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ABSTRACT: Multimetallic core−shell nanocrystals (NCs) with
precise control over shell thickness down to few atomic layers have
attracted tremendous interest for a variety of catalytic reactions.
However, limitations associated with large lattice mismatch,
particularly for the metals with a larger lattice mismatch, remained
a great challenge in generating multimetallic core−shell NCs.
Herein, we demonstrate seed-mediated coreduction of AuCu onto
Pd nanocube seeds to obtain Pd@AuCunL (n = 6,12) core−shell
nanocubes with atomic-level control over shell thickness and near-
perfect lattice matching of the core−shell interface. Precise control
over the shell layer thickness from six to twelve atomic layers could
be possible by slow and simultaneous codeposition of the Au and
Cu precursors, i.e., AuCl2(OH)2

− and Cu(OH)2
− ions, by controlling the OH− ion concentration (i.e., pH) in the reaction solution

with a low Cu content. Moreover, Pd@AuCunL core−shell NCs with different shapes such as hexagonal and concave NCs were
readily obtained by modulating the reduction kinetics of metal precursors in seeded growth. Importantly, obtained Pd@AuCu6L
core−shell nanocubes manifested best catalytic performance for the reduction of 4-nitrophenol (4-NP) by NaBH4. The high
catalytic activity of the core−shell nanocubes has been ascribed to the synergetic effect of the Pd core and the AuCu alloy shell. The
simple, solution-based approach utilized in this work can be adapted for controlled synthesis of other multimetallic core−shell
nanocubes with atomically controlled shell thickness for a variety of heterogeneous catalysis reactions.

1. INTRODUCTION
Multimetallic nanocrystals (NCs) of tailored composition,
structure, and geometry have attracted tremendous attention
due to their tunable functionalities and a range of potential
applications in fields such as in catalysis,1 photocatalysis,2

biomedicine,3 and biosensing.4 Apart from size and shape, the
possibility of composition manipulation offers an additional
opportunity to tune the catalytic performance of multimetallic
NCs, which is difficult to attain in their monometallic
counterparts.5,6 On the other hand, bi/multimetallic core−
shell NCs consisting of a few atomic-layer-thick shells onto
other metallic substrates have received huge attention for a
variety of catalytic reactions due to outstanding catalytic
performance and reduced consumption of precious metals.7−10

The extraordinary catalytic activity of these core−shell NCs
could be attributed to the synergetic effects of geometry and
electronic features originating from their core and shell
interface.11 It is well accepted that reducing the shell thickness
to a few atomic layers increases the lattice strain and electronic
effects on the outer surface of core−shell NCs, which
significantly maximize the catalytic performance.9,12−14

Among the multimetallic NCs, deposition of few atomic-
layer-thick noble metals such as gold−copper (Au−Cu) on Pd
nanocubes is highly desired because it can provide functional
catalytic sites on the surface of the NCs and enhance their

catalytic activity.15 In fact, the noble metal nanoparticles such
as Ag, Au, and Cu have been demonstrated to cover Pd NCs to
produce Pd@M (M = Ag, Au, Cu) core−shell-type NCs and
shown to exhibit superior catalytic performance.16−20 While
the integration of plasmonic bimetallic shells such as AuCu
over nonplasmonic Pd NCs creates significant surface strain
because of large lattice mismatch of the elements, it alters the
electronic structure of the multimetallic system, boosting their
catalytic performace.12,14,20

Seed-mediated solution-phase methods have been utilized
frequently for the synthesis of bimetallic and multimetallic
core−shell NCs, in which precursors of metallic shells are
deposited over a presynthesized metallic core (seed substrate)
at a relatively slower rate utilizing a mild reducing agent.21−23

Uniform deposition of a shell layer over a seed substrate is
largely governed by the reduction kinetics of metal ions, their
reduction and diffusion rates,24,25 and lattice mismatch of the
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metals.26 Although significant progress has been made on
kinetically controlled synthesis of bi/multimetallic core−shell
NCs with distinct shapes,23,24,27 obtaining bimetallic alloy
shells with precise control over thickness remained a great
challenge, particularly for the metals with a larger lattice
mismatch.28,29 It was demonstrated that monometallic Au and
Ag shells could be easily grown over Pd nanocubes by
controlling the reduction kinetics of corresponding ions.30

However, uniform codeposition of bimetallic shells over Pd
NCs was found to occur only for a lattice mismatch lower than
4.0%.31 A higher lattice mismatch between the core and shell
metals frequently results in the formation of core−shell NCs of
nonuniform shapes.32,33 However, some previous efforts report
on the controlled disposition of Cu or AuCu on Pd nanocube
seeds by tailoring the reduction kinetics in seed-mediated
synthesis, which usually results in the formation of non-
homogeneous shell thickness or concave NCs.28,29,34 For
example, Meng et al.34 demonstrated the deposition of AuCu
on Pd nanocubes by combining sluggish reduction kinetics and
lattice mismatch (∼4.02%), generating tetrapod-shaped Pd@
AuCu core−shell NCs. A similar effort for covering Pd
nanocubes by Cu (having lattice mismatch ∼7.1%) through
the seed-mediated chemical reduction process resulted in the
formation of branched Pd@Cu nanostructures. It is well
known that the lattice mismatch between Pd and Cu is around
7.1%,29 and the same for Pd and Au is about 4.8%.35 Moreover,
due to the high bonding energy of Au−Cu (235.6 kJ/mol),36

their simultaneous deposition over Pd NCs in the seed-
mediated growth process frequently occurs in island growth
mode (Volmer−Weber mode),28,37 generating final structures
with concave surfaces. Therefore, uniform conformal deposi-
tion of bimetallic AuCu shells over Pd NCs with a
predetermined final shape and controlled shell thickness
remained a great challenge.38

Herein, we demonstrate a facile approach for the synthesis of
multimetallic Pd@AuCunL core−shell nanocubes with ultrathin
AuCu bimetallic shells containing low Cu contents despite
their large lattice mismatch. The AuCu alloy shells were
conformally deposited onto Pd nanocube seeds through a
kinetically controlled reduction and ligand-exchange reaction
at room temperature. The obtained Pd@AuCunL core−shell
nanocubes have been tested as catalysts for the reduction of 4-
nitrophenol by NaBH4. The Pd@AuCu6L core−shell nano-
cubes were seen to exhibit remarkably high catalytic activity for
4-nitrophenol degradation by NaBH4 relative to the Pd NCs
and Pd@AuCu12L NCs.

2. EXPERIMENTAL SECTION
2 . 1 . C h em i c a l s a nd Ma t e r i a l s . S o d i um

tetrachloropalladate(II) (Na2PdCl4, 99.99%), potassium bro-
mide (KBr, 99%), gold(III) chloride tetrahydrate (HAuCl4·
4H2O, 99.9%), copper chloride (CuCl2, 99.99%), poly (vinyl
pyrrolidone) (PVP, Mw 55 000), L-ascorbic acid (H2Asc, 99%),
sodium hydroxide (NaOH, 98%), and 4-nitrophenol were
purchased from Sigma-Aldrich. All of the chemicals were used
as received, without further purification. Deionized (DI) water
from a Millipore system (resistivity >18.2 MΩ·cm) was utilized
for the preparation of aqueous precursor solutions and sample
washing.
2.2. Synthesis of Pd Nanocubes. The Pd nanocubes of

ca. 13.5 nm average size were synthesized following the
procedure we reported earlier.4 In a typical synthesis, PVP
(100 mg), L-ascorbic acid (60 mg), KBr (300 mg), and

Na2PdCl4 (57 mg) were mixed in 15 mL of DI water in a glass
beaker and heated for 3 h at 80 °C under continuous magnetic
stirring. The reaction mixture was then cooled down to room
temperature, and the product was separated by centrifugation
(12 000 rpm for 10 min). Obtained Pd nanocubes were
washed thoroughly by DI water and redispersed in DI water
for characterization and further use.

2.3. Synthesis of Pd@AuCunL Core−Shell Nanocryst-
als. In a typical synthesis process of Pd@AuCunL core−shell
NCs, 100 mg of AA and 66.6 mg of PVP were dissolved in 15
mL of DI water in a glass vial. Five milliliters of aqueous
suspension of Pd nanocube seeds (1 mg/mL) was added to the
earlier solution under magnetic stirring for 15 min. After that,
0.5 mL of aqueous NaOH (0.2 M) solution was added to
adjust the pH of the reaction mixture to 11.5. Afterward, 0.1
mL (0.1 mM) of aqueous solution of HAuCl4 and 0.025 mL of
CuCl2 (0.1 mM) precursor solution were mixed, then the
solution mixture was titrated slowly at a rate of 1 mL/h into
the earlier reaction solution, and the reaction was allowed to
continue for another 30 min. Finally, the formed Pd@AuCu
core−shell NCs were collected by centrifugation (12 000 rpm
for 30 min) and washed twice with DI water. To fabricate the
Pd@AuCu nanocrystals with different shell thicknesses,
reactions were performed at the same experimental conditions,
except only varying the amounts of HAuCl4 and CuCl2
solutions (0.1 mL + 0.025 mL and 0.2 mL + 0.05 mL). A
reference Pd@AunL core−shell sample was also prepared under
similar experimental conditions without utilizing the CuCl2
precursor.

2.4. Characterization of Nanocrystals. The morphology
and size of the fabricated Pd nanocubes and Pd@AuCunL
core−shell NCs were analyzed by a JEOL JEM-1010
transmission electron microscope (TEM), operating at 80
kV. For TEM analysis, the colloidal samples were drop-cast on
carbon-coated Ni grids and dried at room temperature. To
study the fine structure and elemental distribution at the core−
shell interface, the nanocrystals of core−shell configuration
were analyzed by a JEOL JEM ARM 200F scanning
transmission electron microscope (STEM) with high-angle
annular dark-field (HAADF) imaging facility. The HAADF-
STEM images of the samples were recorded at 200 kV
operating voltage of the microscope. The elemental compo-
sition of the core−shell nanocubes was determined through
energy-dispersive spectroscopy (EDS) inside TEM along with
inductively coupled plasma (ICP) spectroscopy. For ICP
analysis of the nanocrystals, about 1 mL of their colloidal
solution of 1 mg/mL concentration was diluted with 40 mL of
DI water prior to ICP analysis. The crystallinity and structural
phase of the fabricated nanocrystals were analyzed further by
recording their X-ray diffraction (XRD) patterns under Cu Kα
excitation (λ = 1.5406 Å) by a Rigaku Ultima IV diffractometer
in parallel-beam geometry in 15−80° 2θ range. Optical
absorption spectra of the colloidal nanocrystals were recorded
by an Agilent 8453 ultraviolet−visible (UV−vis) spectropho-
tometer in the 400−1100 nm spectral range. Geometric phase
analysis (GPA) was performed using the FRWR tools plugin
developed by Christoph T. Koch. Strain analysis was
performed using the software based on the theory developed
by Hÿtch et al.39

2.5. Catalytic Performance of Pd@AuCunL Core−Shell
Nanocubes in 4-Nitrophenol Degradation by NaBH4.
Reduction of 4-nitrophenol (4-NP) to 4-aminophenol (4-AP)
by sodium borohydride (NaBH4) was selected as a probe

The Journal of Physical Chemistry C pubs.acs.org/JPCC Article

https://doi.org/10.1021/acs.jpcc.1c00646
J. Phys. Chem. C 2021, 125, 13759−13769

13760

pubs.acs.org/JPCC?ref=pdf
https://doi.org/10.1021/acs.jpcc.1c00646?rel=cite-as&ref=PDF&jav=VoR


reaction for testing the catalytic performance of the fabricated
nanocrystals, especially to study the effect of AuCu alloy shells.
Catalytic reduction of 4-nitrophenol (4-NP) by NaBH4 was
carried out in aqueous suspension at room temperature. For
catalytic tests, first, we prepared aqueous colloidal solutions of
all of the nanocrystals (Pd nanocubes, Pd@AuCu6L, and Pd@
AuCu12L core−shell NCs) maintaining a fixed (1 mg/mL)
metal concentration in them. Separately, aqueous solutions of
4-NP were prepared by dissolving 5.56 mg of 4-NP in 200 mL
of DI water to obtain the concentration of 0.2 mM. Then, 4
mL of this solution was mixed with 12 mL of DI water in a 20
mL vial. Then, 2 mL of this 4-NP solution was taken in a
quartz cuvette, and 1 mL of NaBH4 (10 mg/mL) solution was
added. The color of the solution changed from light yellow to
bright yellow immediately after the addition of freshly prepared
NaBH4 solution. After a few minutes of agitation, 25 μL of
colloidal catalyst (Pd nanocubes, Pd@AuCu6L, or Pd@
AuCu12L) was injected to the reaction mixture. The UV−vis
absorption spectra of the reaction mixture were recorded at
different time intervals (t = 0−20 min) in the 290−650
spectral ranges.

3. RESULTS AND DISCUSSION
A seed-mediated coreduction approach was adopted to achieve
Pd@AuCu core−shell NCs with controlled AuCu shell
thickness, as depicted in Scheme 1. First, the monodisperse

Pd Nanocube (NC) seeds of about 13.5 ± 2.5 nm average size
were synthesized following the procedure we reported earlier
(Figure S1, Supporting Information).4 Then, AuCu alloy shells
were deposited over the Pd nanocubes by controlled
coreduction of Au and Cu metal ions with low Cu contents.
To perform the latter step, presynthesized Pd NCs were
dispersed in an aqueous solution containing ascorbic acid
(H2Asc, AA) and poly (vinyl pyrrolidone) (PVP) under
magnetic stirring. The pH of the reaction mixture was adjusted
to 11.5 by dropwise addition of aqueous NaOH solution. The
basic reaction mixture was titrated at room temperature by
slow addition of aqueous metal precursor solution (mixture of
0.1 M HAuCl4 and 0.1 M CuCl2 solutions in 4:1 v/v). A
syringe pump was utilized to add the mixed metal precursor
solution (see Section 2 for more details). Upon slow titration
of HAuCl4 and CuCl2 in the presence of NaOH, two main

reactions took place: first, quick neutralization of H2Asc by
NaOH, resulting in the formation of H2Asc

−. H2Asc
− exhibits

higher reduction power than H2Asc, which increases the
reduction rate of the metal ions.40 Second, the HAuCl4 and
CuCl2 mixed precursor solution was quickly neutralized by
NaOH to generate HAuCl4

− and CuCl2
− ions, followed by

ligand exchange between the precursors and OH−. The ligand
exchange between HAuCl4

− and OH− lead to the conversion
of HAuCl4

− into AuCl (OH)3
− and Au (OH)4

−. Likewise,
CuCl2

− converted to CuCl (OH)− and Cu(OH)2
−.41 These

new products have relatively lower reduction potential in
comparison to the reduction potentials of HAuCl4

− and
CuCl2.

41,42 Under a slow reduction rate, the reduction of these
new products is dominated by H2Asc

−, forming uniform
conformal deposition of AuCu alloy layers onto the Pd NCs
due to the OH− ion-mediated ligand-exchange effect.42

Scanning transmission electron microscopy (STEM) was
utilized to characterize the as-prepared core−shell nanocubes.
Figure 1a displays the typical high-angle annular dark-field

(HAADF)-STEM image of a representative Pd@AuCu core−
shell nanocube sample, demonstrating the formation of core−
shell NCs, preserving the initial cubic shape of seed Pd NCs in
the final structures. Figure 1b,c shows high-resolution (HR)
HAADF-STEM images of an individual Pd@AuCu6L core−
shell nanocube, which revealed a sharp contrast difference
between a well-crystalline Pd nanocube core and a AuCu shell

Scheme 1. Schematic Illustration Showing the Steps
Involved in the Ligand-Exchange Synthesis of Multimetallic
Pd@ AuCunLCore−Shell Nanocrystals

Figure 1. Structural and compositional analyses of the multimetallic
Pd@AuCu6L core−shell NCs. (a) Typical low-magnification HAADF-
STEM image, (b) high-resolution HAADF-STEM image of a Pd@
AuCu6L core−shell nanocubes; inset: fast Fourier transform (FFT)
pattern. (c) Section of the HAADF-STEM image of the particle
shown in (b) and (d) amplified view of the elected region showing
atomic stacking of Pd and AuCu. Formation of six atomic layers of
AuCu shells over the Pd nanocube in most of the portion of its surface
can be noticed in (d).
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around it, clearly demonstrating the successful formation of
core−shell NCs. As can be seen, the single crystalline Pd core
is free from twins or grain boundaries as revealed by the
homogeneous image contrast and long-range ordering of the
particle. The observed contrast difference between the Pd core
and AuCu shell is due to the difference in the average atomic
number of individual atom columns. As the intensity of the
HAADF-STEM images is almost proportional to the square of
the atomic number (Z2),42 atomic columns with higher average
atomic numbers exhibit higher intensity. For the same reason,
the AuCu alloy shell shows a brighter contrast than the Pd
core. Figure 1d depicts the HR-STEM image extracted from
the region marked in Figure 1c, which shows the formation of
a AuCu bimetallic shell of quite uniform thickness. As can be
seen in Figure 1d, the bimetallic AuCu shell formed over the
Pd NC consists of about six atomic layers. It should be noted
that both Pd and AuCu alloy have face-center cubic (fcc)
crystal lattice. From the HAADF-STEM image, d-spacings of
0.1945 and 0.1373 nm were estimated, which correspond to
the {200} and {220} lattice planes of the Pd core, and the NC
is oriented at the long [001] zone axis as shown in fast Fourier
transform (FFT) pattern (inset of Figure 1b). The interplane
distance of the {200} lattice planes demonstrates that the
surfaces of fcc-structured Pd NCs have selectively exposed
{100} surfaces. In addition, the Pd NCs have slightly truncated
corners presenting {111} facets. The growth direction of the
shell is guided by lattice matching along the six {100} and
{111} surface planes of the Pd core. Therefore, the lattice
planes of the shell layer also share the same orientation with Pd
cores, with d-spacing values of 0.2026 and 0.1424 nm for the
{200} and {220} lattice planes of the AuCu alloy structure,
respectively. It should be mentioned that the observed d-
spacing values in the AuCu shell layer are very close to the d-
spacing values of the fcc Au lattice, indicating that the
incorporated Cu atoms substitute Au atoms from its lattice,
causing only a slight change in its interplanar distance or lattice
constant.
Lattice strain in the Pd@AuCu core−shell NCs was

determined using a geometric phase analysis (GPA) method.
The GPA mapping analysis allows us to observe strained zones
with varying degrees of atomic position displacement in the
core−shell NCs with respect to an unstrained lattice.43,44

Therefore, the GPA analysis was performed for Pd@AuCu6L
core−shell NCs, as shown in the HAADF-STEM image
presented in Figure S2 (Supporting Information). The Pd core
and AuCu shell regions were selected for GPA, in which the
core region of the image was used as the reference. As can be
seen from Figure S2b (Supporting Information), the strain
field is uniform in the core region. An expansive lattice
deformation (orange color contrast) is present only in the shell
layers. It is important to mention that the εxy and εyy strain
fields only show the effect of the electron beam scans of the
sample, and therefore, they are not shown. The εxx strain field
map presented in Figure S2b shows the strain in the plane of
the crystal face, which indicates an expansive deformation in
the shell regions relative to the core regions. The expansive
strain field in the shell region is due to the larger bulk lattice
spacing of the AuCu alloy than the bulk latticing of Pd. The
results obtained from GPA analysis suggest that the AuCu shell
is undergoing slight expansive deformation due to lattice
relaxation often observed when transitioning from the core−
shell interface to the free surface.44 In addition, the line profile
across the NC further confirms that the relative deformation

near the AuCu shells is higher relative to the Pd core region in
the Pd@AuCu6L core−shell NCs (Figure S2c, Supporting
Information). These results suggest unambiguously that the
slight expansive strains are present in the AuCu layers.
Slow injection of the mixed metal precursor (HAuCl4 +

CuCl2) solution in the reaction mixture solution containing
H2Asc

− and PVP causes the reduction of Au and Cu ions and
subsequent deposition of Au and Cu atoms onto the Pd
nanocube seeds through heterogeneous nucleation. Therefore,
the thickness of the AuCu bimetallic shell over the Pd
nanocube could be readily tuned by varying the amount of the
precursor solution (HAuCl4 and CuCl2 mixture) in the
reaction mixture. Figure 2 displays the typical HAADF-

STEM images and energy-dispersive X-ray spectroscopy
(STEM-EDX) elemental mapping images of two different
samples prepared by varying the amount of Au and Cu ion
precursors, i.e., 0.1:0.025 and 0.2:0.05 mL (keeping the total
ion concentration in the mixed precursor solution 0.1 mM) in
the reaction mixture. As can be seen in Figure 2a,2c, core−shell
nanocubes of different shell thicknesses were formed in the
two cases. Formation of uniform AuCu bimetallic shells is
quite evident in both samples. In addition, the EDX elemental
mapping images of the samples in Figure 2b,d revealed that the
signals of Pd and Au are located in the core and shell, while Cu
exists both in core and shell regions, which is most likely due
to the occurrence of Kirkendall effects between Pd and Cu.45

Moreover, the EDX spectra of the Pd@AuCu core−shell
nanocubes (Figure S3, Supporting Information) revealed the
emission peaks of only Pd, Au, and Cu (apart from the Ni
signal from the Ni grids utilized for TEM sample reparation)
elements in them. Inductively coupled plasma atomic emission
spectroscopy (ICP-AES) analysis was utilized to determine the
Au/Cu ratio in the shell layers. The ICP-AES estimated that

Figure 2. Controlling the number of AuCu atomic layers. (a, b)
Typical HAAD-STEM image and EDX elemental mapping (in
STEM) images of Pd@AuCu6L nanocubes. (c, d) Typical HAAD-
STEM image and EDX elemental mapping (in STEM) images of
Pd@AuCu12L core−shell nanocubes. Emission signals corresponding
to Pd, Au, and Cu are presented in red, green, and blue, respectively.
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Au/Cu ratio in the Pd@AuCu6L and Pd@AuCu12L samples
were 7.45:1.87 and 15.3:3.9, respectively (Table S1, Support-
ing Information).
The structure of the samples was further analyzed by

recording their X-ray diffraction (XRD) spectra. As can be seen
in Figure 3a, all of the obtained Pd, Pd@Au, and Pd@AuCunL
NCs exhibited diffraction peaks of the face-center cubic (fcc)
structure. The XRD pattern of Pd revealed the diffraction
peaks at 2θ = 40.036, 46.712, and 68.256°, which are assigned
to the (111), (200), and (220) planes of the fcc Pd,
respectively (JCPDS No. 46-1043). For the sake of
comparison, the XRD spectrum of Pd@Au core−shell NCs
was included. The XRD pattern of Pd@Au revealed diffraction
peaks of Pd in the fcc phase. Additional diffraction peaks
appearing at 2θ = 38.159, 44.358, 64.67, and 77.664° could be
indexed to the (111), (200), (220), and (311) crystalline
planes of Au in the fcc phase, respectively (JCPDS No. 04-
0784). The XRD patterns of Pd@AuCunL revealed the
diffraction peaks of fcc Pd, along with other diffraction peaks
at 2θ = 38.437, 44.69, 65.02, and 78.27°, which are close to the
diffraction peaks associated with Au appearing in the Pd@Au
sample. However, the positions of these diffraction peaks were
slightly shifted to higher diffraction angles compared to the
pure fcc Au, indicating a slight decrease in lattice parameters
due to the incorporation of Cu atoms in the Au lattice through
substitution. Such a higher angle shift of the diffraction peaks
can be ascribed to the formation of AuCu alloy shells on Pd
NCs. The magnified region of (111) planes presented in
Figure 3b showed a slight positive shift in the (111) peak
position from 2θ = 36.5 to 42.0° relative to the Pd@Au NCs,
suggesting that the AuCu shells are essentially in the alloy
form, instead of the intermetallic phase.34 The average
crystallite size in the NCs was estimated from the Scherrer
formula considering peak broadening.46 Using the full width at
half-maximum (FWHM) of (111) reflection, the obtained
crystallite size of the Pd seed particles was 9 nm. In the case of
Pd@AuCunL, as the most intense peaks of Pd and AuCu were
overlapped, the peaks were deconvoluted to separate
corresponding (111) reflections. The obtained average
crystallite size values were 10 and 6 nm for the Pd and Pd@
AuCu6L NCs and 10 and 9 nm for Pd and AuCu12L NCs,
respectively.
It is well know that both Au and Cu exhibit localized surface

plasmon resonance (LSPR) absorption peaks in the visible
region. Therefore, we investigated the LSPR properties of the

as-synthesized Pd nanocubes and Pd@Au, Pd@AuCu6L, and
Pd@AuCu12L core−shell nanocubes by UV−vis absorption
spectroscopy (Figure S4, Supporting Information). As can be
seen in Figure S4, the absorption spectrum of the colloidal Pd
NCs is featureless, with absorption gradually increasing toward
higher energy. On the other hand, the absorption spectrum of
the colloidal Pd@Au core−shell NCs had a characteristic
LSPR peak at around 526 nm, originating from the Au shell.35

In the case of Pd@AuCu6L NCs, the LSPR peak was observed
at 530 nm. As the thickness of the AuCu shell increased from 6
to 12 L, as expected, the position of the LSPR peak slightly
red-shifted and the peak became slightly broadened, which is
due to the incorporation of Cu in the Au layer of the Pd@
AuCu core−shell NCs.34 The Pd@AuCunL core−shell NCs
showed a slight broadening of the LSPR peak relative to Pd@
Au NCs, which could be attributed to the involvement of
quadrupolar and dipolar excitations.
A plausible reaction mechanism involved in the formation of

atomically controlled AuCu shell layers over Pd NCs through
conformal deposition of Au and Cu atoms can be described by
the following steps: 1. Deposition of the reduced Au and Cu
atoms initiate at the corner sites of the Pd nanocubes, i.e., over
the {111} facets, as the side faces {100} remain covered with
chemisorbed Cl− ions originating from the AuCl4

− and CuCl2
−

precursors in the reaction solution. In the present synthesis,
the conformal deposition of few atomic layers of AuCu shells
onto Pd nanocubes was accomplished mainly through the
combination of slow injection of the metal precursor (mixed
precursor solution with low Cu content) and ligand exchange
between the precursors and OH− ions. The ligand exchange
between HAuCl4

− and CuCl2
− ions with OH− leads to the

formation of AuCl(OH)3
−, Au(OH)4

−, and CuCl(OH)− and
Cu(OH)2

−, respectively. These newly generated products
exhibit lower reduction potentials than their chloride counter-
parts. As a result, the Au and Cu ion precursors are reduced by
HAsc− and Au and Cu atoms are epitaxially deposited over the
Pd nanocubes. On the other hand, mixing metal ion precursors
(CuCl2

− and HAuCl4
−) at lower molar ratios (e.g., Au/Cu =

3:1) in the reaction solution weakens the lattice mismatch,
favoring the formation of Pd@AuCu core−shell nanocubes. A
similar phenomenon was documented by Meng et al.,34 where
the lattice mismatch was reduced by about 0.55% when AuCu
was deposited onto Au3Cu nanocube seeds.
To elucidate the growth mechanism, we performed several

control experiments at different reaction conditions. In this

Figure 3. (a) XRD patterns of the Pd nanocubes and Pd@Au, Pd@AuCu6L, and Pd@AuCu12L core−shell nanocrystals. (b) Magnified XRD spectra
of the (111) diffraction peaks of corresponding samples.
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effort, we performed the synthesis by titrating 0.2 and 0.05 mL
of the mixed Au and Cu metal ion precursor solutions in the
aqueous colloidal solution of Pd NCs in the presence of AA
and PVP, without introducing NaOH in the reaction. In the
absence of NaOH, the pH of the reaction mixture was about
3.5. In this case, no neutralization and subsequent ligand-
exchange process took place. Upon slow addition of the metal
ion precursors in the reaction solution, the final products were
hexagonal-shaped Pd@AuCu core−shell structures (Figure 4).
As can be seen in the HAADF-STEM images (Figure 4a,b) of
the product, the process produced nearly hexagonal Pd@AuCu
core−shell NCs. The atomic-resolution HAADF-STEM image
of the hexagonal NCs revealed the formation of about ten
atomic layers of AuCu (Figure 4c). The crystallographic
orientation of the NC was close to the [011] zone axis (Figure
4d). The obtained d-spacings of 0.2047 and 0.1472 nm
corresponded to the {111} and {220} lattice planes of the

AuCu alloy structure, respectively. In addition, the measured d-
spacings of 0.1948 and 0.137 8 nm corresponded well to the
{200} and {220} lattice planes of the Pd core, respectively.
Formation of the core−shell structure could be confirmed
further by their EDX elemental mapping (Figure 4e) and line
profile analysis (Figure 4f). EDX elemental mapping of the
NCs clearly revealed the presence of Au and Cu in the shell
and Pd in the core, indicating the formation of the Pd@AuCu
core−shell configuration. On the other hand, the EDX line
profile recorded over an individual (Figure 4f) NC revealed the
formation of the core−shell structure, along with the spatial
distribution of the elements across it.
As can be noticed, the concentration of the Cu element in

the shell layer is substantially lower than that of the Au
element, which is in accordance with the molar ratio of the
elements used in the synthesis. The growth of hexagonal Pd@
AuCu NCs instead of cubic shape could be attributed to the

Figure 4. Structural characterization of the hexagonal Pd@AuCu core−shell NCs synthesized in the absence of NaOH in the reaction (pH 3.5).
(a) HAADF-STEM image and (b) high-magnification STEM image of an individual NC, (c) atomic-resolution HAADF-STEM image taken from
the corner region of the particle presented in (b), (d) FFT pattern extracted from the HAADF-STEM image presented in (c), (e) EDX elemental
mapping images, and (f) EDX line-scan profiles of an individual hexagonal Pd@AuCu core−shell NC.
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relatively lower deposition rates of Au and Cu atoms onto Pd
NC seeds in the absence of OH− ion species in the reaction
solution and hence the absence of the ligand-exchange process.
Based on these results, it is evident that introduction of an
adequate amount of NaOH is essential to induce the
conformal deposition of AuCu shells on the surface of cubic
Pd cores.
To verify the growth mechanism further, we repeated the

same synthesis without adding Cu ion precursor in the reaction
mixture, i.e., the epitaxial deposition of only Au layer over the
Pd NCs at the same synthesis conditions utilized for Pd@
AuCu NCs. In this process, we could epitaxially deposit Au
shells of about six atomic layer thicknesses onto the Pd
nanocubes (Figure S5, Supporting Information). The d-
spacing values of 0.2038 and 0.1461 nm in the shell layer
matching well with the d-spacing values of fcc Au lattice.47

Utilization of same synthesis procedure to grow PtCu shells
over Pd nanocubes resulted in the formation of Pd@PtCunL

core−shell NCs with slight strain at the interface (Figure S6,
Supporting Information), which is attributed to the higher
lattice mismatch between Pd core Cu (7.1%),28 despite of both
Pd and Pt have similar lattice mismatch. As can be noted in the
EDX-mapping results presented in Figure S6, while the Pt
signals exist only in the shell region, Cu signals appeared both
in the core and shell regions, which can be attributed to the
occurrence of galvanic replacement reactions.45

To further study the reduction kinetics, we performed
synthesis replacing AA and NaOH by a weak reducing agent
D-glucose, keeping all of the other conditions the same. The
synthesis resulted in the formation of concave-edged Pd@
AuCu NCs (Figure 5a,b). The result was primarily due to the
week reducing power of D-glucose. Due to the slow reduction
rate, the reduced Au and Cu atoms were deposited at the
energetically favorable corner sites of Pd NCs, without
diffusing to other faces of the Pd NCs. Similar tendency had
also been observed in the earlier studies during the growth of

Figure 5. (a, b) Low- and high-magnification HAADF-STEM image of the concave-shaped Pd@AuCu core−shell nanocrystals synthesized through
the standard procedure replacing L-AA with weak reducing agent D-glucose.

Figure 6. Comparison of the catalytic performance of Pd@AuCunL core−shell NCs toward the reduction of 4-nitrophenol with NaBH4. (a, b)
Normalized UV−vis absorption spectra recorded at different reaction times for Pd@AuCu6L and Pd NCs; (c) comparison of the 400 nm
absorption peak intensity with respect to its initial value during 4-NP reduction process; and (d) plots of −ln(Ct/C0) versus time for the Pd NCs,
Pd@AuCu6L, and Pd@AuCu12L core−shell NC catalysts.
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Pd@AuCu tetrapods34 and concave Pd@Pt core−shell NCs.24
Formation of concave Pd@AuCu NCs was further confirmed
by UV−vis analysis, which showed a new peak at 300 nm
(Figure S7, Supporting Information) attributed to concave
NCs.34 The capping agent PVP also played a pivotal role in the
conformal deposition of AuCu shells of uniform thickness onto
Pd nanocube seeds. Specifically, PVP can be selectively bonded
to the {100} facets of Pd nanocube seeds, facilitating the
reduced Au and Cu adatoms to initially deposit on energeti-
cally favorable {110} facets (i.e., at the edges of the Pd
nanocubes) and to diffuse into other faces latter on. Notably,
in the absence of PVP in the reaction mixture, while keeping all
of the other conditions the same, tiny bimetallic AuCu
nanoparticles were deposited randomly on the surface of Pd
nanocubes (Figure S8, Supporting Information), clearly
indicating the important role of the capping agent in the
epitaxial deposition process.
3.1. Catalytic Activity of Pd@AuCunL Core−Shell NCs

for 4-NP Degradation. Compared to the nonprecious metal
catalysts, metallic or bimetallic NCs have shown to exhibit
better catalytic performance.48 In fact, the presence of
bimetallic AuCu clusters over metal oxide nanoparticles has
been seen to enhance their catalytic activity toward 4-NP
reduction manifold in comparison to the composite nano-
structures with single metal Au or Cu clusters.38 Owing to the
presence of multimetallic components in the Pd@AuCu core−
shell NCs, exposed atomic arrangements, and synergetic effect
of AuCu bimetallic shells over Pd nanocubes, they are expected
to exhibit improved catalytic activity in a variety of chemical
reactions.15,49−51 To assess the potential catalytic performance
of the as-synthesized Pd@AuCunL NCs, their catalytic activities
toward the reduction of 4-nitrophenol (4-NP) to 4-amino-
phenol (4-AP) by NaBH4 were evaluated at room temperature
as a model catalytic reaction. 4-NP exhibited its characteristic
absorption band at 317 nm, which gets shifted to 400 nm after
the addition of NaBH4 due to the formation of 4-nitro-
phenolate ions (Figure S9, Supporting Information). The
intensity of the 4-nitrophenolate ion absorption peak at 400
nm gradually decreased as the reduction reaction proceeded by
the metal catalysts. Therefore, the reaction kinetics was
monitored by UV−vis absorption spectroscopy. The intensity
of 4-NP at 0 s was considered as the initial concentration
before the addition of catalysts. Although the reduction of 4-
NP by NaBH4 was thermodynamically favored due to the
positive difference between their standard electrode potentials
(ΔE0 = E0(4-NP/4-AP) − E0(H3BO3/BH4) = 0.67 V), it was
kinetically restricted in the absence of a catalyst.52 The
reduction of 4-NPs to 4-AP is also possible without any

metallic catalysts; however, the reduction is extremely slow,
typically exceeds 400 min.53

Figure 6a,b displays the UV−vis absorption spectra of the
aliquots collected from the reaction mixture at different
intervals after the addition of Pd@AuCu6L and Pd NC
catalysts. As can be seen in Figure 6a,b after the introduction of
catalysts, the intensity of the 4-nitrophenolate absorption peak
at 400 nm gradually decreased, while an additional peak
showed up at 315 nm for 4-AP. As can be seen in Figure 6a, for
complete reduction of 4-NP to 4-AP, Pd@AuCu6L NC catalyst
took less than 5 min, while the Pd@AuCu12L NC catalyst took
about 6 min (Figurer S10, Supporting Information) and Pd
NCs took more than 15 min (Figure 6b), confirming the
superior catalytic activity of Pd@AuCu6L core−shell NCs.
Figure 6c shows the absorption peak intensity at 400 nm as a
function of reaction time (t) for the Pd@AuCu6L and Pd@
AuCu12L core−shell NCs and Pd nanocubes. It is clear that the
Pd@AuCu6L NCs catalyzed the reaction in a much faster rate
in comparison to the Pd@AuCu12L NCs and Pd nanocubes
under the same reaction conditions. The concentration of
NaBH4 in the reaction mixture was excess relative to that of 4-
NP; hence, the concentration of NaBH4 was considered to be
constant throughout the reduction reaction period. Therefore,
pseudo-first-order kinetics were utilized to evaluate the
performance of the catalysts by estimating their apparent
reaction rate constant (Kapp) using the relation

=−
C
t

k C
d
d

t
app t (1)

where Ct is the concentration of 4-nitrophenol at time t and
Kapp is the first-order rate constant. Since the absorbance at
time t is proportional to Ct, −ln Ct/Co was plotted against time
(t) to estimate the Kapp value for the catalysts. Pseudo-first-
order kinetics was considered for the catalytic reduction of
dilute 4-NP solution.54 The pseudo-first-order reaction kinetics
was followed by estimating the apparent reaction rate constant
Kapp from the −ln (Ct/C0) vs reaction time (t) plots. The value
of apparent reaction constant Kapp was estimated from the
slope of the linear fitting curve in Figure 6d.
As shown in Figure 6d, the estimated value of Kapp for the

Pd@AuCu6L NC catalyst was about 0.5035 ± 0.035 min−1,
which is three times higher than the Kapp value estimated for
Pd NCs (0.1652 ± 0.006 min−1) and about 1.5 times higher
than that of Pd@AuCu12L NCs (0.3659 ± 0.01 min−1). From
the above results, it is clear that the Pd@AuCu6L NCs exhibit
substantially higher catalytic activity when compared to Pd
NCs. The catalytic performance of the Pd@AuCu6L catalysts
was compared with the previously reported bi/multimetallic
NCs of different shapes, and the results are summarized in

Table 1. Comparison of 4-NP Degradation Performance of the As-Synthesized Pd@AuCu6L Core−shell NC Catalyst with
Previously Reported Mono/Bi- and Multimetallic Nanoparticle Catalysts

catalysts size (nm) 4-NP concentration (mM) NaBH4 (mM) Kapp (min−1) ref

Au nanoprisms 50.4 ± 11.4 675 0.27 0.36 60
Ru nanoframes 6.1 0.15 10 0.022 54
Au−Pd nanostars 62.8 ± 7.5 0.1 30 0.56 53
MCA Pd-Au(1:1) 3.5 ± 1.5 0.045 3.9 0.28 57
hollow Cu2O-CuO/Au 25.0 0.06 5.0 0.43 61
Au@Cu core−shell nanocubes 77.9 ± 3.3 0.025 0.75 0.0722 58
Pd@Cu core−shell nanocubes 49 ± 1.5 0.025 0.75 0.02520 59
Au@CuPt core−shell NSs 9.1 1.0 100 0.05 56
Pd@AuCu6L NCs 13.5 ± 3.5 0.2 10 0.5035 ± 0.035 this work
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Table 1. As can see from Table 1, it is clear that that the Pd@
AuCu6L NCs exhibited a far superior performance than that of
the previously reported mono/bi- or multimetallic nanostruc-
ture-based catalysts. The obtained Kapp values are much higher
than the reported Kapp values for 4-NP reduction by spherical
monometallic Au and Cu NP55,56 as well as bimetallic Au/Pt
NP catalysts.57 Furthermore, the Pd@AuCu6L NC catalysts
displayed an almost 7.1 times higher Kapp value than that of
previously reported Au@Cu core−shell nanocubes58 and a
tenfold higher value than that of the Pd@Cu core−shell
nanocubes.59 These observations suggest that the Pd@AuCu6L
core−shell NCs with exposed AuCu atomic layers enclosed by
specific {100} and {111} faceted surfaces provide higher
specific surface area and more active catalytic sites, which
strengthens the absorption of the H• species onto the surface,
resulting in improved catalytic activity in comparison with
spherical NPs.
It is well known that the catalytic reduction reaction of 4-NP

on the metal NP surface is governed by the Langmuir−
Hinshelwood mechanism.62 The overall reaction occurs in
three steps: (i) surface adsorption of 4-NP onto the catalyst
surface, (ii) adsorption of active H• radical species generated
upon NaBH4 reacting with H2O, resulting in the formation of
metal-H• and subsequent conversion of 4-NP to 4-AP, and
(iii) desorption of 4-NP molecules from the catalyst sur-
face.62,63 Therefore, competitive adsorption of both 4-NP and
H• species onto the same active sites of the catalyst surface and
a follow-up interfacial charge transfer process involved in the
reaction determined the rate of the reaction.53 A significantly
higher catalytic activity of the Pd@AuCu6L NCs might be due
to the charge transfer between core and shell components,
leading to a change in the charge density on the NC surface.8

The presence of few atomic layered AuCu alloy shells over the
Pd nanocubes creates charge heterogeneity on the surface of
the catalyst. It should be noted that the work functions of Pd,
Au, and Cu are about 5.6, 5.3, and 4.5 eV, respectively.58,64

Due to the net differences in work function values, charge
transfer occurs from Pd to Au and Cu surfaces.64 Charge
redistribution on the Pd@AuCunL NC catalyst surface
strengthens the adsorption of H• radical species and the
subsequent rate of reaction for 4-NP reduction. In addition,
the slight compressive strain imposed on the AuCu shells can
also contribute to enhancing the binding strength of H• species
on the catalyst surface, which can enhance the performance of
the Pd@AuCunL NC catalyst toward 4-NP reduction by
NaBH4. Thus, the combined action of cubic core−shell
morphologies with exposed atomic arrangements, the charge
redistribution between core−shell elements, and lattice-
mismatch-induced strain imposed on the ultrathin AuCu
layers makes the Pd@AuCu6L core−shell NCs excellent
catalysts for 4-NP degradation by NaBH4.

4. CONCLUSIONS
In summary, we have demonstrated a synthesis strategy to
control the growth of Pd@AuCunL core−shell NCs with
different shell thicknesses despite their considerable lattice
mismatch constraints and investigated their catalytic perform-
ance toward 4-NP reductions with NaBH4. The key to success
in the synthesis process is attributed to the combination of
sluggish reduction kinetics and a ligand-exchange reaction in
the presence of NaOH, H2Asc, and PVP. The AuCu shell
thickness could be easily controlled by adjusting the
concentration of Au and Cu precursor ions in the reaction

mixture. In the absence of NaOH, the reaction mixture does
not produce Pd@AuCu core−shell NCs; instead, hexagonal-
shaped Pd@AuCu core−shell NCs are produced. The Pd@
AuCu6L core−shell NCs exhibited the highest catalytic activity
toward 4-NP with NaBH4 in comparison to the bare Pd
nanocubes and Pd@AuCu12L core−shell NCs mainly due to
the synergetic effect of the Pd core and the ultrathin AuCu
shell. This work may offer a general synthetic platform to
rationally design and synthesize multimetallic core−shell NCs
with ultrathin thicknesses and compositions for application in a
variety of catalytic reactions.
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