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ABSTRACT: A facile two-step synthesis method has been
developed for the synthesis of highly active and well-defined
Pt—Pd nanoalloys supported on the surface of Fe;O,@C
colloidal nanoparticles. The nanoalloys were characterized by
X-ray diffraction (XRD), high-resolution transmission electron
microscopy (HRTEM), scanning transmission electron
microscopy (STEM) with line scanning of energy-dispersive
X-ray spectroscopy (EDS) and X-ray photoelectron spectros-
copy. The nanoalloys exhibit remarkable catalytic activity
toward reduction of 4-nitrophenol to 4-aminophenol by
NaBH,. Furthermore, the catalytic activity of the supported
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nanoalloys could be further optimized by tuning the composition of the supported nanoalloys, and the optimized catalytic activity
is obtained with a normalized rate constant of about 12.03 nmol™! s™! when the atomic ratio of Pd to Pt is tuned to 2.07:1, which
is advancing among the Pd-based nanocatalysts reported in the recent years.
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1. INTRODUCTION

Bimetallic nanoparticles consisted of two different metal
elements have attracted great interests in the field of science
and technology because of their wide applications in various
fields."™ Particularly, bimetallic nanocatalysts have received
intensive study because of their unique properties superior to
their monometallic analogues. For instance, we can improve
specific physical and chemical properties, especially catalytic
properties, by changing the composition of the two metals or
their structures from heterostructures to core—shell structures,
nanoalloys, intermetallic, etc.*”” What’s more important is that
the performance of bimetallic nanocatalysts could be enhanced,
such as selectivity, durability and stability. For example,
Bernardotto and co-workers observed that doping Pd with
either Pt or Au can improve the selectivity and productivity of
H,0, compared with the monometallic samples for the direct
synthesis of hydrogen peroxide under very mild conditions.®
Wang et al. developed a one-step reduction route to synthesize
Pd-rich carbon-supported Pd—Pt alloy catalysts, which
exhibited more excellent oxygen reduction activity and much
higher methanol tolerance than the commercial Pt/C catalyst.”
More intriguing, in most cases, the bimetallic nanocatalysts
show superior activity than the simple mixture of their
monometallic counterparts in performance."®”"* Xia reported
a simple galvanic replacement approach to the synthesis of Pt—
Pd bimetallic nanoparticles on carbon black with an extremely
high activity toward formic acid electrooxidation, and the
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catalytic activity of Pt-decorated Pd/C was 143 times high than
that of Pt/C and S times higher than that of Pd/C,
respectively.'* Hence the bimetallic catalysts found applications
in the widespread field such as chemical industry and energy
science.'>!°

Although the bimetallic catalysts dispaly outstanding proper-
ties, it is often the case that a sudden drop in catalytic activities
is experienced after the catalytic transformation on account of
the aggregation and leaching of the bimetallic catalysts. Hence,
a number of efforts have been devoted to develop feasible
routes for immobilizing or grafting the bimetallic catalysts onto
inorganic supports to improve their stabilization and recycling
stability. Typically, Li et al. reported a simple physical
deposition approach to prepare Pt—Pd hybrid catalysts
supported on a nitrogen-modified carbon composite, and the
hybrid catalysts possessed highly stability for oxygen reduction
reaction.” Jiang et al. stabilized bimetallic Au@Ag core—shell
nanoparticles on a metal-organic framework, which makes for
the excellent recyclable performance.'® In general, supported
bimetallic catalysts are achieved by means of conventional
impregnation methods,'”*° mostly by anchoring or physically
adsorbing the bimetallic nanoparticles previously prepared on a
functionalized s.upport,n’22 which would be different from the
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Scheme 1. Schematic of Synthetic Procedure of Fe;0,@C@PtPd Hybrid Nanoparticles
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supported monometallic nanoparticles that could generate in
situ easily. As far as we know, an in situ route is beneficial to
promote activity of the supported metallic nanocatalysts owing
to a change in the electron properties of active sites of the metal
by electron transfer between metallic nanocatalysts and
supports or, more succinctly, a synergetic effect coming up
between them.?>** What is more, surface detachment for the
bimetallic nanoparticles can be avoided because of its strong
adhesion with the supports generated by an in situ synthesis
route.

Because there are only several reports about preparing the
supported bimetallic catalysts by an in situ formation method,
and to the best of our knowledge, few have succeeded to obtain
bimetallic nanocrystals on substrates,”> most of the results
turned out to be monometallic counterparts anchoring on
substrates.”*>® So it still remains a grand challenge to in situ
generate well-defined bimetallic nanoparticles on a support.
This work aims to develop a facile way for in situ growth of the
bimetallic nanocrystals on substrates. The different supports
could give rise to different effects on the catalytic proper-
ties.”” ' Hence, searching for a desirable support is crucial to
improve the catalytic properties of nanocatalysts as well. In our
present research, the carbon-encapsulated superparamagnetic
colloidal nanoparticles (CMNPs) that were fabricated via a
one-step solvothermal process were used for catalyst supports
based on our previous work.>* This is an excellent support in
virtue of high monodispersity, enhanced stability at high
temperature, high saturation magnetization, high negative
charges, and good dispersibility in the aqueous solution in
favor of catalytic liquid—fhase reaction, which has been affirmed
by our earlier work.>>?

The colloidal metal alloy nanoparticles, especially platinum
and palladium alloys have been the outstanding choice of
catalysts in many important chemical and electrochemical
reactions.”'”*>™” Tt is well known that co-reduction is the
most common preparative method of bimetallic nanoalloys.
However, it is difficult to control the reduction and nucleation
of two different types of metals simultaneously, resulting in the
separation of nucleated monometallic Pd and Pt particles and
worse than that, utilization of supports exacerbates the
deficiency in the process of co-reduction because of the
difference of their redox potential and chemical proper-
ties.'****° Consequently, it is difficult to generate supported
nanoalloys in situ. Here, we report a method to prepare Pd—Pt
alloy nanoaprticles by the atomic diffusion between bimetallic
platinum and palladium as shown in Scheme 1. Firstly, Pt
nanoparticles were deposited on the surface of the supports by
the alcohol reduction, and then we take advantage of galvanic
replacement reaction (GRR) and rapid inter-diffusion of Pt and
Pd atoms in the reduced dimension of nanoparticles. Pd atoms
in situ form on the surface of Pt nanoparticles and diffuse into
the Pt nanoparticles at room temperature, which finally brings
about the formation of the Pt—Pd nanoalloys on the surface of
supports. It was found that the as-prepared Fe;O,@C@PtPd
hybrid nanoparticles exhibit an ultrahigh activity as catalysts for
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the reduction of 4-nitrophenol (4-NP) to 4-aminophenol (4-
AP) by NaBH,,

2. EXPERIMENTAL SECTION

2.1. Materials. Ferrocene (Fe(CsH;),,>98%), hydrogen peroxide
(H,0,,30%), and acetone (C;H¢0,>99%), potassium tetrachloropla-
tinate (K,PtCl,>96%), palladium chloride (PdCl,, >98.4%), sodium
borohydride (NaBH,,>96%), and 4-nitrophenol (99%, analytic grade)
were bought analytic grade from the Shanghai Chemical Factory,
China. All chemicals were used as received without further purification.
Deionized water of resistivity greater than 17.0 M cm was used in all
experiments.

2.2. Preparation of Fe;0,@C@Pt Samples (simplified as Sp,).
Pt nanocrystals were deposited on the CMNPs according to the
ethanol reducing method. The carboxyl functionalized Fe;O,@C
colloidal nanoparticles with diameters of 150 nm were obtained
according to our previous reported method.** The purified Fe;0,@C
colloidal nanoparticles were dispersed in ethanol to form the colloidal
solution with a concentration of about 3 mg/mL. Then 1 mL of the
colloidal solution was added into ethanol and deionized water mixture
solution (1:1, v:v) with mechanical stirring, followed by adding
dropwise 0.3 mL of 0.01 mol/L K,PtCl, at room temperature and kept
stirring for 30 min. Then, the mixed solution was incubated at 50 °C
for 3 h. After that, the product was centrifuged (7500 rpm, S min) and
washed at least four times with deionized water. Finally, the purified
product was dispersed in 30 mL of deionized water for further use.

2.3. Preparation of Fe;0,@C@PtPd Nanocatalysts. Fe,0,@
C@PtPd nanocatalysts were prepared by a facile method based on the
GRR to facilitate the growth of reduced Pd atoms on Pt nanocrystals.
In a typical process, 0.263 mL of aqueous solution of PdCl, (5.71
mmol/L) was added into 30 mL of Fe;0,@C@Pt in an aqueous
solution with mechanical stirring at room temperature for 8 h. The
final products were washed several times with deionized water and
ethanol and dried in a vacuum oven.

2.4. Catalytic Reaction of Reduction of 4-NP. The reaction
proceeded under ambient conditions. Typically, 0.1 mL of aqueous
solution of 4-NP (0.03M), 2.4 mL of deionized water, and 0.4 mL of
aqueous solution of a fresh NaBH, (0.3M) were added into a quartz
cuvette, and then adding 100 uL of aqueous solution of Fe;0,@C@
PtPd nanocatalysts (the nanocatalysts were dispersed in S mL of
deionized water). The change of the mixture solution color was
monitored using UV—vis spectroscopy, and the decrease in absorbance
at 400 nm was recorded at 0.5 s intervals by time scanning of the UV
spectrometer.

2.5. Characterization. The powder X-ray diffraction patterns were
collected on a X-ray diffractometer (Japan Rigaku D/MAX-yA)
equipped with Cu Ka radiation (4 = 1.54178 A) over the 26 range of
30—90°. The morphologies of all samples were viewed using a
transmission electron microscope (TEM, Hitachi model H-800). The
Pd and Pt content of samples were analyzed by means of an
inductively coupled plasma (ICP) spectrometer (Optima 7300 DV).
The distribution of element of the magnetic hybrid nanoparticles was
characterized using the atomic resolution analytical transmission
electron microscopy (ARTEM, JEM-ARM200F) with energy dis-
persive X-ray (EDS, Oxford). X-ray Photoelectron Spectroscopy was
carried out on an ESCALAB-250 spectrometer (Thermo Corp.)
equipped with an Al Ka X-ray exciting source (1486.6 eV) operated at
195 W with a 14.8 kV acceleration voltage. The UV—vis absorption
spectra were recorded on a UV—vis spectrophotometer (TU-1810,
Beijing).
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Figure 1. TEM images of the (a) CMNPs, (b, c) Fe;0,@C@Pt nanoparticles, and (d) Fe;O,@C@PtPd nanocomposites corresponding to c.

3. RESULTS AND DISCUSSION

3.1. Characterization of Defined Pt—Pd Nanoalloys on
Fe;0,@C Colloidal Nanoparticles. The Fe;O,@C colloidal
nanoparticles, namely the supports, were synthesized via a one-
step solvothermal process with a mean diameter of ~150 nm
and the carbon shell is about 15 nm thick as shown in Figure
la. The carbon shells provide continuous coverage for
superparamagnetic Fe;O, nanoclusters and promote the
stability of Fe;O, nanoclusters.

The first step of the synthesis route is in situ generation of Pt
nanoparticles on the surface of CMNPs via alcohol reduction of
K,PtCl,. Most platinum precursors can be adsorbed and
reduced in situ on the CMNPs because CMNPs have
numerous surface functional groups such as carboxyl and
hydroxyl moieties. This surface properties of the CMNPs are
suitable for catalyst fabrication by avoiding a process of
cumbersome surface functionalization and making the surface
of the as-prepared nanocatalysts clean. Images b and c in Figure
1 showed that we could easily control the coverage of Pt
nanoparticles on the surface of CMNPs by varying the
temperature of the experiments in the first step. When the
reaction was performed at 45°C, Pt nanodots were deposited
on the surface of CMNPs, which results in the formation of
core—satellite structures (Figure 1b). When the temperature
increases to 50°C, large amounts of Pt nanoparticles with
approximate sizes of 10—20 nm were deposited on the surface
of the carbon shells, as is shown in Figure 1c.

In the second step, the Fe;O,@C@PtPd nanoparticles,
shown in Figure 1d, were prepared based on the samples shown
in Figure 1lc through a GRR, which shows a remarkably simple
method to the preparation of bimetallic nanoparticles with
versatile structures.*’™* From Figure 1d, we found the
coverage of bimetallic nanoparticles on the supports has a
higher density than that of monometallic nanoparticles Pt on
the same supports which can be observed more clearly in
Figure S1 in the Supporting Information, while the
dispersibility of Fe;O,@C@PtPd nanoparticles remains un-
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changed. No agglomeration was observed, which is essential for
catalysis. In the following step, it is feasible to achieve galvanic
replacement between PdCl, and Pt nanocrystals in the presence
of the supports since the standard reduction potential of Pd**/
Pd (0.915 V) is higher than that of PtCl,>/Pt (0.758 V),** as a
result, Pd atoms can replace the Pt atoms on the surface of Pt.
Before GRR process, the solution of prepared Fe;O,@C@Pt
must be changed to pure aqueous solution, otherwise the
palladium precursors would be reduced by ethanol before the
galvanic replacement reaction proceeds at room temperature,
which will lead to deposition of Pd on the surface of the
supports rather than Pt nanoparticles. It is found that the
reduction of the precursors of noble metals by ethanol occurs
easily on the surface of CMNPs support at room temperature
according to our experiments, such as Au, Pd, Pt, and even Ag
precursor, whereas the precursor of Ag can only be reduced by
ethanol as temperature rises over 80 °C.* It is suggested that
the chemisorption of noble metal ions on the supports
increases the reduction potential of them.

Powder X-ray diffraction (PXRD) is used to differentiate
alloys from core/shell structure.* Figure S2 in the Supporting
Information shows the typical XRD patterns for as-synthesized
the CMNPs, Fe;O0,@C@Pt and Fe;O0,@C@PtPd nano-
composites. The characteristic diffraction peaks of obtained
CMNPs could all be indexed to the cubic structure of Fe;O,
(JCPDS No0.19-0629), indicating the existence of magnetic
components in the as-synthesized products. The diffraction
pattern of Fe;0,@C@Pt samples exhibits peaks at 20 = 39.9,
46.4, 68.1, and 81.5°, corresponding to the (111), (200), (220),
and (311) plane of face centered cubic (fcc) Pt (JCPDS
No.01—1190). The XRD pattern of Fe;0,@C@PtPd samples,
similar to that of Fe;O,@C@Pt samples with slight shifts to
higher degrees in peak positions, implyed the formation of the
structure Pt—Pd alloy are fcc phase. We attribute it to the fact
that Pd and Pt share the same face-centered cubic crystal
structure and have almost equal lattice constant (with a
mismatch of only 0.77%), which facilitates the rapid
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interdiffusion of Pd and Pt atoms in the reduced dimension of
nanoparticles, and makes the as-obtained Pt—Pd alloys remain
are still fcc crystal structure with no significant lattice
contraction. As a minor lattice mismatch of only 0.77% cannot
be resolved by our diffractometer, extra experiments are needed
to ascertain the structure of the Pt—Pd bimetals.

Images a and b in Figure 2 present HRTEM images of the
supported Pt—Pd nanoalloys, clearly displaying the distribution

Figure 2. (a) HRTEM image of Fe;0,@C@PtPd nanocomposites;
(b) lattice fringe of Pt—Pd nanoalloys is the magnified image of the
interface enclosed by the green rectangular area in a.

of Pt—Pd nanoalloys on the supports. The estimated lattice
spacing of 0.202 and 0.193 nm can be assigned to the (200)
planes of Pt—Pd bimetallic nanocrystals and 0.228 and 0.225
nm to (111) planes. This looks similar to the lattice spacing of
Pt crystals (200) plane indexed to 0.196 nm and (111) plane
indexed to 0.226 nm, and it is noted that the relative error in
the estimated result of lattice spacing is a little bit higher than
the lattice mismatch between Pt and Pd crystals, therefore, the
phase and structure of the as-prepared samples can not be
determined only on the basis of HRTEM analysis.

As shown in panels b and e in Figure 3, the EDS results of
line scan analysis unambiguously demonstrate the alloy
structure of Pt—Pd bimetallic nanocrystals. It can be seen
clearly that the Pt—Pd nanocrystals show single Gaussian
distributions of X-rays across the particles for both elements.
Both elements are uniformly distributed in the nanocrystals,
revealing that the nanocrystals have an alloy structure. It proves

that Pd atoms on the surface of Pt nanoparticles diffuse into Pt
nanoparticles at room temperature when Pd atoms replace Pt
atoms and deposite on the surface of Pt nanoparticles by taking
advantage of GRR.

The Fe;0,@C@PtPd samples with a Pt—Pd molar ratio of
2:1 (labeled as L,) in Figure 3a have been prepared for 8 h in
the second step. When we decreased the reaction time to 0.5 h,
the Pt—Pd the molar ratio was changed to 4:1, the structure of
as-obtained Pt—Pd nanocrystals (labeled as L,) is still alloy as
illustrated in Figure 3e. The survey of the two samples with
different composition of Pd—Pt indicates Pd atoms diffuse into
Pt nanoparticles, while Pd atoms take place of surface atoms of
Pt nanoparticles through GRR. The more interesting circum-
stance is that the GRR and diffusion all proceed at room
temperature. In general, atomic diffusion comes up under
favored reaction conditions such as hi%h temperatures in order
to get over the critical energy barrier, although the formation
of alloy is usually thermodynamically favored.*” For instance,
Sun and Zhang independently prepared Ag—Au alloy nano-
particles by a replacement reaction and inter-diffusion at 100
°C.** The room temperature formation could be attributed
to the relative small size of Pt nanocrystals (around S nm) and
an identical crystal structure between Pt and Pd elements with a
minor lattice mismatch. The corresponding EDS results of two
samples are also shown in panels ¢ and f in Figure 3, where
EDS shows the existence of Pt and Pd elements in samples L,
and L, with an atomic ratio of 68:32 and 71:29, respectively.
This is equivalent to approximately 32 and 29% of Pt
nanoparticles being replaced by Pd-based particles on the
basis of the fact that one Pd atom is formed for every one Pt
atom consumed, according to the stoichiometry of the
replacement reaction when metallic Pt reacts with precursors
of Pd.

The surface chemical state and composition of Fe;0,@C@
PtPd nanocomposites were obtained by XPS in comparison
with CMNPs and Fe;O,@C@Pt nanoparticles. From the XPS
survey scan spectra in Figure S3 in the Supporting Information,
the XPS peaks of Pd3d, Pt4f, Cls and O1s can be found for the
supported Pt/Pd nanoalloys, confirming the presence of Pt and
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Figure 3. (b, ) EDS line-scanning profile for Pt (red line) and Pd (black line) concentrations in Pt—Pd nanoalloys of (a) and (d) at different ratio of
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Figure 4. (A) Pt4f XPS spectra of (a) Fe;0,@C@Pt and (b) Fe;0,@C@PtPd nanocomposites. (B) XPS spectrum of Fe;0,@C@PtPd
nanocomposites in the Pd3d region.
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Figure S. (a) Variation in UV—visible absorption spectra at 20 s intervals for the 4-NP reduction reaction in the presence of Fe;0,@C@PtPd
nanocomposites. (b) Time dependence of the absorption of p-NP at 400 nm. ([4-NP] = 5.0 X 107> mol/L; [NaBH,] = 2.0 X 107> mol/L; [PtPd] =
18 X 107° mol/L).

Pd in Fe;O,@Ccolloidal nanoparticles. The Pt 4f signals of between the outer-shell electrons of C and Pt nanoparticles that
Fe;0,@C@Pt and Fe;0,@C@PtPd nanocomposites are leads to a small change in electron density of C and Pt, which in
deconvoluted into two double components by Lorentzian- turn causes some contributions toward small core level shifts
Gaussian line shape fitting in the spectrum of Figure 4A. The for these atoms. The binding energy of Pt 4f was further
binding energies of two pairs of doubles for Fe;O,@C@PtPd changed from 69.20 eV to 71.38 eV after the introduction of
nanocomposites locate at Pt 4f7/2 (71.38 eV), Pt 4£5/2 (74.81 Pd, as shown in Figure 4A. In Figure 4B, the binding energy of
eV), and Pt 4f7/2 (72.29 eV), Pt 4f5/2 (76.39 eV), which are Pd3d in Fe;0,@C@PtPd nanocomposites is 335.64 eV;
assigned to Pt’ and Pt species, respectively.”* % In the curve however, 335.10 and 335.80 eV for Pd3d in Pd® species were
fitting Pd 3d spectrum (Figure 4B), a small quantity of Pd(II) reported by Sarapatka et al,**”* slightly higher than the
species were still found, which is probably due to the binding energy of Pd3d in Pd/Pt bimetals (E, = 335.00-335.40
adsorption of Pd(II) on the CMNPs making the complete eV).*® The change in binding energy of Cls and the shift of Pt

reduction of Pd(II) diffcult to achieve. 4f for the supported Pt nanoparticles compared to that for PtPd
The Cls electronic states for the CMNPs, Fe;O,@C@Pt nanoalloys suggests the presence of chemical shifts which
and Fe;O,@C@PtPd nanocomposites are observed at 282.2, depends on the polarization of electron bond between nearest

282.7, and 284.8 eV, respectively, and 69.2 eV for Pt 4f7/2 in neighbor atoms. This result indicates that the electronic
Pt species of Fe;0,@C@Pt nanocomposties, which is much coupling between Pt and C & Pd has been achieved. The
lower than the binding energy of Pt 4f7/2 (E, = 70.61—71.30 electronic coupling can result in shifts for the d-band center

eV) for Pt species.”® > The increase and decrease in binding position of the catalysts which plays a decisive role in
energy of Cls and Pt 4f characteristic peaks after in situ loading determining the catalytic performance because the position of
Pt and Pd on the CMNPs indicates there is an interaction the d-band center is directly related to the adsorption energies
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of the reactants on a catalyst as well as their activation
barriers.®>¢!

3.2. Catalytic Properties of the Supported Pt—Pd
Nanoalloys. The catalytic property of the Fe;O,@C@PtPd
nanocatalysts was quantitatively evaluated with the catalytic
reduction of 4-NP into 4-AP by NaBH, in water as a model
system. The reduction kinetics was monitored by UV-vis
absorption spectroscopy of the reaction mixture. 4-NP showed
a distinct spectral profile with an absorption maximum at 317
nm in water, and the absorption peak of 4-NP shifted to 400
nm when NaBH, was added because of the formation of the p-
nitrophenolate ion under alkaline condition.®”®* So the
reduction kinetics was easily recorded by monitoring the
decrease in absorbance of the reaction mixture with the increase
in reaction time after adding catalysts.

Initially, as a control experiment, the catalytic ability of
CMNPs in the absence of noble metals was examined. The
color (yellow) of the reaction mixture remained unaltered when
the reaction mixture was kept statically for one month. It’s
indicated that the supports did not show catalytic activity. In
the presence of colloidal dispersion of Fe;O0,@C@PtPd
catalysts, the bright yellow solution quickly faded, as shown
in Figure S4 in the Supporting Information. The application of
spectrophotometer revealed that the absorption of 4-NP at 400
nm decreases along with a concomitant increase of the ~298
nm peak of 4-AP. As shown in Figure Sa, a new peak appeared
at around 298 nm and gradually increased as the reaction
proceeds, revealing the reduction of 4-NP to 4-AP, which
indicated the catalysts catalyzed reduction of 4-NP rather than
merely adsorbing it onto the nanocomposites in spite of the
great adsorption abilities of CMNPs, but this is an important
factor in possessing the high catalytic activity. The UV-vis
spectra in the Figure Sa showed an isosbestic point at around
318 nm, suggesting that the catalytic reduction of 4-NP
generates 4-AP only without by-products.** From the spectro-
gram, a slight drop of the black curve in comparison to other
curves at the level of around 500 nm can be observed. This is
because the addition of catalysts leads to the increase in
absorbance of the mixed solution in the full spectrum.

According to the previous reports, there is always an
“induction time” before reduction of 4-NP in the reaction as
a result of adsorption of 4-NP onto the surface of the catalysts
and the reaction of the dissolved oxygen with NaBH, prior to
the reduction of 4-NP by NaBH,.°** In Figure b, a very short
induction time less than 13 s was barely recorded and the
correlation of In(At/A0) versus time keep linear during the
recording time (inset). We tend to attribute the very short
induction time to the enhanced ultrahigh catalytic activity of
the supported Pt—Pd alloy by means of synergistic effects
between the nanoalloys and supports. Of course, the strong
dispersibility in reaction solution and high charged surface of
CMNPs are important factors in shortening the induction time
as well.

To ensure the reduction rate is independent of the
concentration of NaBH,, the effect of the concentration of
NaBH, on the apparent first-order rate constant was
investigated and was shown in Figure S5 in the Supporting
Information. It can be observed that the apparent rate constant
increased with increasing concentration of NaBH, and then the
reaction rate is independent of NaBH, concentration at a
certain level. In the experiments, we used excess NaBH, to
ensure that the catalytic reduction of 4-NP is zero-order with
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respect to concentration of NaBH, and follows first-order rate
law with respect to 4-NP concentration.

The enhanced activity of the supported Pt—Pd nanolloys was
compared with the supported monometallic nanocatalysts and
bimetallic nanocatalyts synthesized via the co-reduction route.
The monometallic Pd nanocatalysts supported on CMNPs
(simplified as Spyq) were prepared via approach of preparing Sp,
samples and the bimetallic Pt—Pd nanocatalyts supported on
CMNPs at 25 and 60 °C via the co-reduction route with the
same ethanol reduction with the preparation of Sp, sample is
simplified as S,s and S, respectively. For comparison, the
amount of noble metal in all samples are controlled to be equal
to the corresponding amount about 90 nmol in the experiment
of reduction of 4-NP.

As shown in Figure 6, it can be visually observed good linear
correlations of In (C,/C,) versus time for all samples. Then, the

F,0,@C@PtPd
0.00 4

-0.04
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-0.24

Time(s)

Figure 6. Plots of In (C,/C,) of 4-NP versus reaction time for all kinds
of compared nanocomposites. ([4-NP] = 5.0 X 107> mol/L; [NaBH,]
= 2.0 X 10~ mol/L; [PtPd] = 18 X 107° mol/L).

apparent rate constants obtained from the slopes of the linearly
fitted plots are 86.3 X 1073, 47.7 X 1073, 24.5 X 1073, 21.9.0 X
10~%and 18.0 X 107 S™* for the F;0,@C@PtPd, S,s, S¢or Spo
and Spq samples, respectively. The k,,, values show that the
catalytic activity of supported Pt—Pd nanocatalysts via two-step
in situ synthesis method is superior to that of supported Pt—Pd
bimetallic nanocatalysts via co-reduction method, and the
enhanced catalytic activity is about 4 times higher than that of
the supported monometallic counterparts on the basis of the
amount of monometals is the same, which is 90 nmol. The
results demonstrated the catalytic performance of bimetallic
nanocatalysts is really enhanced by alloying of two mono-
metallic counterparts. However, our result is different from the
reports by Zhang and Seong et al., their Pd—Pt nanoalloys were
all prepared by co-reduction.**®” They found that the catalytic
efficiency of Pd—Pt nanoalloys is inferior to the Pd nano-
particles and has a relationship of linear increase with Pd
percentage for the catalytic reduction of 4-NP by NaBH,. In
other words, Pd dominates the catalytic activities of Pd—Pt
bimetals in their experiment and bimetallic nanocatalysts do
not exhibit the superiority of the alloy catalysts, which makes
no difference between their Pd—Pt nanoalloys and two kinds of
monometals independent on the supports. The reason why our
results are different to our reports are employ of co-reduction
which results in the generation of poorly defined structures.

dx.doi.org/10.1021/am405167h | ACS Appl. Mater. Interfaces 2014, 6, 2671—-2678
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Further investigation of catalytic property of the supported
nanoalloys includes alloy-composition-dependent catalytic
activity. We could tune catalytic property of the supported
nanoalloys and obtain optimum catalytic property by changing
the composition of the supported nanoalloys. In the experi-
ment, different Pd/Pt ratios were obtained by changing the
volume of added PdCl, and fixing volume of K,PtCl,. Pd and
Pt content of the samples were analyzed by means of the ICP
spectrometer and were shown in the Table 1. The well-linear

Table 1. Summary of the Composition Effect of the
Supported Nanoalloys on the Activity Parameter k for the
Catalytic Reduction of 4-NP by NaBH,

sample Pd Kypp” Pd/Pt kyoi? (nmol™
name Pt (ug) (ug) (s (mol) st

S, 112.9 35.6 3.6 0.58 3.94

S, 108.8 75.2 8.3 1.27 6.56

S3 106.7 120.4 20.2 2.07 12.03

S, 100.4 161.5 16.1 295 7.92

Ss 97.4 2322 10.8 4.37 4.03

“kopp = apparent rate constant. bk yor = normalized rate constant with
respect to the total amount of Pt and Pd.

relation between In(C,/C,) and reaction time is observed for all
samples catalyzing the reduction of 4-NP in Figure 7 and the

0.0
-0.2
-0.4

-0.6 4

INCy/Cy

-0.8
-1.0

-1.2

1.4 T T T T T T T T T
30

Time(s)

Figure 7. Plots of In(C,/C,) of 4-NP versus reaction time for different
composites of F;0,@C@PtPd nanocatalysts at [NaBH,] = 5.0 X 107>
mol/L, [4-NP] = 5.0 X 10° mol/L, and to this reaction solution, 50 uL
(0.05%) of aqueous solution of nanocatalysts with different composites
was added.

apparent rate constants which were estimated from first-order
reaction kinetics were summarized in Table 1. We could
obviously get the conclusion that the supported nanoalloys with
a 2.07:1 ratio of Pd to Pt show the optimum catalytic activity
with the highest normalized rate constant about 12.03 nmol™*
s 'and the catalytic activity of the supported nanoalloys does
not exhibit an increase relationship with Pd percentage from
the Table 1. Furthermore, we compared it with that of Pd-
based nanocatalysts reported previously listed in Table S1 in
the Supporting Information and find the molar specific activity
of the supported Pt—Pd nanoalloys in our experiments is much
higher than that of most reports for the catalytic reduction of p-
NP by NaBH, except the result from Zhang et al. in entry 6 of
Table S1 in the Supporting Information. A minute quantity of

2677

Pd/Pt nanoalloys, as much as approximately 6—8 orders of
magnitude lower than that of other results, was used and high
apparent rate constants were obtained in his experiments.

The results in our experiments illustrate that the catalytic
activity of bimetallic nanocatalysts could be enhanced by
alloying of two monometallic counterparts and supporting on
an appropriate support. We attribute it to the excellent
synergistic effect due to the modification of the electronic
structure of Pt—Pd nanoalloys via partial electron transfer from
CMNPs to Pt at the nanoscale interface, which improves
adsorption and activation of p-nitrophenolate ions on the
surface of nanoalloys.

4. CONCLUSION

A facile two-step in situ synthesis method was successfully
developed to prepare the well-defined Pt—Pd nanoalloys
supported on F;0,@C. The alloy structure of the supported
Pt—Pd bimetallic nanoparticles was affirmed unambiguously by
EDS line scanning. The as-prepared F;0,@C@PtPd nano-
catalysts exhibited an excellent activity for catalytic reduction of
4-NP compared to the supported Pt—Pd bimetallic nano-
composites by co-reduction and Pd-based nanocatalysts
reported previously. We attribute it to the excellent synergistic
effect and the well-defined structure of nanoalloys by the
method of in situ synthesis. The supported nanoalloys
produced via the in-situ synthesis enhanced the synergistic
effect remarkably. Besides, this method can also be used to
prepare the supported nanoalloys that are obtained with
difficulties by the common co-reduction method. Hence, the
two-step in situ synthesis method of preparing supported
nanoalloys is significant in designing high-performance catalysts
in terms of activity and stability.
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XRD patterns of different samples, TEM figure and XPS survey
spectrum of as-prepared samples in the each of step of
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