (with respect to Pt) is estimated
to be 46.8 atomic% from observed unit cell parameters
according to a = a0 − kxCu.

46 Where a is the measured lattice
parameter of Pt−Cu alloy, a0 is the lattice parameter of pure Pt
(3.922 Å), k is a constant (0.308 Å), and xCu is the molar ratio
of Cu in the bimetallic alloy. Clearly, the atomic fraction of Cu
in the alloy of Pt−Cu BANDs (xCu = 46.8 at. %) is very close to
the EDX compositions of Pt−Cu BANDs (atomic ratio of Pt
and Cu is 52:48), indicating almost all Cu atoms entered into
Pt lattice to form Pt−Cu alloy, and consequently Pt−Cu
BANDs have very high alloying degree. According to Scherrer

equation, the average particle size (dXRD) of the small Pt−Cu
grains in Pt−Cu BANDs is calculated to be 4.8 nm, in
consistent with TEM observation.
The surface composition of Pt−Cu BANDs was analyzed by

XPS. The Pt 4f spectrum show the percentage of Pt0 species is
88.4% (Figure 3A). The Cu 2p spectrum exhibits peaks at 932.4

(Cu 2p3/2) and 952.4 eV (Cu 2p1/2), indicative of elemental
Cu0 (Figure 3B). Thus, XPS measurements demonstrate that
PtII and CuII precursors are reduced successfully. Based on the
integrated area and sensitivity factors of Pt 4f and Cu 2p, the
surface atomic ratio of Pt and Cu atoms is calculated to be
48:52, in consistent with bulk composition obtained from EDX
analysis, which is also indicative of Pt−Cu alloy formation.27

Meanwhile, Pt 4f binding energy in Pt−Cu BANDs negatively
shift ca. 0.41 eV compared to that in commercial Pt black
(Supporting Information (SI) Figure S1). The negative shifts of
the Pt 4f binding energy show the evident change in the Pt
electronic structure, further confirming the formation of Pt−Cu
alloy. The change of Pt electronic structure mainly originates
from electron donation from the Cu to Pt because of different
electronegativity.44

It is known that the standard reduction potential for Cu2+/
Cu (0.340 V vs RHE) is much lower than that of PtCl4

2−/Pt
(0.755 V vs RHE) pairs, and usually the ones with high
standard reduction potential can be reduced preferentially.29

According to thermodynamical view, a Pt-rich core and a Cu-
rich shell type Pt−Cu bimetallic nanostructures should be
predominant products in the wet-chemical synthetic process
because of their different standard reduction potential.28

Surprisingly, the high alloying Pt−Cu BANDs are achieved in
the present synthesis. Indeed, the single-component CuII

precursor cannot be reduced even within a longer reaction
time (140 °C, 48 h), indicating that the reduction of CuII

precursor is facilitated by the preformed Pt crystal nuclei
through the autocatalytic growth mechanism.28,29 The
deposited surface Cu atoms are then mixed with Pt atoms
through an interdiffusion process because of thermal
energy,28,30 accompanying the simultaneously direct reduction
of PtII precursor, and Pt−Cu alloy ultimately forms (Scheme
1).
At present, noble metal nanodendrites were obtained mainly

by aggregation-based nanocrystal rapid-growth (fast reaction),
kinetically controlled heterogeneous seeded growth (slow
reaction), and oxidative etching (slow reaction).10,11 In our
synthesis, the reduction rate of PtII and CuII precursors is very
slow (4 h). Thus, the aggregation-based nanocrystal rapid-
growth mechanism is ruled out. Moreover, heterogeneous
seeded growth mechanism is also ruled out because no seeds
are used in synthesis. To better understand the formation/

Figure 2. XRD pattern of Pt−Cu BANDs.

Figure 3. XPS spectra of Pt−Cu BANDs in (A) Pt 4f and (B) Cu 2p
regions.
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growth mechanism of Pt−Cu BANDs, growth intermediates of
Pt−Cu BANDs were collected at different reaction times and
characterized by TEM. At 2 h, very little precipitate was
obtained by centrifugation. TEM image shows Pt−Cu nano-
dendrites with branched structure (average size ∼15 nm) have
already formed at 2 h (Figure 4A). With increasing reaction

times, the diameters of Pt−Cu nanodendrites expand to ∼25
and ∼35 nm at 3 and 4 h, respectively (Figure 4B and C).
When the reaction time is further extended to 6 h, no
significant change is observed for Pt−Cu BANDs in terms of
both size and shape (Figure 4D). The chemical compositions of
intermediates at the different growth stages were also estimated
by EDX analyses. The Pt/Cu atomic ratio of all Pt−Cu
intermediates is close to 1:1 (SI Figure S2), demonstrating that
the Pt−Cu alloy nanoparticles have already formed at 2 h. The
facts further confirm the formation of Pt−Cu alloy originates
from the autocatalytic growth mechanism, as shown in Scheme
1.
In whole reaction process, no single small nanoparticles are

observed in a series of TEM images. Moreover, the size
distributions of Pt−Cu nanodendrites are narrow. In a
controlled experiment without Cu2+ ion, monodisperse Pt
nanocubes with six {100} facets were obtained (SI Figure S3),
in consistent with our previous report.51 Based on the above
experimental observations, we can infer that the introduction of
Cu2+ ion into the reaction system is critical to the dendritic
morphology of Pt−Cu BANDs. After heating Pt nanocubes in
air-saturated CuCl2 solution at 140 °C for 48 h, cubic shape of
Pt nanocubes still preserves (SI Figure S4), demonstrating that

oxidative etching cannot occur on Pt nanocubes under present
experimental conditions. In another controlled experiment, the
irregular Pt−Cu multipods are obtained by displacing the air
with N2 to eliminate typical etchant O2 (SI Figure S5). These
facts indicate the introduction of Cu2+ ion source facilitates the
anisotropic growth of Pt nanostructures because of the change
in seed surface energy, similar to Cu2+-assisted synthesis of
various Pd nanostructures,54−56 including Pd tripods,54 Pd
nanorods,55 and hexoctahedral Au−Pd alloy nanocrystals.56

Compared with the synthetic parameters of irregular Pt−Cu
multipods (i.e., no O2), it is safe to state that selective oxidative
etching on Cu atoms is critical in determining the morphology
of Pt−Cu BANDs. Since Pt is an effective catalyst for oxygen
reduction reaction, the dissolved O2 can be reduced on the Pt
surface, where the electrons required for this reduction come
from the dissolution of Cu.29 Consequently, some of Cu atoms
on the Pt crystal facets can be selectively oxidized back to Cu2+

species by O2 and dissolve into the solution (Scheme 2). In this

case, the ordered surface structure of Pt crystal facets is partially
destroyed, resulting in the coexistence of discontinuous Cu and
Pt adatoms region on the formed Pt seed surface. Subsequently,
the continuous anisotropic growth of crystal nuclei (the
continuous addition of Pt and Cu atoms reduced by HCHO
on different adatoms layers) as well as periodic deposition and
reoxidation of Cu atoms on the growing nanoparticles
ultimately result in the formation of extensively branched
morphology (Scheme 2).

3.2. Electrocatalytic Tests. The electrochemical properties
of Pt−Cu BANDs were first investigated by cyclic voltammetry
(CV) in a 0.5 M H2SO4 solution (Figure 5). By using hydrogen
adsorption−desorption method in conjunction with CV, the
electrochemically surface areas (ECSA) is determined to be
23.5 m2 g−1 for Pt−Cu BANDs, 35.8% larger than that of the
commercial Pt black (17.3 m2 g−1), which is ascribed to
inherent porous structure of Pt−Cu BANDs and small particle
size of Pt−Cu grains in Pt−Cu BANDs (dxrd−Pt‑Cu BANDs = 4.8
nm vs dxrd‑Pt black = 8.5 nm). This result clearly reveals that Pt−
Cu BANDs are electrochemically more accessible, which is very
important for the electrocatalytic reactions.17,37

Highly branched Pt-base bimetallic alloy nanodendrites with
low precious metal loading, high surface area, and high density
of twinned defects should be very desirable for electrocatalysis.
Herein, methanol was selected as a model molecule for
studying the electrocatalytic activity of Pt−Cu BANDs because
of its important application in direct methanol fuel cells
(DMFCs). The mass activity of electrocatalysts (i.e., the
currents are normalized to the metal mass) is generally taken as
an index to assess the applicability of electrocatalysts. The
electrocatalytic properties of Pt−Cu BANDs and commercial
Pt black for methanol oxidation reaction (MOR) were first

Scheme 1. Formation Mechanism of Pt−Cu Alloy

Figure 4. TEM images of Pt−Cu nanodendrites samples collected at
different growth stages: (A) 2, (B) 3, (C) 4, and (D) 6 h.

Scheme 2. Progressive Formation of Pt−Cu BANDs
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investigated by CV, using the same Pt loading (Figure 6A).
Two obvious anodic peaks (i.e., methanol oxidation peak at

higher potential and intermediate carbonaceous species
oxidation peak at lower potential), which are typical features
of methanol electrooxidation reaction, are observed on both
Pt−Cu BANDs and Pt black during the positive and negative
scan directions. Compared to Pt black, the onset oxidation
potential and oxidation peak potential of methanol on Pt−Cu
BANDs negatively shift ca. 55 and 15 mV, respectively, which
result in a large enhancement in electrocatalytic activity at low
potential.27 For example, the methanol oxidation current at 0.5
V (a typical working potential for direct methanol fuel cells) are
40.3 and 11.3 mA mg−1 on Pt−Cu BANDs and Pt black,
respectively. Obviously, the electrocatalytic activity of Pt−Cu
BANDs has been enhanced remarkably at this potential
compared to Pt black. It is worthwhile noting that methanol
oxidation peak potential on Pt−Cu BANDs is also lower than
that on various Pt−Cu bimetallic nanostructures reported
previously,25,38,39,42,44 further indicating Pt−Cu BANDs hold
promise as potentially practical electrocatalysts for the MOR.
Besides the mass activity for evaluating the effectiveness of Pt

utilization, the specific activity (i.e., the current is normalized to
ECSA of electrocatalysts) is often used to evaluate the actual
value of the intrinsic activity of electrocatalysts. Thus, the
electrocatalytic properties of Pt−Cu BANDs and commercial
Pt black for the MOR were further studied by CV, using the
same ECSA value (Figure 6B). As observed, specific current

density of methanol oxidation on Pt−Cu BANDs (5.61 A
mPt

−2) is 3.5 times higher than that on Pt black (1.62 A mPt
−2)

at 0.5 V, confirming that Pt−Cu BANDs have better
electrocatalytic activity than Pt black. Meanwhile, methanol
oxidation peak current on Pt−Cu BANDs (15.1 A mPt

−2) is
also higher than those of Pt nanowires (8.4 A mPt

−2), Pt−Cu
nanocrystals (12.6 A mPt

−2), Pt−Ni nanocrystals (13.4 A
mPt

−2), Pt−Co nanocrystals (10.7 A mPt
−2), and Pt−Fe

nanocrystals (12 A mPt
−2),44 which further indicates that Pt−

Cu BANDs show competitive electrocatalytic activity for the
MOR. In the Pt−Cu alloy system, Cu can donate electron
density to the incompletely filled d-bands of Pt (i.e., electronic
effect) thereby changing the adsorption energies of reactants
and reaction products. Moreover, Cu can also decrease the
average number of contiguous Pt atoms at the surface that
participate in the reaction by simple dilution (i.e., geometric
effect) thereby changing the adsorption orientation and/or
strength of reactants and reaction products.57 Thus, alloying Pt
with Cu should be a key factor for improved electrocatalytic
activity of Pt−Cu BANDs for the MOR. During the MOR, Pt
electrocatalysts easily lose a large amount of activity owing to
the CO-like carbonaceous adsorption species (COads) and/or
unidentified non-COads organic species. The ratio of the
forward oxidation current peak (If) to the reverse current peak
(Ib), If/Ib, is an important index of the poison tolerance of
electrocatalysts during the MOR.4,17 A higher ratio indicates
more effective removal of the poisoning species on the
electrocatalyst surface. The If/Ib ratio (1.5) of Pt−Cu BANDs
is much higher than that (0.8) of commercially available Pt
black, showing relatively better poison tolerance of Pt−Cu
BANDs.
Superior poison tolerance of Pt−Cu BANDs was confirmed

by COads−stripping tests (Figure 7A). The onset potential and

peak potential of COads oxidation on Pt−Cu BANDs negatively
shift ca. 60 and 26 mV compared to those on commercial Pt
black, indicating the adsorbed CO species on Pt−Cu BANDs
surface are weaker than that on commercial Pt black. This result
indicates that the incorporation of Cu with Pt plays an
important role for improving the CO tolerance of elelctroca-
talysts. Since the binding energy of Pt 4f in Pt−Cu BANDs is
0.41 eV lower than that in Pt black, the dramatic drop in the
affinity of CO on Pt−Cu BANDs can be ascribed to the change
of electron structure of Pt atom in Pt−Cu BANDs, based on d-
band center theory.58−60 Moreover, the existence of Cu also
likely facilitates the effective CO removal because of geometric
effect and bifunctional mechanism (i.e., the Cu metal disrupts

Figure 5. CV curves for (a) Pt−Cu BANDs and (b) commercial Pt
black in N2-saturated 0.5 M H2SO4 solution at a scan rate of 50 mV
s−1. The ECSA of Pt electrocatalyst was calculated by measuring the
charge collected in the hydrogen adsorption/desorption region after
double-layer correction and assuming a value of 210 μC cm−2 for the
adsorption of a hydrogen monolayer.37

Figure 6. CV curves for (a) Pt−Cu BANDs and (b) commercial Pt
black in N2-saturated 0.5 M H2SO4 + 1.0 M CH3OH solution at a scan
rate of 50 mV s−1, which are normalized to (A) Pt mass (mass activity)
and (B) the real Pt ECSA (specific activity), respectively. Arrows
indicate the potential scan direction.

Figure 7. (A) CV curves for preadsorbed CO at (a) Pt−Cu BANDs
and (b) commercial Pt black in N2-saturated 0.5 M H2SO4 solution at
the scan rate of 50 mV s−1. (B) Chronoamperometry curves for (a)
Pt−Cu BANDs and (b) commercial Pt black in N2-saturated 0.5 M
H2SO4 + 1.0 M CH3OH solution for 3000 s at 0.65 V potential.
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the continuity of the Pt lattice and provides sites for OH
adsorption).
The electrocatalytic activity and stability of Pt−Cu BANDs

and Pt black for the MOR were further investigated by
chronoamperometry at 0.65 V potential. During the whole
reaction process, methanol oxidation current on Pt−Cu
BANDs is higher than that on commercial Pt black (Figure
7B), confirming that the electrocatalytic activity of Pt−Cu
BANDs is much better than that of Pt black. Considering their
ultrafine grain size, alloy property, and dendritic structural
feature, the enhanced electrocatalytic activity of Pt−Cu BANDs
might be ascribed to their sufficient active sites, synergistic
effects between Pt and Cu atoms, and high density of actively
low-coordinated defective atoms on nanodendrites surface such
as edge, corner, and surface stepped atoms.1 At 3000 s,
methanol oxidation currents on Pt−Cu BANDs and Pt black
decrease to 14.7% and 4.8% of their initial value (taken at 20 s
to avoid the contribution of the double-layer discharge and
hydrogen adsorption),61,62 respectively, indicating that the
electrocatalytic stability of Pt−Cu BANDs is better than that of
commercial Pt black. Long-term stability of catalysts were also
investigated by continuous CV measurements. After 1000
cycles, the peak currents of methanol oxidation on Pt−Cu
BANDs and Pt black decrease to 65% and 42% of their initial
values, respectively (SI Figure S6), thus also indicating that Pt−
Cu BANDs is more stable as an electrocatalyst for methanol
oxidation. In general, the degradation of electrocatalytic
performance originates from CO poisoning and nanoparticles
migration/agglomeration during the anode reaction. Obviously,
the high CO tolerance of Pt−Cu BANDs is responsible for
improved stability of Pt−Cu BANDs for the MOR. In addition,
no obvious morphological change occurs for Pt−Cu BANDs
after chronoamperometry run, as revealed by TEM images (SI
Figure S7). Mainly, the interconnected dendritic structure of
Pt−Cu BANDs can effectively suppresses Ostwald ripening or
grain growth of Pt−Cu BANDs, and consequently avoids the
aggregation of Pt−Cu BANDs.20,63−65 Thus, the intercon-
nected dendritic structure of Pt−Cu BANDs is also responsible
for their improved durability for the MOR. Meanwhile, the Pt/
Cu atom ratio (56:44) in Pt−Cu BANDs after the
chronoamperometry run is close to that (52:48) of the initial
Pt−Cu BANDs (SI Figure S8). Previous reports demonstrated
that Pt−Ag alloy nanostructures possessed excellent stability in
acidic solution because alloying with Pt can greatly enhance the
electrochemical stability of Ag.66,67 Similarly, the high alloying
degree of Pt−Cu BANDs may restrain leakage of Cu metal due
to strong interaction between Pt and Cu atoms, which also
contribute to high stability of Pt−Cu BANDs.

4. CONCLUSIONS
In summary, the Pt−Cu bimetallic nanodendrites with high
alloying degree and high shape selectivity are synthesized by a
facile wet-chemical coreduction method in a PAH-based
aqueous system. Undoubtedly, the present aqueous based
synthesis is more promising from an environmental standpoint,
adding advantage over the use of toxic organic solvents. The
formation of Pt−Cu alloy is attributed to the autocatalytic
growth mechanism, which is supported by the fact that Cu2+

ion cannot be solely reduced under the same experimental
conditions. The selective oxidative etching of Cu adatoms on
preformed Pt seed surface plays a key role in formation of
dendritic morphology of Pt−Cu alloy nanostructures, which is
supported by facts that the irregular Pt−Cu multipods are

achieved under N2-saturated conditions and the oxidative
etching cannot occur on Pt nanocubes. In nature, the dendritic
structures of Pt−Cu BANDs are favorable for reducing the Pt
consumption, providing high surface area, and facilitating
enhanced performance in electrocatalytic applications. Electro-
chemical measurements demonstrate that Pt−Cu BANDs
exhibit superior MOR activity and long-term durability
compared to commercial Pt black because of “synergistic
effect” between Pt and Cu atoms (such as electronic effect,
geometric effect, and bifunctional mechanism, etc.), unique
interconnected nanostructures, and high CO tolerance. Thus,
the superior electrocatalytic performance of Pt−Cu BANDs
makes it a promising efficient anode elecctrocatalyst for the
direct methanol fuel cells.
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