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Facile Synthesis of Nanoporous 
Pt-Y alloy with Enhanced 
Electrocatalytic Activity and 
Durability
Rongjing Cui1, Ling Mei1,2, Guangjie Han1,2, Jiyun Chen3,4, Genhua Zhang5, Ying Quan5, 

Ning Gu2, Lei Zhang3, Yong Fang3,  Bin Qian3, Xuefan Jiang3 & Zhida Han3

Recently, Pt-Y alloy has displayed an excellent electrocatalytic activity for oxygen reduction reaction 

(ORR), and is regarded as a promising cathode catalyst for fuel cells. However, the bulk production of 

nanoscaled Pt-Y alloy with outstanding catalytic performance remains a great challenge. Here, we 

address the challenge through a simple dealloying method to synthesize nanoporous Pt-Y alloy (NP-

PtY) with a typical ligament size of ~5 nm. By combining the intrinsic superior electrocatalytic activity of 
Pt-Y alloy with the special nanoporous structure, the NP-PtY bimetallic catalyst presents higher activity 

for ORR and ethanol oxidation reaction, and better electrocatalytic stability than the commercial Pt/C 

catalyst and nanoporous Pt alloy. The as-made NP-PtY holds great application potential as a promising 

electrocatalyst in proton exchange membrane fuel cells due to the advantages of facile preparation and 

excellent catalytic performance.

Proton exchange membrane fuel cells (PEMFCs), which convert the hydrogen and oxygen directly into electricity 
and water, are expected to play a key role in a future society based on sustainable energy1,2. A major challenge for 
the wide commercialization of PEMFCs lies in the low natural abundance of Pt and the slow oxygen reduction 
reaction (ORR) at the cathode3–7. �erefore, it is critical to develop novel materials with superior ORR electro-
catalytic activity and higher durability in comparison with Pt to reduce or replace the Pt loading in the cathode. 
Although alloying Pt with transition metals (such as Fe, Co, Ni, Cu, etc) can e�ectively enhance both the cata-
lytic activity and utilization of Pt8–21, usually their long-term performance is weakened by their poor stability 
resulting from dealloying under corrosive circumstance22–25. Recently, Huang et al. achieved both activity and 
stability in surface dopped Pt3Ni octahedral supported on carbon by transition metals, providing a promising 
way to enhance the stability by surface engineering20. Nevertheless, further improvements could be engendered 
by developing novel Pt-based alloy catalysts with enhanced activity and durability under operating conditions.

Recent theoretical calculations and experimental results have demonstrated that alloys of Pt and rare earths, 
such as Y, La, Ce, Gd, Tb, Dy, are both active and stable as electrocatalysts for ORR26–30. Among them, Pt-Y 
alloys have attacted much attention, including Pt3Y26 and Pt5Y31. �e superior ORR performance of Pt-Y alloys 
were con�rmed experimentally in the form of polycrystalline surfaces and thin �lms26,31–34. Chorkendor� and 
co-workers demonstrated that the Pt-Y nanoparticles prepared through the gas-aggregation technique exhibited 
high ORR activity ever measured on an extended polycrystalline surface35. Most recently, electrodeposition in 
anhydrous metal salt solutions, such as ionic liquids and alcohol solution, has been proved to be an e�ective 
way to prepare nanostructured Pt-Y alloy36,37. However, the above synthesis methods of Pt-Y catalysts may be 
cost-consuming and still complicated, which do not allow for mass production. In order to maximize the ORR 
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activities of Pt-Y alloys, it is necessary to develop the chemical synthesis of high-quality nanostructured Pt-Y 
catalysts in bulk quantities, in a simple and low-cost way. Several researchers have attempted to chemically syn-
thesize nanostructured Pt-Y or similar catalysts38–40, but the prepared materials don’t show superior catalytic 
performance in the ORR. �is may due to high a�nity of rare-earth elements for oxygen which inhibits the for-
mation of Pt-Y alloy. �us, a method for mass production of nanosized Pt-Y alloy as promising electrocatalyst in 
PEMFCs is strongly desired but remains a signi�cant challenge.

Dealloying, the selective dissolution of an active component in appropriate corrosion conditions from a alloy, 
has been proved to be an e�ective way to generate three-dimensional bicontinuous nanoporous metals41–43. A 
typical commercial application is Raney nickel prepared by chemical dealloying of NiAl3, which has been used as 
a heterogeneous catalyst for more than 80 years44. As-prepared nanoporous materials have received great atten-
tion because a unique combination of a highly conductive network and a highly accessible open nanoporosity 
is favorable for the electron and mass transportation during electrocatalysis45. Recnently, various nanoporous 
alloys of Pt and late transition metals (LTM), such as Fe, Ni, and Cu, were successfully synthesized by dealloying 
method and exhibited improved ORR activity than pure Pt46–48. In contrast, the case of nanoporous Pt-Y alloys, is 
more challenging and has not been reported up to now, because Y has a much higher negative reduction potential 
than LTM. �ese features inspire us to explore: (1) whether nanoporous Pt-Y alloy can also be obtained in bulk 
quantities by dealloying? (2) if so, can the high activity of extended surfaces be achieved with nanoporous Pt-Y 
alloy? and (3) how about its electrocatalytic activity as anode catalysts, which has not been discussed previously. 
Considering the limited reports in this new emerging �eld, further exploration is really deserved.

In this work, we successfully synthesized nanoporous Pt-Y (NP-PtY) alloy by a simple chemical dealloying 
process from PtYAl ternary alloy. �e resulting NP-PtY alloys show bicontinuous nanoporous structure with 
ligaments of ~5 nm. Due to the intrinsic superior electrocatalytic activity for Pt-Y alloy combined with the advan-
tages of 3D nanoporous structure, the prepared NP-PtY catalyst exhibit enhanced electrocatalytic performances 
toward ORR as well as ethanol oxidation reaction (EOR) in comparison with commercial Pt/C and nanoporous 
Pt (NP-Pt).

Results and Discussion
Characterization of NP-PtY. In comparison to the bottom-up wet chemistry method, the dealloying pro-
cess provides a convenient way prepare the nanoporous alloys with better composition control and high yield. 
Here, we selected Pt15Y5Al80 ternary alloy as the source precursor, because Al can be easily dissolved in a common 
alkaline solution without any loss of Pt and Y. �e ratio of Pt to Y was selected as 3:1 since Pt3Y has been proved to 
be a good ORR catalyst both theoretically and experimentally26,31–34. �e as-made Pt15Y5Al80 alloy powders were 
examined by scanning eletronic microscopy (SEM) and energy-dispersive X-ray spectrometer (EDS). �e SEM 
image (Figure S1(a), Supporting information) shows that the obtained powders are composed of �ne particles of 
0.5~4 µ m in size. �e atomic composition of the precursor, determined from EDS analysis (Figure S1(b)), is in 
good agreement with the our initial designed ratio. A�er dealloying in 5 M NaOH solution for 48 h at 50 °C, EDS 
results (Figure S2) show that most Al has been removed from the precursor, and the bimetallic ratio between Pt 
and Y is around 3.4:1, which is close to feeding ratio of 3:1.

�e microstructure of the dealloyed sample was characterized by electronic microscope. �e SEM image 
in Fig. 1(a) shows that the dealloyed powders retain the particle shape of precursor, while a nanoporous mor-
phology inside the particles can be clearly observed in Fig. 1(b). TEM image further con�rms the bicontinuous 
three-dimensional nanoporous structure (Fig. 1(c)), which demonstrates a uniform distribution of dark metal-
lic ligaments and bright pores. Figure 1(d) shows the high-resolution TEM (HRTEM) image of the dealloyed 
sample, from which a highly ordered continuous fringe pattern clearly resolved along one ligament. From the 
HRTEM image shown in Fig. 1(d), a highly ordered continuous lattice fringe pattern can been seen across the 
whole ligaments, indicating the good crystalline nature of the ligaments with average size of ~5 nm. �e lattice 
space was calculated to be ~0.224 nm, corresponding to the (111) crystal plane of the PtY alloy. Figure 1(e)–(h) 
show high-angle annular-dark-�eld scanning transmission electron microscope (HAADF-STEM) image and 
STEM-energy dispersive X-ray (STEM-EDX) elemental mapping images, demonstrating the uniform distribu-
tion of Y element in Pt matrix which implies the formation of the PtY alloy. �us, it is evident that a�er the dis-
solution of Al from the PtYAl precursor, the remaining Pt and Y atoms can form a 3D bicontinuous nanoporous 
structure.

Figure 2 shows the X-ray di�raction (XRD) patterns of the PtYAl precursor NP-PtY, and NP-Pt. For compar-
ison, the standard patterns of pure Pt, Y, and Al metals are also included. For the PtYAl precursor, no peaks of 
pure Pt and Y metals can be observed, indicating the formation of PtYAl alloys. �e complicated pattern of 
mother alloy make it di�cult to index by the alloys of Pt, Y, and Al. Nevertheless, similar to the patterns of NP-Pt, 
a�er selective leaching of Al from the ternary alloy, the peaks of the PtYAl precursor disappeared, accompanied 
by the formation of a single phase PtY alloy. �ere are only three broad di�raction peaks observed with 2θ  values 
of 40.20, 46.68, and 68.08o, which can be assigned to the (111), (200), and (220) di�ractions of a face centered 
cubic (fcc) PtY alloy structure. We noted that this structure is di�erent from that of Pt3Y intermetallics with prim-
itive cubic structure. Based on the XRD patterns, the lattice constant (a) of NP-PtY is determined to be 3.880 Å, 
~1.1% and 0.5% smaller than that of pure Pt (3.924 Å) and NP-Pt (3.898 Å), respectively. �is results indicate the 
contraction of Pt lattice by Y doping, i.e., a compressive strain versus Pt. �e calculated nearest Pt-Pt distance, i.e. 
a/ 2 , is about 2.744 Å, which is close to the value of Pt78Y22 (~2.735 Å) obtained from Fig. 3 of ref. 28 and smaller 
than that of pure Pt (2.775 Å). �is result suggests a certain amount of Y remaining in the dealloyed nanoporous 
sample. Considering the larger covalent radius of Y than Pt49, one possible reason for the contraction of lattice is 
that the electronic density of Y is a�ected by Pt due to its high electron a�nity resulting in a decrease in the radius 
of Y atom, as propsed in sputter-deposited Pt-Y �lms32. Hernandez-Fernandez et al. also observed the decrease of 
nearest Pt-Pt distance in Pt-Y nanoparticles in comparison to pure Pt, and explained it in terms of the formation 
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of Pt5Y phases35. Furthermore, the broad di�raction peak in NP-PtY may arise from small grain size and large 
microstrains formed during dealloying process.

�e surface electron structure of the as-prepared NP-PtY sample was examined by X-ray photoelectron spec-
troscopy (XPS). Figure 3a and b show the Pt 4f and Y 3d core level spectra of as-prepared and Ar-ion etched 
NP-PtY. For comparison, the spectra of pure Pt and pure Y are also attacted. As shown in Fig. 3(a), for as-prepared 
NP-PtY, the major doublet at 71.2 and 74.6 eV can be assigned to Pt 4f7/2 and 4f5/2 peaks of metallic Pt (0)50, almost 
identical to those of pure Pt; the small doublet at 72.1 and 75.5 eV originates from Pt (2+ )51. �e Y 3d core level 
spectra for NP-PtY (Fig. 3(b)) was split into two peaks at 157.9 and 159.9 eV, which is consistent with 3d5/2 and 
3d3/2 spin doublets of Y2O3

35. No obvious peaks of metallic Y were observed, indicating that Y oxides were the 
predominant species on the NP-PtY alloy surface, which is due to the oxidation of Y atoms on the nanoporous 
surface during dealloying and drying. From XPS results, the bimetallic ratio between Pt and Y on the surface is 
determined to be about 2:1, somwhat larger than feeding ratio of 3:1, which con�rms the growth of Y oxide on the 
surface during the dealloying process. To con�rm the formation of Pt-Y alloy in NP-PtY, we performed the XPS 
analysis on the sample a�er Ar ion etching. We note that the Pt 4f spectra also consists of major Pt (0) doublet 
and minor Pt (II) doublet, while for the spectra of Y 3d, a minor metallic Y doublet at 155.7 and 157.7 eV appears, 
close to those of pure Y (156.2 and 158.2 eV), suggesting the formation of Pt-Y alloy inside NP-PtY35. �us, it can 
be deduced that, during the Al dissolution process, Y atoms at the ligament surface tend to form the Y oxides, 

Figure 1. SEM (a,b), TEM (c), HRTEM (d), HAADF-STEM (e) and the corresponding elemental mapping of 
Pt (g), Y (f) and the overlay of Pt and Y (h) images of the resulted sample by dealloying of PtYAl alloy in 5 M 
NaOH solution for 48 h at 50 °C.
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while Y atoms inside the ligament forms Pt-Y alloy due to exceptionally negative value of Pt-Y alloy formation 
energy26.

Electrocatalytic activities of NP-PtY towards ORR. Figure 4(a) shows the cyclic voltammograms 
(CVs) of NP-PtY and NP-Pt in N2-saturated 0.1 M HClO4 along with the commercial Pt/C catalysts for com-
parison. �e CVs of NP-PtY and NP-Pt exhibit a similar voltammetric behaviors to that of the Pt/C catalyst. �e 
common hydrogen underpotential adsorption/desorption (H-UPD) appears in the potential range of 0.05–0.4 V, 

Figure 2. XRD patterns of PtYAl, NP-PtY, and NP-Pt. �e standard patterns of pure Al (JCPDS 65–2869), Y 
(JCPDS 88–2328), Pt (JCPDS 65–2868) are attached for comparison.

Figure 3. XPS spectra of (a) Pt 4f and (b) Y 3d core levels for the as prepared and Ar-ion etched NP-PtY alloy. 
For comparison, the spectra of pure Pt and pure Y are also attacted.
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the double-layer capacitance region locates from 0.4 to 0.6 V, and Pt oxidation/reduction peaks are in the range 
of 0.6− 1.2 V. �e absence of Y signal in the CV curve of NP-PtY indicates the formation of a pure Pt surface due 
to the dissolution of less-noble metal a�er dealloying52. Similar structure has also been observed in some other 
dealloyed nanoporous PtM (M =  Cu, Ni, Co, etc) alloys, where the chemical state of Pt overlayer is in�uenced by 
the underlying PtM core, demonstrating enhanced ORR activity46,48,53,54. Compared with the commercial Pt/C 
catalyst, the NP-PtY and NP-Pt catalyst show a slight positive shi� of the reduction peak. �is positive shi� 
suggests the weakening of Pt-oxygenated species, a sign of enhanced ORR performance. �e electrochemical 
active surface area (ECSA) of the NP-PtY and NP-Pt, determined from the charge of hydrogen adsorption, are 
~53 m2 g−1

Pt. and ~46 m2 g−1
Pt., respectively, which is comparable to that of the commercial Pt/C of ~68 m2 g−1

Pt.
ORR measurements were performed in O2-saturated 0.1 M HClO4 solution at 10 mV/s at room temperature. 

Figure 4(b) shows the ORR polarization curves for the NP-PtY, NP-Pt, and commercial Pt/C catalysts. For all 
of these catalysts, the well de�ned di�usion controlled region was observed between 0.4 and 0.8 V with a di�u-
sion limited current density of ~6 mA/cm2, and the mixed kinetic− di�usion control region occurs between 0.8 
and 1.12 V. Compared to commercial Pt/C (0.859 V), NP-PtY and NP-Pt alloys exhibit much higher half-wave 
potentials (E1/2) of 0.953 and 0.897 V, respectively, which show signi�cant positive shi�s of 94 mV and 38 mV, 
demonstrating that both NP-PtY and NP-Pt have better electrocatalytic activity toward ORR than commercial 
Pt/C. To evaluate the intrinsic activity of the electrocatalysts for ORR, the ECSA speci�c kinetic current density 
(jk) was calculated using the Koutecky–Levich equation. As observed in the Tafel plots for jk in Fig. 4(c), both 
NP-PtY and NP-Pt exhibit notably improved jk than that of commercial Pt/C catalyst in the potential range of 
0.85–0.95 V. Figure 4(d) shows the speci�c and mass activities calculated by normalizing the kinetic currents at 
0.9 V to the ECSA and Pt mass. �e speci�c kinetic current of NP-PtY is 1.94 mA cm−2 Pt at 0.9 V, which is 10.8 
and 3.2 times higher than that of the Pt/C catalyst (0.18 mA cm−2) and NP-Pt (0.61 mA cm−2 Pt). In addition, the 
mass activity of the NP-PtY (1.03 A mg−1) is about 8.6 times of that for Pt/C (0.12 A mg−1), and 3.7 times of that 
for NP-Pt (0.28 A mg−1). �e origin of the remarkably enhanced ORR performance of the NP-PtY catalyst should 
be considered by combining the intrinsic catalytic property of Pt3Y and the special nanoporous structure. First, 
a compressive strain in NP-PtY compared to pure Pt, as demonstrated in XRD results, would increase the width 
of Pt d band, leading to the downshi� of d-band center and weakening the binding strength to the O-containing 
reaction intermediates55,56. Second, the large di�erence in electronegativity between Pt and Y causes the electron 
transfer from Y to Pt and result in higher d-band �lling34,57. �is may also lower the d-band center. In addition, 
the 3D bicontinuous nanoporous structure in NP-PtY facilitates electron conductivity for Pt surface sites, which 
is favorable for reaction kinetics on the catalyst surface.

Figure 4. (a) CV curves recorded at room temperature in a N2-purged 0.1 M HClO4 solution (scan rate: 
50 mV s−1). (b) Corresponding ORR polarization curves recorded in an O2-saturated 0.1 M HClO4 solution at 
1600 rpm (scan rate: 10 mV s−1). (c) Speci�c kinetic current densities (jK) at di�erent potentials. (d) �e speci�c 
and mass activities for all catalysts at 0.9 V (vs. RHE).
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To evaluate the stability of the NP-PtY, the accelerated durability tests (ADT) of electrocatalysts were con-
ducted by continuously cycling the potential between 0.6 and 1.2 V (vs. RHE) in O2-saturated 0.1 M HClO4 solu-
tion at a scan rate of 100 mV s−1, based on an established procedure58,59. As shown in Fig. 5(b), NP-PtY showed a 
slight loss of 9.3% in ECSA a�er 1000 cycles, while the commercial Pt/C showed a signi�cant loss of 24%. A�er 
5000 cycles, the CV measurements showed a spot of drop of only 18.1% in ECSA for NP-PtY, but a substantial loss 
of 60.7% for Pt/C shown in Fig. 5(d), suggesting that the NP-PtY had a better durability than the Pt/C catalysts. 
Furthermore, ORR polarization curves were also measured at 5000 cycle intervals. A�er 5000 cycles, there is only 
a 15 mV degradation in the half-wave potential E1/2 for the NP-PtY (Fig. 5(a)), while the corresponding potential 
E1/2 for Pt/C decreases by 27 mV (Fig. 5(c)). �e ADT results demonstrate that the NP-PtY have remarkably 
higher stability compared to commercial Pt/C. �e enhanced durability can be partly attributed to the negative 
heat of formation in alloy of Pt with Y, which provides them higher kinetic stability against continuous dealloy-
ing under fuel cell reaction conditions than alloys of Pt and late transition metals. �e EDS result (Figure S3(a)) 
a�er ADT demostrates a small dissolution of Y and Al during ADT, and the Pt/Y ratio is around 5.1:1. �e 3D 
nanoporous structure of NP-PtY can e�ectively overcome the common problems of nanoparticle aggregation and 
loss of electric contact to carbon support observed in the particle-type electrocatalysts such as comercial Pt/C. 
�e small decrease of ECSA in NP-PtY should be due to the coarsening of the interconnected ligaments in the 
NP architecture according to the power law decay60. �is character was demonstrated in TEM image of NP-PtY 
a�er ADT (Figure S3(b)), which shows that the size of ligaments a�er ADT grows to about 7 nm from 5 nm in 
original NP-PtY.

Electrocatalytic activity and stability for EOR. To further investigate the electrocatalytic performance 
of the as-prepared catalysts, EOR was investigated on NP-PtY catalyst-modi�ed electrodes. For comparison, 
NP-Pt and the commercial Pt/C were also characterized under the same experimental conditions. Figure 6(a) 
shows the corresponding CV curves in a N2-saturated 0.5 M H2SO4 containing 1 M ethanol at a scan rate of 
50 mV s−1. In all of the CV curves, three anodic peaks were observed in the positive scan and the reversed nega-
tive scan, which are well-known to re�ect the electrooxidation of ethanol and intermediate carbonaceous species 
(e.g., CH3CHO), respectively. Accordingly, the current density of the forward oxidation peak (I, ca.0.95 V) can 
be employed to evaluate the catalytic activity of a catalyst. As can be seen from Fig. 6a that the mass activi-
ties of NP-PtY (1.83 A mg−1) is 1.4 and 4.1 times higher than that of NP-Pt (1.31 A mg−1) and commercial Pt/C 
(0.45 A mg−1). �e onset potential is a key parameter for evaluating the activity of catalyst. �e onset potential 
of the NP-PtY electrode is 0.54 V, much lower than that of the commercial Pt/C catalyst ( 0.72 V). �e shi� of 

Figure 5. Cyclic voltammograms for (a) NP-PtY and (c) Pt/C catalysts before and a�er ADT at a scan rate of 
50 mV s−1, respectively. ORR polarization curves for (b) NP-PtY and (d) Pt/C before and a�er ADT.



www.nature.com/scientificreports/

7Scientific RepoRts | 7:41826 | DOI: 10.1038/srep41826

the onset potential to a more negative value indicates that NP-PtY can enhance the electro-oxidation kinetics of 
ethanol, which is important for the application in fuel cells. �e lower onset potential and higher mass activity of 
the NP-PtY for catalyst ethanol oxidation indicate that it is superior to the other catalysts.

Furthermore, in order to estimate the tolerance of the catalysts, chronoamperometric measurements were 
performed in 0.5 M H2SO4 containing 1 M ethanol. Figure 6(b) shows the current-time curves for EOR measured 
at a �xed potential of 0.84 V on NP-PtY modi�ed electrodes, using NP-Pt and the commercial Pt/C catalysts as 
references. During the whole reaction process, the ethanol oxidation current densities on the NP-PtY was higher 
than those on NP-Pt and commercial Pt/C catalysts. Meanwhile, it is observed that the current densities decrease 
more sluggishly for NP-PtY as compared to the other two catalysts, indicating a higher tolerance to the carbona-
ceous species generated during ethanol oxidation.

Conclusions
In summary, we have successfully synthesized nanoporous Pt-Y alloy with ligaments of ~5 nm by a simple 
one-step dealloying process. Compared with NP-Pt and commercial Pt/C catalysts, the resulting NP-PtY catalysts 
displayed superior ORR and EOR activity as well as long term durability. �e strain e�ect and electronic e�ect 
by alloying of Pt and Y may account for the improvement of electrocatalytic activity. In addition, the 3D nano-
porous structure is bene�cial for the electroreduction of oxygen associated with fast transportation of electrons 
and medium molecules through the interconnected ligaments and bi-continuous pores, respectively. Our results 
suggest that the dealloying process is suitable for large-scale synthesis of NP-PtY and may be used to prepare 
other nanoporous Pt-rare-earth alloys as ORR and EOR catalysts. �e superior catalytic performance and facile 
preparation suggest the as-made NP-PtY holds great promise as electrocatalyst in PEMFCs.

Methods
Preparation of nanoporous Pt-Y and Pt. Pt15Y5Al80 and Pt20Al80 alloy ingots were prepared by arc melt-
ing the corresponding pure metals Pt, Y, and Al (99.99%) argon atmosphere repeatedly. �e ingots were subse-
quently grounded to �ne powders by a mortar. Nanoporous Pt-Y (NP-PtY) alloy was prepared by dealloying the 
Pt15Y5Al80 powders in N2-bubbled 5 M NaOH solution for 48 h at 50 °C. For comparison, NP-Pt alloy was also 
fabricated by dealloying Pt20Al80 in the same condition. �e samples were washed several times with ultrapure 
water (18.2 MΩ) and dried at room temperature in air.

Characterization. �e X-ray di�raction (XRD) patterns were acquired on a Rigaku D/max 2200/PC di�rac-
tometer equipped with graphite-monochromatized Cu Kα radiation (λ  =  1.54060 Å) in 2θ  ranging from 20° to 
80°. �e microstructure and chemical composition were characterized by a Zeiss Sigma �eld emission scanning 
electronic microscopy (FESEM) equipped with an Oxford INCA energy-dispersive X-ray spectrometer (EDS). 
�e transmission electron microscopy (TEM) images were taken on a Tecnai G220S-TWIN (FEI, America) with 
an accelerating voltage of 200 kV. �e electron structures of NP-PtY were analyzed with a �ermo ESCALab250 
X-ray photoelectron spectrometer (XPS) using monochromatized Al Ka radiation.

Electrochemical measurement. �e electrochemical measurements were carried out on a CHI 760E elec-
trochemical workstation (CH Instruments, Inc.) using conventional three electrode system: a modi�ed rotating 
disk glassy carbon electrode (RDE, diameter =  5 mm; area =  0.196 cm2) or glassy carbon electrode (GCE, diam-
eter =  3 mm; area =  0.071 cm2) as the working electrode, a platinum wire served as the counter electrode, and a 
saturated calomel electrode (SCE) or an Ag/AgCl electrode (saturated KCl) used as the reference electrode. Prior 
to the start of the electrochemical study, the working electrode (RDE and GCE) were polished with 0.05 µ m alu-
mina slurry and were sonicated for a few minutes in ethanol and then in DI water.

To prepare working electrodes, 1 mg NP-PtY or NP-Pt samples and 2 mg of carbon powder (Vulcan XC-72R, 
Cabot) were dispersed in a mixture of water/isoproyl alcohol/Na�on (with a volume ratio of 1:4:0.025) and 

Figure 6. (a) Cyclic voltammograms and (b) chronoamperometric curves of NP-PtY, NP-Pt and commercial 
Pt/C catalyst-modi�ed electrodes in 0.5 M H2SO4 +  1 M ethanol under N2 atmosphere normalized by the Pt 
mass; scan rate: 50 mV s−1.
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sonicating for 1 h to form a 3 mg/mL catalyst ink. �en 3 and 5 µ L of suspension was dropped onto the clean RDE 
and GCE electrode. A�er that, it was dried in air at room temperature. For comparison, the commercial Pt/C cat-
alyst ink (20 wt.%, John-Matthey, purchased from Alfa Aesar) was also prepared in a similar way without further 
addition of carbon powder. �e corresponding Pt loadings on the modi�ed RDE and GCE were determined to be 
15.3 and 34 µ g cm−2, respectively.

�e cyclic voltammetry (CV) tests were performed in N2-purged 0.1 M HClO4 solution at room temperature. 
�e electrode potential was scanned in the range from 0.05 to 1.2 V (vs. RHE) at a scan rate of 50 mV s−1. �e 
speci�c electrochemically active surface area (ECSA) of Pt was estimated from the area of desorption of atomic 
hydrogen on the curve of the CV between ca.0.05 and 0.4 V by the following equation:

= ×m cECSA Q /( ) (1)H

where QH is the charge for hydrogen desorption (mC cm−2), m is the Pt loading (mg cm−2) in the electrode, and c 
is the charge required for the monolayer adsorption of hydrogen on a Pt surface (0.21 mC cm−2).

�e electrocatalytic activity for the ORR was conducted using a rotating disk electrode controller (AFMSRCE, 
Pine Instrument Co.) in an O2-saturated 0.1 M HClO4 solution by sweeping the potential from 0.4 to 1.12 V (vs. 
RHE) with linear scanning voltammetry (LSV) at a scan rate of 10 mV s−1 with a rotation rate of 1600 rpm. �e 
kinetic currents densities (jk), which represent the intrinsic ORR activity of the catalysts, were calculated by the 
Koutecky-Levich (K-L) equation:

= +j j j1/ 1/ 1/ (2)k d

where j is the measured current density, jk and jd are the kinetics-limited and the di�usion-limited current densi-
ties, respectively. �e stability test was performed by cycling the catalyst in the potential range of 0.6 V to 1.2 V at 
a rate of 100 mV s−1 for 5000 scans in O2-saturated 0.1 M HClO4.

�e electrocatalytic oxidation of ethanol were performed in N2-saturated 0.5 M H2SO4 solution containing 
1.0 M ethanol at a scan rate of 50 mV s−1.

References
1. Guo, S., Zhang, S. & Sun, S. Tuning nanoparticle catalysis for the oxygen reduction reaction. Angew. Chem. Int. Ed. Engl. 52, 

8526–8544 (2013).
2. Bing, Y., Liu, H., Zhang, L., Ghosh, D. & Zhang, J. Nanostructured Pt-alloy electrocatalysts for PEM fuel cell oxygen reduction 

reaction. Chem. Soc. Rev. 39, 2184–2202 (2010).
3. Gasteiger, H. A., Kocha, S. S., Sompalli, B. & Wagner, F. T. Activity benchmarks and requirements for Pt, Pt-alloy, and non-Pt oxygen 

reduction catalysts for PEMFCs. Appl. Catal. B: Environ. 56, 9–35 (2005).
4. Chen, J., Lim, B., Lee, E. P. & Xia, Y. Shape-controlled synthesis of platinum nanocrystals for catalytic and electrocatalytic 

applications. Nano Today 4, 81–95 (2009).
5. Porter, N. S., Wu, H., Quan, Z. & Fang, J. Shape-Control and Electrocatalytic Activity-Enhancement of Pt-Based Bimetallic 

Nanocrystals. Acc. Chem. Res. 46, 1867–1877 (2013).
6. Wu, J. & Yang, H. Platinum-Based Oxygen Reduction Electrocatalysts. Acc. Chem. Res. 46, 1848–1857 (2013).
7. Gasteiger, H. A. & Markovi, N. M. CHEMISTRY: Just a Dream--or Future Reality? Science 324, 48–49 (2009).
8. Toda, T., Igarashi, H., Uchida, H. & Watanabe, M. Enhancement of the electroreduction of oxygen on Pt alloys with Fe, Ni, and Co. 

J. Electrochem. Soc. 146, 3750–3756 (1999).
9. Cui, C., Gan, L., Heggen, M., Rudi, S. & Strasser, P. Compositional segregation in shaped Pt alloy nanoparticles and their structural 

behaviour during electrocatalysis. Nat. Mater. 12, 765–771 (2013).
10. Choi, S. I. et al. Synthesis and characterization of 9 nm Pt-Ni octahedra with a record high activity of 3.3 A/mg(Pt) for the oxygen 

reduction reaction. Nano Lett. 13, 3420–3425 (2013).
11. Wu, J., Gross, A. & Yang, H. Shape and Composition-Controlled Platinum Alloy Nanocrystals Using Carbon Monoxide as Reducing 

Agent. Nano Lett. 11, 798–802 (2011).
12. Strasser, P. et al. Lattice-strain control of the activity in dealloyed core-shell fuel cell catalysts. Nat. Chem. 2, 454–460 (2010).
13. Wang, D. et al. Structurally ordered intermetallic platinum-cobalt core-shell nanoparticles with enhanced activity and stability as 

oxygen reduction electrocatalysts. Nat. Mater. 12, 81–87 (2013).
14. Lim, B. et al. Pd-Pt bimetallic nanodendrites with high activity for oxygen reduction. Science 324, 1302–1305 (2009).
15. Stamenkovic, V. R. et al. Improved Oxygen Reduction Activity on Pt3Ni(111) via Increased Surface Site Availability. Science 315, 

493–497 (2007).
16. Huang, X. et al. A Facile Strategy to Pt3Ni Nanocrystals with Highly Porous Features as an Enhanced Oxygen Reduction Reaction 

Catalyst. Adv. Mater. 25, 2974–2979 (2013).
17. Chen, S. et al. Enhanced activity for oxygen reduction reaction on “Pt3Co” nanoparticles: Direct evidence of percolated and 

sandwich-segregation structures. J. Am. Chem. Soc. 130, 13818–13819 (2008).
18. Guo, S. et al. FePt and CoPt Nanowires as Efficient Catalysts for the Oxygen Reduction Reaction. Angew. Chem. Int. Ed. 52, 

3465–3468 (2013).
19. Snyder, J., Fujita, T., Chen, M. W. & Erlebacher, J. Oxygen reduction in nanoporous metal–ionic liquid composite electrocatalysts. 

Nat. Mater. 9, 904–907 (2010).
20. Huang, X. et al. High-performance transition metal-doped Pt3Ni octahedra for oxygen reduction reaction. Science 348, 1230–1234 

(2015).
21. Stamenkovic, V. R. et al. Trends in electrocatalysis on extended and nanoscale Pt-bimetallic alloy surfaces. Nat. Mater. 6, 241–247 

(2007).
22. de Bruijn, F. A., Dam, V. A. T. & Janssen, G. J. M. Durability and degradation issues of PEM fuel cell components. Fuel Cells 8, 3–22 

(2008).
23. Borup, R. et al. Scienti�c aspects of polymer electrolyte fuel cell durability and degradation. Chem. Rev. 107, 3904–3951 (2007).
24. Maillard, F. et al. Durability of Pt3Co/C nanoparticles in a proton-exchange membrane fuel cell: Direct evidence of bulk Co 

segregation to the surface. Electrochem. Commun. 12, 1161–1164 (2010).
25. Chen, S., Gasteiger, H. A., Hayakawa, K., Tada, T. & Shao-Horn, Y. Platinum-Alloy Cathode Catalyst Degradation in Proton 

Exchange Membrane Fuel Cells: Nanometer-Scale Compositional and Morphological Changes. J. Electrochem. Soc. 157, A82–A97 
(2010).

26. Greeley, J. et al. Alloys of platinum and early transition metals as oxygen reduction electrocatalysts. Nat. Chem. 1, 552–556 (2009).



www.nature.com/scientificreports/

9Scientific RepoRts | 7:41826 | DOI: 10.1038/srep41826

27. Escudero-Escribano, M. et al. Tuning the activity of Pt alloy electrocatalysts by means of the lanthanide contraction. Science 352, 
73–76 (2016).

28. Escudero-Escribano, M. et al. Pt5Gd as a highly active and stable catalyst for oxygen electroreduction. J. Am. Chem. Soc. 134, 
16476–16479 (2012).

29. Yoo, S. J. et al. Promoting e�ects of La for improved oxygen reduction activity and high stability of Pt on Pt–La alloy electrodes. 
Energy Environ. Sci. 5, 7521–7525 (2012).

30. Malacrida, P., Escudero-Escribano, M., Verdaguer-Casadevall, A., Stephens, I. E. L. & Chorkendor�, I. Enhanced activity and 
stability of Pt–La and Pt–Ce alloys for oxygen electroreduction: the elucidation of the active surface phase. Journal of Materials 
Chemistry A 2, 4234–4243 (2014).

31. Stephens, I. E. L., Bondarenko, A. S., Bech, L. & Chorkendor�, I. Oxygen Electroreduction Activity and X-Ray Photoelectron 
Spectroscopy of Platinum and Early Transition Metal Alloys. ChemCatChem 4, 341–349 (2012).

32. Jong Yoo, S. et al. Enhanced stability and activity of Pt-Y alloy catalysts for electrocatalytic oxygen reduction. Chem. Commun. 
(Camb.) 47, 11414–11416 (2011).

33. Yoo, S. J. et al. Pt3Y electrocatalyst for oxygen reduction reaction in proton exchange membrane fuel cells. Int. J. Hydrogen Energy 37, 
9758–9765 (2012).

34. Hwang, S. J. et al. Role of electronic perturbation in stability and activity of Pt-based alloy nanocatalysts for oxygen reduction. J. Am. 
Chem. Soc. 134, 19508–19511 (2012).

35. Hernandez-Fernandez, P. et al. Mass-selected nanoparticles of PtxY as model catalysts for oxygen electroreduction. Nat. Chem. 6, 
732–738 (2014).

36. Han, S.-B. et al. Electrodeposited Nanoporous PtY Alloy Electrodes with Enhanced Oxygen Reduction Reaction. Int. J. Electrochem. 
Sci. 11, 3803–3814 (2016).

37. Meng, H. & Adzic, R. R. In Meeting Abstracts. 1867–1867 (�e Electrochemical Society).
38. Nishanth, K. G., Sridhar, P. & Pitchumani, S. Enhanced oxygen reduction reaction activity through spillover e�ect by Pt-Y(OH)3/C 

catalyst in direct methanol fuel cells. Electrochem. Commun. 13, 1465–1468 (2011).
39. Jeon, M. K. & McGinn, P. J. Carbon supported Pt–Y electrocatalysts for the oxygen reduction reaction. J. Power Sources 196, 

1127–1131 (2011).
40. Brandiele, R. et al. One Step forward to a Scalable Synthesis of Platinum-Yttrium alloyed Nanoparticles on Mesoporous Carbon for 

Oxygen Reduction Reaction. Journal of Materials Chemistry A 4, 12232–12240 (2016).
41. Ding, Y. & Chen, M. Nanoporous Metals for Catalytic and Optical Applications. MRS Bull. 34, 569–576 (2009).
42. Erlebacher, J., Aziz, M. J., Karma, A., Dimitrov, N. & Sieradzki, K. Evolution of nanoporosity in dealloying. Nature 410, 450–453 

(2001).
43. Yu, J. et al. Nanoporous metals by dealloying multicomponent metallic glasses. Chem. Mater. 20, 4548–4550 (2008).
44. Raney, M. Inventors. Method of producing �nely-divided nickel. United States Patent US 1,628,190. 1927 May 10.
45. Xu, Y. & Zhang, B. Recent advances in porous Pt-based nanostructures: synthesis and electrochemical applications. Chem. Soc. Rev. 

43, 2439–2450 (2014).
46. Wang, R., Xu, C., Bi, X. & Ding, Y. Nanoporous surface alloys as highly active and durable oxygen reduction reaction electrocatalysts. 

Energy Environ. Sci. 5, 5281–5286 (2012).
47. Shui, J.-l., Chen, C. & Li, J. C. M. Evolution of Nanoporous Pt-Fe Alloy Nanowires by Dealloying and their Catalytic Property for 

Oxygen Reduction Reaction. Adv. Funct. Mater. 21, 3357–3362 (2011).
48. Ge, X. et al. A Core-Shell Nanoporous Pt-Cu Catalyst with Tunable Composition and High Catalytic Activity. Adv. Funct. Mater. 23, 

4156–4162 (2013).
49. Cordero, B. et al. Covalent radii revisited. Dalton Trans., 2832–2838 (2008).
50. Moulder, J. F., Stickle, W. F., Sobol, P. E. & Bomben, K. D. Handbook of X-ray photoelectron spectroscopy, physical electronics (Eden 

Prairie MN, 1995).
51. Corcoran, C. J., Tavassol, H., Rigsby, M. A., Bagus, P. S. & Wieckowski, A. Application of XPS to study electrocatalysts for fuel cells. 

J. Power Sources 195, 7856–7879 (2010).
52. Malacrida, P. et al. Direct observation of the dealloying process of a platinum–yttrium nanoparticle fuel cell cathode and its 

oxygenated species during the oxygen reduction reaction. Phys. Chem. Chem. Phys. 116, 5068–5089 (2015).
53. Stamenkovic, V. R., Mun, B. S., Mayrhofer, K. J. J., Ross, P. N. & Markovic, N. M. E�ect of surface composition on electronic 

structure, stability, and electrocatalytic properties of Pt-transition metal alloys: Pt-skin versus Pt-skeleton surfaces. J. Am. Chem. Soc. 
128, 8813–8819 (2006).

54. Wang, C. et al. Design and Synthesis of Bimetallic Electrocatalyst with Multilayered Pt-Skin Surfaces. J. Am. Chem. Soc. 133, 
14396–14403 (2011).

55. Kitchin, J. R., Norskov, J. K., Barteau, M. A. & Chen, J. G. Role of strain and ligand e�ects in the modi�cation of the electronic and 
chemical properties of bimetallic surfaces. Phys. Rev. Lett. 93, 9587–9602 (2004).

56. Mavrikakis, M., Hammer, B. & Norskov, J. K. E�ect of strain on the reactivity of metal surfaces. Phys. Rev. Lett. 81, 2819–2822 
(1998).

57. Stephens, I. E. L., Bondarenko, A. S., Grønbjerg, U., Rossmeisl, J. & Chorkendor�, I. Understanding the electrocatalysis of oxygen 
reduction on platinum and its alloys. Energy Environ. Sci. 5, 6744–6762 (2012).

58. Zhang, J., Sasaki, K., Sutter, E. & Adzic, R. R. Stabilization of platinum oxygen-reduction electrocatalysts using gold clusters. Science 
315, 220–222 (2007).

59. Sun, S. et al. A Highly Durable Platinum Nanocatalyst for Proton Exchange Membrane Fuel Cells: Multiarmed Starlike Nanowire 
Single Crystal. Angew. Chem. Int. Ed. 50, 422–426 (2011).

60. Erlebacher, J. An atomistic description of dealloying - Porosity evolution, the critical potential, and rate-limiting behavior. J. 
Electrochem. Soc. 151, C614–C626 (2004).

Acknowledgements
�is work was supported by the National Natural Science Foundation of China (51371004 and 11374043), Jiangsu 
Provincial Natural Science Foundation (BK20131191, BK20140416), Qing Lan Project (SZ2014005), and Natural 
Science Foundation of Jiangsu Educational Department (14KJB480001, 15KJA430001, and 16KJA150007).

Author Contributions
R.J.C. and Z.D.H. conceived and designed the research; L.M. and G.J.H. carried out the experiment; J.Y.C. prepared 
the alloys using arc melting technique; Y.Q., L.Z., and Y.F. carried out the microstructure characterization; G.H.Z., 
N.G., B.Q., and X.F.J. contributed to the discussion; R.J.C., L.M., and Z.D.H. wrote the paper.

Additional Information
Supplementary information accompanies this paper at http://www.nature.com/srep

http://www.nature.com/srep


www.nature.com/scientificreports/

1 0Scientific RepoRts | 7:41826 | DOI: 10.1038/srep41826

Competing �nancial interests: �e authors declare no competing �nancial interests.

How to cite this article: Cui, R. et al. Facile Synthesis of Nanoporous Pt-Y alloy with Enhanced Electrocatalytic 
Activity and Durability. Sci. Rep. 7, 41826; doi: 10.1038/srep41826 (2017).

Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional a�liations.

�is work is licensed under a Creative Commons Attribution 4.0 International License. �e images 
or other third party material in this article are included in the article’s Creative Commons license, 

unless indicated otherwise in the credit line; if the material is not included under the Creative Commons license, 
users will need to obtain permission from the license holder to reproduce the material. To view a copy of this 
license, visit http://creativecommons.org/licenses/by/4.0/
 
© �e Author(s) 2017

http://creativecommons.org/licenses/by/4.0/

	Facile Synthesis of Nanoporous Pt-Y alloy with Enhanced Electrocatalytic Activity and Durability
	Introduction
	Results and Discussion
	Characterization of NP-PtY
	Electrocatalytic activities of NP-PtY towards ORR
	Electrocatalytic activity and stability for EOR

	Conclusions
	Methods
	Preparation of nanoporous Pt-Y and Pt
	Characterization
	Electrochemical measurement

	Additional Information
	Acknowledgements
	References


