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Synergistic effect of nano-Pt and Ni 
spine for HER in alkaline solution: 
hydrogen spillover from nano-Pt to 
Ni spine
Syed Asad Abbas1,2, Seong-Hoon Kim1, Muhammad Ibrahim Iqbal1,2, Shoaib Muhammad3, 
Won-Sub Yoon3 & Kwang-Deog Jung  1,2

The design of active, stable, and cost-effective electrocatalysts for the H2 evolution reaction (HER) in 
alkaline conditions is important for electrochemical systems such as the chloro-alkaline process and H2 
production. Here we report catalysts comprising Pt on Ni single crystalline spines (Pt/Ni-SP) with high 
activity and stability for HER in alkaline solution with proposed mechanism. The Pt/Ni-SP catalysts are 
prepared by dispersing platinum nanoparticles (1.7–3.1 nm) on the single-crystalline spines (Ni-SP) of 
Ni urchin-like particles. The size and coverage of Pt nanoparticles on Ni-SP are increased with increases 
in the Pt loading amount. X-ray diffraction, high-resolution transmission electron microscopy, X-ray 
photoelectron spectroscopy, and X-ray absorption spectroscopy are performed to observe the structure 
of the Pt/Ni-SP catalyst. The catalysts achieve the mass activity of 1.11 A mg−1

(Pt), comparing favorably 
to Pt/C catalysts with the mass activity of 0.33 A mg−1

(Pt) at 0.05 V overpotential. The Tafel slope of the 
Pt/Ni-SP catalyst is approximately 30 mV dec−1, similar to that of Pt, while Pt/Ni-SP is very stable in 
alkaline solution, like Ni. The synergistic effect of Pt/Ni-SP is ascribed to H spillover from Pt to Ni.

The H2 evolution reaction (HER) is very important step for the preparation of pure H2 from electrochemical 
water splitting using renewable energy1 as well as for energy storage purposes2. The biggest challenge is the 
development of catalyst materials for efficient H2 production with low costs and good electrochemical stability3. 
Carbon-supported Pt catalyst (Pt/C) is the reference material till date4,5, because it has high activitiy. However, 
its low stability and high cost have become practical limitation. For practical purposes, catalysts should be stable 
for several hundred hours6. The degradation mechanisms of Pt/C catalyst have been reported and summarized 
in the literature7–9 but the main reason of catalytic degradation in alkaline conditions for Pt/C as HER catalysts is 
the degradation of anchoring sites on the carbon support, which causes the Pt to detach from the support10. The 
interactions of degraded carbon supports and agglomerated detached Pt deteriorate the catalytic performance. 
Alternatively, certain non-carbon materials such as oxides11 and carbides12 of earth-abundant metals like Ti, 
W, and Mo exhibit good stability under high overpotential conditions, but show poor electrocatalytic activity 
because they have low conductivities12–16.

Stable multi-metallic nanoparticles are of great interest at present. Recently nanoframes of Pt3Ni17 and Pt–
Ru–M (M = Ni, Fe, or Co) alloys18 have shown extraordinary results outperforming Pt alone, but Pt remains the 
basic component of these multi-metallic nanoparticles. In electrocatalysis, density functional theory (DFT) pre-
dicts better results for Pt skins19,20. The use of Pt skins substantially reduces the amount of Pt, but introduces new 
problems such as difficulties in manipulating the nanoscale elemental distribution21 and the surface segregation 
of Pt. Furthermore, Pt skin preparation requires high annealing temperatures that reduce the electrochemical 
active surface area by particle sintering22.

Rational catalytic design can boost H2 production through the careful selection of catalyst supports and the 
minimal usage of Pt. In this work, highly stable urchin-like Ni nanoparticles with single-crystalline spines23 

1Center for Clean Energy and Chemical Engineering, Korea Institute of Science and Technology, Hwarangno 14-
gil 5, Seongbuk-gu, Seoul, 136-791, Republic of Korea. 2Clean Energy and Chemical Engineering, University of 
Science and Technology, 217 Gajeong-ro Yuseong-gu, Daejeon, Republic of Korea. 3Department of Energy Science, 
Sungkyunkwan University, Suwon, 440-746, South Korea. Correspondence and requests for materials should be 
addressed to K.-D.J. (email: jkdcat@kist.re.kr)

Received: 20 December 2017

Accepted: 31 January 2018

Published: xx xx xxxx

OPEN

http://orcid.org/0000-0002-5747-9417
mailto:jkdcat@kist.re.kr


www.nature.com/scientificreports/

2SCiEntifiC RepoRts |  (2018) 8:2986  | DOI:10.1038/s41598-018-21396-9

(Ni-SPs) are used as support. Pt nanoparticles are uniformly dispersed over the Ni-SP with controllable coverage, 
size, and loading level. The Ni particles are highly conductive because of the high crystallinity of the Ni-SP. The 
preparation is simple, entailing Pt impregnation of Ni particles. The Pt nanoparticle-loaded Ni-SP catalyst exhib-
its much improved activity and stability in the HER in alkaline conditions compared to that of a commercial Pt/C 
catalyst (40% Pt on Vulcan XC72).

Results and Discussion
Deposition of Pt nanoparticles on urchin-like structures. Pt islands of various sizes and thicknesses 
are assembled on urchin-like nickel structures. Four catalysts are prepared and named as 0.75Pt/Ni-SP, 1Pt/Ni-SP, 
2Pt/Ni-SP, and 5Pt/Ni-SP for 0.75, 1, 2, and 5 mol% Pt loading on the surface of the Ni metal, respectively. The 
base Ni particles have urchin-like structures (Fig. 1(a1–d1)) and the Ni spines (SPs) of the particles show well-de-
veloped single-crystalline structures (Fig. 1(a3–d3)). The Pt particle size of the Pt/Ni-SP catalysts is increased as 
the Pt loading amount increases (Fig. 1(a2–d2)): ~1.8, ~2.0, ~2.3, and ~2.8 nm for 0.75Pt/Ni-SP, 1Pt/Ni-SP, 2Pt/
Ni-SP, and 5Pt/Ni-SP, respectively. The transmission electron microscopy (TEM) images show the good disper-
sion of Pt particles on the Ni-SPs. A particle size histogram was constructed for all prepared catalysts (Fig. S2). 
The compositions and distributions of the Pt particles were also observed by high-angle annular dark-field scan-
ning transmission electron microscopy (HAADF-STEM) images and corresponding energy-dispersive X-ray 
spectroscopy (EDS) mapping (Fig. S3), which showed Pt only on the surface of Ni. The EDS line profile in Fig. S4 
also confirmed that the Pt particles were dispersed on the surface of Ni-SP. Table S1 shows the Pt loading amount 
as determined by an inductively coupled plasma optical emission spectroscopy (ICP-OES) analysis. The ICP-OES 
result confirmed that the designed Pt loading amount corresponded well to the actual loaded Pt amount.

X-ray diffraction (XRD) analysis is performed to observe the crystallinities of the prepared catalysts, as shown 
in Fig. 2. From the XRD patterns, all the characteristic peaks of Ni (FCC) are very clear, showing good agreement 
with JCPDS 870712. The peaks at the 2θ values of 44.5°, 51.8°, and 76.4° are ascribed to the (111), (200), and 
(220) planes, respectively, indicating that no structural change occurs in the Ni particles during the process of Pt 
loading. The Pt (111) plane reflection is clear in the patterns of 5Pt/Ni-SP and 2Pt/Ni-SP, but not in those of 1Pt/
Ni-SP and 0.75Pt/Ni-SP because of the low Pt loading amounts. Using Scherrer’s formula, the average particle 
sizes can be calculated. For the Ni urchin-like substrates, the average crystal size remains at 25.7 nm for all the 
prepared catalysts, while the crystal size of Pt increases as the Pt loading is increased. The Pt average crystal sizes 
are recorded as 1.67 and 2.8 nm for 2Pt/Ni-SP and 5Pt/Ni-SP, respectively, slightly smaller than the sizes observed 
in high-resolution TEM (HR-TEM) analysis.

X-ray photoelectron spectroscopy (XPS) measurements were performed to elucidate the surface composi-
tions and chemistries of the prepared catalysts. The spectra of Ni 2p and Pt 4 f are shown in Fig. S1. The results 
are summarized in Table 1. For all the pristine samples, the binding energies for Pt 4f7/2 and Pt 4f5/2 are observed 
at 71.4 and 74.6 eV, respectively, corresponding to the Pt 4f7/2 and Pt 4f5/2 levels with a binding energy difference 
of 3.2 eV and indicating the metallic state of Pt18. After the deconvolution of Ni 2p3/2, three peaks are observed 
at 852.6 eV, 854.2 eV, and 856.2 eV, corresponding to Ni(0), NiO, and Ni(OH)2, respectively24,25. The content of 
Ni(OH)2 is near 50% on the surfaces of all prepared samples; that of NiO also remains consistent at approximately 
30%. However, the metallic content slightly decreases as the amount of Pt loading is increased, confirming that 
the Pt is attached to Ni metallic sites. The XPS analysis of the used catalyst after reaction of 50 ks at −1.5 V vs. 
Hg/HgO showed no NiO peak (Fig. S11), because the passivated Ni(OH)2 and NiO on the surface of Ni were 
reduced to metallic Ni during HER in alkaline conditions, as described by MacDougall et al.26. The XPS analysis 
of the used catalyst also confirmed the reduction of Pt oxides to Pt metal; after deconvolution, no oxide peaks 
were observed for the loaded Pt catalyst. On the surface of the catalyst, the amount of Pt atoms increases as the 
loading of Pt is increased; Pt atoms occupy 15%, 30%, and 47% of the Ni surface for 1Pt/Ni-SP, 2Pt/Ni-SP, and 
5Pt/Ni-SP, respectively.

X-ray absorption near-edge structure (XANES) and extended X-ray absorption fine-structure (EXAFS) 
measurements are performed to obtain insight on the local structure of the Pt-loaded Ni-SP catalyst in order 
to determine the detailed mechanism of electrochemical HER on the catalyst. XANES provides information on 
the oxidation states based on edge positions and white line intensity. Figures 3(a) and S5(a) clearly exhibit no 
substantial change in the edge positions of the prepared Ni catalysts compared to that of standard Ni metal. The 
Ni K-edge position remains at 8333–8334 (eV), indicating a small amount of Ni+ 2 present on the surface of Ni, 
as observed in the XPS analysis. For large amounts of NiO on the surface of Ni, the absorption K-edge would be 
shifted to a higher value reaching 8344–8347 (eV)27. The white line intensities, positions of the Ni K-edges, and 
shapes of the EXAFS spectra for all Pt/Ni-SP samples exhibit no noticeable changes, as shown in Fig. S5 (a,b), 
indicating that the electronic and atomic structures are similar for all samples.

X-ray absorption spectroscopy (XAS) studies were mainly performed to observe the local structures and 
oxidation states of the Ni and Pt atoms in the proposed catalyst. In Fig. 3(a), and Fig. 3(b), Ni K-edge XANES and 
corresponding EXAFS spectra of the 5Pt/Ni-SP catalyst are compared with those of Ni metal, respectively. No 
noticeable differences appear between these two sets of spectra. Therefore, the EXAFS spectra of the Ni and Pt 
atoms in the 5Pt/Ni-SP catalyst are fitted with theoretical standards of the Ni K-edge, as shown in Fig. 3(c), and 
the Pt L3-edge, as shown in Fig. 3(d). In the Ni K-edge EXAFS spectra, the first prominent peak appears at 2.11 Å. 
The fitting results of the Ni K-edge EXAFS show that this peak represents the Ni–Ni coordination shell with the 
bond length of 2.483 Å28. The other low-intensity peaks, labeled as Ni–Ni2, Ni–Ni3, and Ni–Ni4, are present in the 
Ni K-edge EXAFS spectra at higher R values and represent higher Ni–Ni coordination shells in the Ni metal. The 
Ni K-edge EXAFS spectrum shows good agreement with that of Ni metal and no representative peak for Ni–Pt 
bonds is observed. The Pt L3-edge fit with Pt standard metal also shows good agreement. The Pt L3-edge EXAFS 
fitting for 5Pt/Ni-SP is shown in Fig. 3d, with results presented in Table 2. The coordination number of Pt–Pt in 
the first shell is 8.34, less than the theoretical value of 12. This low coordination number for Pt is expected because 
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of the very small size of Pt particles29 and corroborates the HR-TEM analysis as shown in Fig. 1. The Pt–Pt bond 
length in 5Pt/Ni-SP is 2.7491 Å, which is very close to the Pt–Pt bond length in Pt metal and significantly longer 
than the Pt–Ni bond length of 2.66 Å30. From the above discussion, we can conclude that the Pt particles at the 
surface of Ni are mainly in the separate metallic state, without alloy formation.

HER Performance. The HER activities of the prepared catalysts were investigated using linear-sweep voltam-
metry (LSV) at the scan rate of 50 mV·s−1 from 0.15 V vs. a reversible hydrogen electrode (RHE) to −0.57 V vs. 
RHE at room temperature in 1 M NaOH solution. The same total weights of catalysts were loaded on glassy car-
bon, with the net weight of Pt varying depending on the amount of Pt loading on the Ni substrate. The Pt loading 

Figure 1. TEM images of the prepared catalysts: (a) 0.75Pt/Ni-SP, (b) 1Pt/Ni-SP, (c) 2Pt/Ni-SP, and (d) 5Pt/Ni-SP.
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Figure 2. XRD patterns of prepared catalysts.

Sample Pt(0) 4f7/2 Pt(+2)4f7/2 Metallic % Ni(0) 2p 3/2 Ni(+2) 2p3/2 (NiO) Ni(0) 2p3/2 Ni(OH)2 Chi squared values Metallic %

0.75Pt/Ni-SP 71.4 73.8 76 852.6 854.2 856.2 0.82 22

1Pt/Ni-SP 71.4 73.8 75 852.6 854.2 856.2 0.79 20

2Pt/Ni-SP 71.4 73.8 75 852.6 854.2 856.2 0.38 16

5Pt/Ni-SP 71.4 73.8 75 852.6 854.2 856.2 0.57 15

1Pt/Ni-SP 
Used Catalyst 71.1 — 100 853.1 — 856.2 0.36 10

Table 1. XPS analysis results for Pt 4f and Ni 3p.

Figure 3. XAS characterizations of 5Pt/Ni-SP with Ni K-edge and Pt with L3-edge. (a) Comparison of XANES 
spectrum with 5Pt/Ni-SP and Ni foil, (b) comparison of EXAFS spectrum with 5Pt/Ni-SP and Ni foil, (c) Ni 
K-edge fitted EXAFS spectrum of 5Pt/Ni-SP and (d) Pt L3-edge fitted EXAFS spectrum of first coordination 
shell for 5Pt/Ni-SP.
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amount on the commercial Pt/C catalyst (40% Pt on Vulcan XC 72) was equal to the Pt loading on the 5Pt/Ni-SP 
catalyst. The specific activity of the 5Pt/Ni-SP catalyst was much higher than that of the Pt/C catalyst; meanwhile, 
that of the 2Pt/Ni-SP was comparable to that of the Pt/C catalyst. The mass activity of 2Pt/Ni-SP was approxi-
mately 3.15 times higher than that of the Pt/C catalyst, as 2Pt/Ni-SP contains 2.5 times less Pt than the Pt/C cata-
lyst. The specific activity of the prepared Pt/Ni-SP catalysts is increased as the Pt loading amount is increased, as 
shown in Fig. 4(a). The initial activities of 5Pt/Ni-SP, 2Pt/Ni-SP, 1Pt/Ni-SP, and 0.75Pt/Ni-SP are −317 mA cm−2, 
−265 mA cm−2, −228 mA cm−2, and −164 mA cm−2, respectively, while that of Pt/C is −245 mA cm−2.

The stability of a catalyst is among the most important features from a practical perspective. The stabilities of 
the prepared samples are investigated at the potential of −1.5 V vs Hg/HgO for 100 ks (Fig. 4(b)). Commercial 
Pt/C begins to deactivate; at 10 ks, 34% of the initial activity is lost, as reported in the literature10, while 57% of the 
initial activity is lost overall before 100 ks of the reaction. Huajie et al. observed a 39.4% loss in activity for the first 
4 ks of a 20% commercial Pt/C catalyst31.

For the Pt/Ni-SP catalysts, all specimens show initial increases in activity, a common phenomenon for the 
Ni-based HER catalysts because surface NiO present on the surface is reduced, as has been explained previously26. 
The reduction of surface NiO to Ni metal provides more active surface area for electrocatalysis and more vacant 
sites for H2 diffusion. XPS analysis of the used catalyst also confirmed the absence of NiO on the surface of the 
catalysts (Fig. S11). The Pt/Ni-SP catalysts with Pt loading >1 mol% show some deactivation after a few kilosec-
onds. To investigate this deactivation, TEM analysis of the used catalyst was performed; agglomerations of Pt par-
ticles on the Ni base are found for 2Pt/Ni-SP (Fig. S9) and 5Pt/Ni-SP (Fig. S10), while in the low-loading catalysts 

Sample Path Coordination No. σ2 Radial distance (Å)

5Pt/Ni-SP

Ni-Ni1 12 0.00626 2.4830

Ni-Ni2 6 0.00936 3.4882

Ni-Ni3 24 0.00971 4.3156

Ni-Ni4 24 0.01017 5.0467

5Pt/Ni-SP Pt-Pt1 8.34 0.00670 2.7491

Table 2. Results obtained from the EXAFS fits of the 5Pt/Ni-SP for Ni K-edge and 5Pt/Ni-SP for Pt L3-edge. 
Value of S0

2 was used as 0.7 and 0.8 for Ni and Pt K-edge EXAFS spectrum fitting. Reduced chi-square values 
that represent the goodness-of-fit are 65.27 and 5.27 for Ni and Pt K-edge EXAFS spectrum fitting.

Figure 4. HER activity (a) LSV at 50 mV s−1 in 1-M NaOH, (b) Stability test for 100 ks at −1.5 V vs. Hg/HgO 
in 1-M NaOH, (c) Initial Tafel slopes at 1 mV s−1 in 1-M NaOH, (d) Tafel slopes after 50 ks of stability testing at 
−1.5 V vs. Hg/HgO of the prepared catalysts in 1-M NaOH.
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of 1Pt/Ni-SP (Fig. S8) and 0.75Pt/Ni-SP (Fig. S7), no agglomeration was observed. In 5Pt/Ni-SP and 2Pt/Ni-SP, 
after this initial degradation, no further deactivation occurs before 100 ks. Therefore, the initial deactivation of 
the 2Pt/Ni-SP and 5Pt/Ni-SP catalysts is ascribed to Pt sintering.

Tafel slopes and exchange current densities of all the Pt/Ni-SP catalysts are calculated from Fig. 4(c) and tab-
ulated in Table 3. From the values, increased loading of Pt is clearly correlated with increased exchange current 
values. The Tafel slope is a potential-dependent property32, so all the Tafel slopes were calculated in the range of 
10 to 30 mV of applied overpotential. The Tafel slope value of the Pt/Ni-SP catalysts with the Pt amounts of (0.75, 
1, 2, and 5) mol% is ~30 mV dec−1, while that of the 0.5Pt/Ni-SP with 0.5 mol% Pt loading is ~115 mV dec−1. The 
Tafel slopes of Ni-SP and Ni catalysts have been reported as ~120 mV dec−1 previously23,33; therefore, 0.5Pt/Ni-SP 
behaves like a metallic Ni catalyst. The Tafel slope of ~30 mV dec−1 with a Ni catalyst is impossible at the low 
overpotential of 30 mV, as described by Lasia34. The chemisorption energy of Pt that results in minimum Gibbs’s 
free energy, H2 adsorption on Pt, is essentially thermoneutral and the dissociation of water is much easier on Pt 
surfaces than on Ni35. The adsorption of H2 on Ni is endothermic reaction36 and more energy is required to over-
come the H2 adsorption barrier than that on Pt37; therefore, only Pt can show the low Tafel slope of ~30 mV dec−1 
in the low overpotential range of 10 to 30 mV. Hence, it is plausible that the Pt/Ni-SP catalysts with Pt amounts 
>0.5 mol% behave like Pt in mechanistic aspects. From the Tafel slopes, the Tafel recombination reaction is the 
rate-determining step for HER in both the Pt/C and Pt/Ni-SP catalysts38 with Pt amounts >0.5 mol%, while a 
Volmer reaction is the rate-determining step for Ni and 0.5Pt/Ni-SP. To confirm the stable activity of the catalysts, 
the kinetic parameters (Tafel slope and exchange current densities) are also observed after 50 ks of HER at −1.5 V 
vs. Hg/HgO (Fig. 4(d)) and tabulated in Table 3; these kinetic parameters corroborate the stability test results. The 
exchange current densities of the low-Pt-loaded catalysts (0.75Pt/Ni-SP and 1Pt/Ni-SP) are increased because the 
catalyst is activated by the reduction of NiO and Ni(OH)2 from the surface of Ni-SP; meanwhile, the exchange 
current densities of 2Pt/Ni-SP and 5Pt/Ni-SP are decreased after 50 ks of reaction by Pt agglomeration-induced 
deactivation.

Cyclic voltammetry (CV) analysis is performed to observe the H2 adsorption and desorption phenomena 
(Fig. 5(a)). For CV analysis, the current is normalized to the total weight of Pt loaded, allowing clear obser-
vation. In the range of H2 adsorption and desorption, urchin-like Ni supports show no current peaks and the 
double-layer current is also very low. All the Pt/Ni-SP catalysts exhibit increases in electrochemical surface area 
(ECSA) as the amount of Pt loading approaches 1 Pt mol%; the ECSA decreases with further increases in Pt load-
ing. The ECSA of 5Pt/Ni-SP with the average Pt particle size of 2.8 nm is much larger than that of Pt/C with the 
average Pt particle size of 2.8 nm and equal Pt loading. The 5Pt/Ni-SP catalyst shows two different peak positions 
for the under- and overpotential desorption steps, but for Pt/Ni-SP catalysts with lower Pt loadings, both peaks 
are merged and broadened, indicating much larger ECSA while the Pt particle size is decreased as well. However, 
distinctive H2 desorption peaks on Pt/C with the Pt particle size of 2.2 nm have been reported in the literature39. 
Therefore, the high ESCA and disappearance of these distinctive H2 desorption peaks cannot be attributed to the 

Sample
Initial Tafel 
slope mV/dec

Tafel slope after 
50 ks mV/dec

Initial exchange 
current mA cm−2

Exchange current 
after 50 ks mA cm−2

Electrochemical 
surface area m2 g−1

(Pt)

Overpotential (η) 
mV for 10 mA cm−2

0.5Pt/Ni-SP 115 0.199 250

0.75Pt/Ni-SP 32 32 0.21 0.25 89 125

1Pt/Ni-SP 28.3 31 0.40 0.53 97 76

2Pt/Ni-SP 28.5 32.5 0.75 0.41 72 42

5Pt/Ni-SP 29.1 33 1.25 0.72 63 32

Commercial Pt/C 30 30 0.62 0.12 34 53

Table 3. Catalytic performance of prepared catalysts in 1-M NaOH solution for HER.

Figure 5. (a) CV analysis in the range of the H2 adsorption–desorption region at 50 mV s−1 in 1-M NaOH, (b) 
mass activity of prepared catalysts at the overpotential of 0.05 V.
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small Pt particles alone. It is plausible that H spillover may continuously generate vacancy active sites at the Pt 
surface; the total ECSA would increase with increasing H spillover40. The H spillover mechanism is supported 
by the diffusional desorption peak of H prior to the reversible desorption peaks of H2

41. H desorption begins at 
much lower voltages on the Pt/Ni-SP catalysts than on the Pt/C catalyst, at 0.27 and 0.37 V vs. RHE, respectively, 
as shown in Fig. 5(a). Mavrikakis et al. have explained the relation between the binding energy of adsorbed H and 
the diffusion activation energy; the diffusional barrier is approximately12% of the binding energy of the adsorbed 
state42. At 298 K, the activation energy of surface H diffusion on Pt ranges from 10 kJ mol−1 to 25 kJ mol−1, yield-
ing the diffusion coefficient of 10−5 cm2 s−1 and causing instantaneous H migration at room temperature; by these 
steps, H spillover can be rationalized43. Furthermore, if the rate-determining step is the Tafel recombination 
reaction, H spillover can boost H2 production44. Electrochemical impedance spectroscopy is also performed and 
discussed in supplementary information (Fig. S13 and Table S2) that corroborates with the kinetic parameters 
obtained from Tafel slope.

The Mass activities of the prepared catalysts at the overpotential of 0.05 V vs. RHE are also observed (Fig. 5(b)) 
and show good agreement with the CV results for the ECSA. Overpotential of 0.05 V is selected for the mass 
activity measurement because the onset potential of Ni-SP was observed at 0.078 mV, so the activity contribution 
of Ni-SP at 0.05 V is negligible. The Pt-based initial mass activities of the prepared catalysts are 0.33 A mg−1, 
0.6 A mg−1, 0.95 A mg−1, 1.04 A mg−1, and 0.55 A mg−1 for Pt/C, 0.75Pt/Ni-SP, 1Pt/Ni-SP, 2Pt/Ni-SP, and 5Pt/
Ni-SP, respectively. After the 50 ks of stability testing, these values have changed to 0.15 A mg−1, 0.91 A mg−1, 
1.11 A mg−1, 0.95 A mg−1, and 0.47 A mg−1, showing the same trend as the ECSA. In addition, the Ni-SP support 
enhances the stability of the loaded Pt. From the above data we can conclude that, for the best stability and activity 
with the least amount of Pt, 1Pt/Ni-SP is the best catalyst among those designed and tested here.

Conclusion
Here we have designed a catalyst by the addition of Pt on crystalline Ni spines in ethylene glycol. The sizes of the 
Pt particles on the Ni-SP supports ranged from 1.8 nm to 2.8 nm, depending on the amount of Pt loading. The 
mass activity was optimized with the 1 mol% Pt, 1Pt/Ni-SP catalyst have much higher mass activity than that 
of the commercial Pt/C catalyst. TEM and EXAFS analysis clearly showed that the isolated Pt particles were 
well dispersed on the crystalline Ni-SP supports. The rate-determining step for HER over the Pt/Ni-SP catalysts 
was changed from the Volmer reaction to the Tafel recombination reaction as the Pt loading on the Ni-SP was 
increased. Furthermore, a large ECSA was observed with the 1Pt/Ni-SP catalyst, attributed to H spillover from Pt 
to Ni. Ni metal has higher stability but lower activity than Pt. The lower activity of Ni arises from the slow rate of 
water dissociation (the Volmer step); the split H atoms on Pt and Ni recombine on Ni to produce H2. Therefore, 
it can be concluded that the small Pt particles on Ni-SP enhanced the catalyst mass activity, which was further 
enhanced by H spillover from the Pt surface to the crystalline Ni surface. No Pt agglomeration was observed with 
the 1Pt/Ni-SP catalyst, even after 50 ks of HER. By combining theory with practical results, the mass activity of Pt 
was increased from 0.33 A mg−1 in the commercial Pt catalyst to 1.11 A mg−1 for 1Pt/Ni-SP.

Methods
Chemicals. Potassium hexachloroplatinate (98% K2PtCl6), Ni II acetyleneacetonate (Ni(acac)2 95%), oley-
lamine (OAm 70%), ethanol (99.5%), and ethylene glycol (99%) were purchased from Sigma–Aldrich Co., Ltd. 
The Pt/C catalyst was purchased from Premetek (40% Pt on Vulcan XC 72).

Pt nanoparticle deposition on Urchin-like Ni structures. For the synthesis, 58.7 mg (1 mmol) of 
urchin-like Ni nanoparticles and 0.0075, 0.01, 0.02, and 0.05 mmol of potassium hexachloroplatinate were dis-
solved in 20 mL of ethylene glycol and held for 3 h in a rotary reactor at room temperature to allow the complete 
dissolution and impregnation of Pt precursor on the Ni nanoparticles. After 5 min of bath sonication, the homo-
geneous solution was heated in a water bath at 90 °C for 1 h. After the reaction, the ethylene glycol was removed 
by centrifugation at 8000 rpm and washed with deionized water several times to remove residual ethylene gly-
col; the product was then dried in a vacuum oven at 25 °C for 5 h. For the deposition of Pt nanoparticles on the 
urchin-like Ni nanoparticles, the NPs were prepared in one batch. For ease of description, the prepared Pt-loaded 
catalysts are named as 0.75Pt/Ni-SP, 1Pt/Ni-SP, 2Pt/Ni-SP, and 5Pt/Ni-SP for 0.75, 1, 2, and 5 mol% Pt loading, 
respectively.

Characterization. Transmission electron microscopy (TEM) and high-resolution transmission electron 
microscopy (HR-TEM) were performed using a FEI Tecnai TEM G2 (accelerating voltage of 200 kV). Powder 
X-ray diffraction (XRD) was performed using a Bruker D8 Avance diffractometer using Cu Kα radiation 
(λ = 1.5406 Å). XPS analyses were recorded on a PHI 5000 VersaProbe (Ulvac-PHI) with the background pres-
sure of 2 × 10−7 Pa and the spot size of 100 μm × 100 μm at an angle of 45°, wide scan pass energy of 117.4 eV and 
narrow scan pass energy of 46.95 eV. The concentrations of the catalysts were analyzed using Thermoscientific 
iCAP7000. X-ray absorption (XAS) data was collected at the 1D KIST-PAL beamline in the Pohang light source 
(PLS-II). The storage ring was operated at 2.5 GeV with an injection current of 360 mA. The intensity of the inci-
dent X-ray absorption Io was monitored with a N2-filled ionization chamber. The spectral energies were calibrated 
by using the first inflection points of Ni (8333 eV) and Pt (11564 eV) metal foil spectra as references. XANES data 
preprocessing and EXAFS data fitting with theory were performed by using the IFEFFIT-based program Demeter 
based on FEFF code45,46.

Electrochemical measurements. All the electrochemical measurements were performed in a 
three-electrode cell at room temperature (25 °C), with Hg/HgO as the reference electrode and a Pt foil as the 
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counter electrode, respectively. The working electrode was prepared with a glassy carbon rotating disk of 5 mm 
in diameter as the substrate. Typically, a mixture containing 4.0 mg of the electrocatalyst in a solvent of 0.9 mL 
Water and 0.1 mL 5 wt% Nafion solution (5 wt%, DuPont, USA) was ultrasonicated for 5 minutes to obtain a 
well-dispersed ink. The catalyst ink was then quantitatively transferred onto the surface of the glassy carbon elec-
trode and dried at room temperature to obtain a thin film of the catalyst. The total catalyst loading was 0.204 mg 
cm−2. The Pt/C commercial catalyst was deposited at 0.031 mg cm−2, equivalent to the amount of Pt in the 5Pt/
Ni-SP catalyst. The electrochemical tests were performed in Ar-saturated 1 M NaOH aqueous solution at room 
temperature. CV scanning was performed at the potential scan rate of 50 mV s−1 in the range of 0.005 V to 0.93 V 
vs. RHE to determine the electrochemical surface areas. Linear sweeps to obtain the Tafel slopes were performed 
at the potential scan rate of 1 mV s−1 in the range of −60 mV to 0 mV vs RHE while the hydrogen evolution reac-
tion polarization curve was obtained at the scan rate of 50 mVs−1 in the range of 0.2 V to −0.57 V vs Hg/HgO. 
Chronoamperometric analysis was also performed at −1.5 V (vs. Hg/HgO) for 50 ks and 100 ks. All the electro-
chemical studies were performed on an (Ivium Technologies, Iviumstat), coupled with a rotating-disk electrode 
(PINE-AFMARCE-5 mm dia).

References
 1. Chen, W.-F. et al. Hydrogen-evolution catalysts based on non-noble metal nickel–molybdenum nitride nanosheets. Angew. Chem. 

Int. Ed. 51, 6131–6135 (2012).
 2. Vesborg, P. C. K., Seger, B. & Chorkendorff, I. Recent development in hydrogen evolution reaction catalysts and their practical 

implementation. J. Phys. Chem. Lett. 6, 951–957 (2015).
 3. Strmcnik, D., Lopes, P. P., Genorio, B., Stamenkovic, V. R. & Markovic, N. M. Design principles for hydrogen evolution reaction 

catalyst materials. Nano Energy 29, 29–36 (2016).
 4. Sheng, W., Myint, M., Chen, J. G. & Yan, Y. Correlating the hydrogen evolution reaction activity in alkaline electrolytes with the 

hydrogen binding energy on monometallic surfaces. Energy Environ. Sci. 6, 1509–1512 (2013).
 5. Wang, P. et al. Precise tuning in platinum-nickel/nickel sulfide interface nanowires for synergistic hydrogen evolution catalysis. Nat. 

Comm. 8, 14580 (2017).
 6. Debe, M. K. Electrocatalyst approaches and challenges for automotive fuel cells. Nature 486, 43–51 (2012).
 7. Meier, J. C. et al. Degradation Mechanisms of Pt/C Fuel Cell Catalysts under Simulated Start–Stop Conditions. ACS Catalysis  

2, 832–843 (2012).
 8. Meier, J. C. et al. Design criteria for stable Pt/C fuel cell catalysts. Beilstein J. Nanotechnol. 5, 44–67 (2014).
 9. Castanheira, L. et al. Carbon corrosion in proton-exchange membrane fuel cells: from model experiments to real-life operation in 

membrane electrode assemblies. ACS Catalysis 4, 2258–2267 (2014).
 10. Zadick, A., Dubau, L., Sergent, N., Berthomé, G. & Chatenet, M. Huge instability of Pt/C catalysts in alkaline medium. ACS Catalysis 

5, (4819–4824 (2015).
 11. Timperman, L., Lewera, A., Vogel, W. & Alonso-Vante, N. Nanostructured platinum becomes alloyed at oxide-composite substrate. 

Electrochem. Comm. 12, 1772–1775 (2010).
 12. Wang, Y., Song, S., Maragou, V., Shen, P. K. & Tsiakaras, P. High surface area tungsten carbide microspheres as effective Pt catalyst 

support for oxygen reduction reaction. Appl. Catal. B. Environ. 89, 223–228 (2009).
 13. Zeng, M. & Li, Y. Recent advances in heterogeneous electrocatalysts for the hydrogen evolution reaction. J. Mater. Chem A 3, 

14942–14962 (2015).
 14. Luo, Y. & Alonso-Vante, N. The effect of support on advanced Pt-based cathodes towards the oxygen reduction reaction. State of the 

art. Electrochim. Acta 179, 108–118 (2015).
 15. Zhuang, H., Tkalych, A. J. & Carter, E. A. Understanding and tuning the hydrogen evolution reaction on Pt-covered tungsten 

carbide cathodes. J. Electrochem. Soc. 163, F629–F636 (2016).
 16. Ye, R. et al. High performance electrocatalytic reaction of hydrogen and oxygen on ruthenium nanoclusters. ACS Appl. Mater. 

Interfaces 9, 3785–3791 (2017).
 17. Chen, C. et al. Highly crystalline multimetallic nanoframes with three-dimensional electrocatalytic surfaces. Science 343, 1339–1343 

(2014).
 18. Li, H., Tang, Q., He, B. & Yang, P. Robust electrocatalysts from an alloyed Pt-Ru-M (M = Cr, Fe, Co, Ni, Mo)-decorated Ti mesh for 

hydrogen evolution by seawater splitting. J. Mater. Chem. A 4, 6513–6520 (2016).
 19. Greeley, J., Jaramillo, T. F., Bonde, J., Chorkendorff, I. & Norskov, J. K. Computational high-throughput screening of electrocatalytic 

materials for hydrogen evolution. Nat. Mater. 5, 909–913 (2006).
 20. Corona, B., Howard, M., Zhang, L. & Henkelman, G. Computational screening of core@shell nanoparticles for the hydrogen 

evolution and oxygen reduction reactions. J. Chem. Phys. 145, 244708 (2016).
 21. Stamenkovic, V. R., Mun, B. S., Mayrhofer, K. J. J., Ross, P. N. & Markovic, N. M. Effect 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).

 22. Wang, C. et al. Design and synthesis of bimetallic electrocatalyst with multilayered Pt-skin surfaces. J. Am. Chem. Soc. 133, 
14396–14403 (2011).

 23. Abbas, S. A., Iqbal, M. I., Kim, S.-H. & Jung, K.-D. Catalytic activity of urchin-like Ni nanoparticles prepared by solvothermal 
method for hydrogen evolution reaction in alkaline solution. Electrochim. Acta 227, 382–390 (2017).

 24. Xi, W. et al. Dual-valence nickel nanosheets covered with thin carbon as bifunctional electrocatalysts for full water splitting. J. Mater. 
Chem. A 4, 7297–7304 (2016).

 25. Gao, M. Y. et al. Electrochemical fabrication of porous Ni-Cu alloy nanosheets with high catalytic activity for hydrogen evolution. 
Electrochim. Acta 215, 609–616 (2016).

 26. Hall, D. S., Bock, C. & MacDougall, B. R. The electrochemistry of metallic nickel: oxides, hydroxides, hydrides and alkaline hydrogen 
evolution. J. Electrochem. Soc. 160, F235–F243 (2013).

 27. Liang, X. et al. The valence and site occupancy of substituting metals in magnetite spinel structure Fe3−xMxO4 (M = Cr, Mn, Co and 
Ni) and their influence on thermal stability: An XANES and TG-DSC investigation. Solid State Sci. 15, 115–122 (2013).

 28. Barbelli, M. L. et al. EXAFS characterization of PtNi bimetallic catalyst applied to glycerol liquid-phase conversion. J. Phys. Chem. C 
118, 23645–23653 (2014).

 29. Becknell, N. et al. Atomic structure of Pt3Ni nanoframe electrocatalysts by in situ X-ray absorption spectroscopy. J. Am. Chem. Soc. 
137, 15817–15824 (2015).

 30. Kaito, T. et al. In situ X-ray absorption fine structure analysis of PtCo, PtCu, and PtNi alloy electrocatalysts: The correlation of 
enhanced oxygen reduction reaction activity and structure. J. Phys. Chem. C 120, 11519–11527 (2016).

 31. Yin, H. et al. Ultrathin platinum nanowires grown on single-layered nickel hydroxide with high hydrogen evolution activity. Nat. 
Comm. 6, 6430 (2015).



www.nature.com/scientificreports/

9SCiEntifiC RepoRts |  (2018) 8:2986  | DOI:10.1038/s41598-018-21396-9

 32. Shinagawa, T., Garcia-Esparza, A. T. & Takanabe, K. Insight on Tafel slopes from a microkinetic analysis of aqueous electrocatalysis 
for energy conversion. Sci. Rep. 5, 13801 (2015).

 33. Safizadeh, F., Ghali, E. & Houlachi, G. Electrocatalysis developments for hydrogen evolution reaction in alkaline solutions – A 
review. Int. J. Hydrogen Energy 40, 256–274 (2015).

 34. Lasia, A. Hydrogen evolution/oxidation reactions on porous electrodes. J. Electroanal. Chem. 454, 115–121 (1998).
 35. Nørskov, J. K. et al. Trends in the exchange current for hydrogen evolution. J. Electrochem. Soc. 152, J23–J26 (2005).
 36. Greeley, J. & Mavrikakis, M. Surface and subsurface hydrogen:  adsorption properties on transition metals and near-surface alloys. 

J. Phys. Chem. B 109, 3460–3471 (2005).
 37. Vasić, D., Ristanović, Z., Pašti, I. & Mentus, S. Systematic DFT-GGA study of hydrogen adsorption on transition metals. Russ. J. Phys. 

Chem. A 85, 2373–2379 (2011).
 38. Conway, B. E. & Tilak, B. V. Interfacial processes involving electrocatalytic evolution and oxidation of H2, and the role of 

chemisorbed H. Electrochim. Acta 47, 3571–3594 (2002).
 39. Perez, J., Paganin, V. A. & Antolini, E. Particle size effect for ethanol electro-oxidation on Pt/C catalysts in half-cell and in a single 

direct ethanol fuel cell. J. Electroanal. Chem. 654, 108–115 (2011).
 40. Sata, S., Awad, M. I., El-Deab, M. S., Okajima, T. & Ohsaka, T. Hydrogen spillover phenomenon: Enhanced reversible hydrogen 

adsorption/desorption at Ta2O5-coated Pt electrode in acidic media. Electrochim. Acta 55, 3528–3536 (2010).
 41. Jakšić, J. M., Krstajić, N. V., Grgur, B. N. & Jakšić, M. M. Hydridic and electrocatalytic properties of hypo-hyper-d-electronic 

combinations of transition metal intermetallic phases. Int. J. Hydrogen Energy 23, 667–681 (1998).
 42. Nilekar, A. U., Greeley, J. & Mavrikakis, M. A simple rule of thumb for diffusion on transition-metal surfaces. Angew. Chem. Int. Ed. 

45, 7046–7049 (2006).
 43. Rosalbino, F., Scavino, G. & Actis Grande, M. Electrocatalytic activity of Ni–Fe–M (M = Cr, Mn, Cu) sintered electrodes for 

hydrogen evolution reaction in alkaline solution. J. Electroanal. Chem. 694, 114–121 (2013).
 44. Pašti, I. A., Leetmaa, M. & Skorodumova, N. V. General principles for designing supported catalysts for hydrogen evolution reaction 

based on conceptual Kinetic Monte Carlo modeling. Int. J. Hydrogen Energy 41, 2526–2538 (2016).
 45. Ravel, B. & Newville, M. ATHENA, ARTEMIS, HEPHAESTUS: data analysis for X-ray absorption spectroscopy using IFEFFIT. J. 

Synchrotron Rad. 12, 537–541 (2005).
 46. Rehr, J. J. & Albers, R. C. Theoretical approaches to x-ray absorption fine structure. Rev. Modern Phys. 72, 621–654 (2000).

Acknowledgements
This work was financially supported by the Korea Institute of Science and Technology (KIST) and the Korea CCS 
R&D Center (2014M1A8A1049293) of the Ministry of Science, ICT & Future Planning.

Author Contributions
All the authors agree to publish this work in Scientific Reports and do not have any conflict of interest. Following 
authors have contributed in this article. S.A.A.: Proposed the study and did major wok in experiments as well 
as in writing of the article. S.-H. K.: Provided technical support in performing experiment such as Cyclic 
Voltammetry and Chrono-amperometry analysis. M.I.I.: Provided contribution in characterizations particularly 
in TEM and XPS analysis. S.M.: Performed and wrote the XAS analysis. W.-S.Y.: Provided the technical support 
and information for XAS analysis. K.-D.J. is the corresponding author and proposed this study. Author also 
participated in drafting, writing and supervised every single step of the manuscript.

Additional Information
Supplementary information accompanies this paper at https://doi.org/10.1038/s41598-018-21396-9.
Competing Interests: The authors declare no competing interests.
Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

Open Access This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the Cre-
ative Commons license, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons license, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons license and your intended use is not per-
mitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from the 
copyright holder. To view a copy of this license, visit http://creativecommons.org/licenses/by/4.0/.
 
© The Author(s) 2018

http://dx.doi.org/10.1038/s41598-018-21396-9
http://creativecommons.org/licenses/by/4.0/

	Synergistic effect of nano-Pt and Ni spine for HER in alkaline solution: hydrogen spillover from nano-Pt to Ni spine
	Results and Discussion
	Deposition of Pt nanoparticles on urchin-like structures. 
	HER Performance. 

	Conclusion
	Methods
	Chemicals. 
	Pt nanoparticle deposition on Urchin-like Ni structures. 
	Characterization. 
	Electrochemical measurements. 

	Acknowledgements
	Figure 1 TEM images of the prepared catalysts: (a) 0.
	Figure 2 XRD patterns of prepared catalysts.
	Figure 3 XAS characterizations of 5Pt/Ni-SP with Ni K-edge and Pt with L3-edge.
	Figure 4 HER activity (a) LSV at 50 mV s−1 in 1-M NaOH, (b) Stability test for 100 ks at −1.
	Figure 5 (a) CV analysis in the range of the H2 adsorption–desorption region at 50 mV s−1 in 1-M NaOH, (b) mass activity of prepared catalysts at the overpotential of 0.
	Table 1 XPS analysis results for Pt 4f and Ni 3p.
	Table 2 Results obtained from the EXAFS fits of the 5Pt/Ni-SP for Ni K-edge and 5Pt/Ni-SP for Pt L3-edge.
	Table 3 Catalytic performance of prepared catalysts in 1-M NaOH solution for HER.




