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Objectives of Work 

 Fabrication of well-defined bimetallic Pt(Pd)Mx NPs with good control of material composition 

and morphological parameters, such as particle size and dispersion, and their characterization 

by Surface Science tools and TEM. Also core-shell and skin-like Pt monolayer (ML) NPs will be 

prepared and characterized; 

 Preparation of innovative support materials to increase catalyst stability and reduce mass 

loading of catalysts. Two different routes will be explored: (a) Ar and N ion implantation of 

carbon support; (b) mixed electron- and cation conducting transition metal oxides (e.g. V, Ti, 

Mo, Ru, and Mn), synthesized as highly porous materials with a high surface area; 

Relevant Sections from the Description of Work 

“Task 3.2: Synthesis of NPs of Pt3Y and Pt3Sc with defined size and size distribution (month 1-12) (TUM, 

DTU, UP-IC2MP) 

NPs of PtMx NPs (M=Y, Sc) will be prepared and deposited on a carbon based support by exploiting 

several different methods already detailed. These materials then will be tested in WP4. “ 

“Task 3.3: Synthesis of NPs from other binary alloys and Pt skin alloys based on new theoretical 

predictions (month 6-24) (TUM, DTU, UP-IC2MP, CUT) 

Nanoparticles of PtMx and PdMx suggested by the DFT derived predictions from WP2 will be prepared, 

and deposited both on standard carbon supports as well as advanced support materials for further 

testing in WP4. Selected NPs will be deposited onto substrates for study with INPS.” 

“Task 3.5: Advanced carbon supports modified by ion implantation (month 1-24) (UniPd, TUM) 

In order to enhance the stability of the NP arrays, the effect of ion implantation of the support will be 

studied. Three different cases will be studied: (i) undoped HOPG surface prepared by cleaving; (ii) N-

doped HOPG and (III) Ar-doped HOPG. The HOPG doping will be carried out via N and Ar ion 

implantation. Comparing structural and chemical modifications of HOPG surfaces after Ar and N ion 

implantation as a function of dosage enables separation of physical and chemical factors and is further 

used to assist in elucidating the specific roles of the surface nitrogen and oxygen functionalities as well 

as surface defects on: (i) nucleation and growth of metal NPs; (ii) metal/support binding; and (iii) metal 
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NP electronic structure modification. If the results will go along the expectative, during the latest part 

of the task methods for doping standard carbon supports will be explored. “ 

“Task 3.6: Advanced composite supports based on porous oxides. (month 1-36) (UP-IC2MP) 

High surface-area support materials with defective or charged surfaces are needed to facilitate ion- 

and/or electron-transfer reactions. In this line, mixed electron- and cation conducting transition metal 

oxides of Vanadium, Molybdenum, Ruthenium, and Manganese, synthesized as highly porous 

materials with a high surface area have been reviewed. We expect that a controlled synthesis of mixed 

conductivity oxides (TiO2, RuO2) in a network, such as carbon, will provide the necessary chemical 

stability against corrosion of the latter at potentials positive or near the open circuit potential of the 

Oxygen reduction reaction on cathodes based on Pt(Pd)Mx. The ionic conductivity as well as the 

electronic conductivity will be the critical parameters to optimize in the composite materials.” 

Description of Work Done / Results 

The work done has been described in recent progress reports, in D3.4 and D3.5, and was more detailed 

in D3.7. For this deliverable, the papers published so far on synthesis of improved catalysts (apart from 

the DTU work on mass-selected nanoparticles, which is part of D4.3) and on advanced support 

materials are listed below. The papers are added to this deliverable, but they are not open access. 

Publications 

Publications regarding synthesis of catalysts 

Y. Luo, A. Habrioux, L. Calvillo, G. Granozzi, N. Alonso-Vante, Yttrium Oxide/Gadolinium Oxide-Modified 

Platinum Nanoparticles as Cathodes for the Oxygen Reduction Reaction, Chemphyschem : a European 

journal of chemical physics and physical chemistry, 15 (2014) 2136–2144. 

 

Y. Luo, J.M. Mora-Hernández, L.A. Estudillo-Wong, E.M. Arce-Estrada, N. Alonso-Vante, 

Nanostructured palladium tailored via carbonyl chemical route towards oxygen reduction reaction, 

Electrochimica Acta, 173 (2015) 771-778. 

 

Publications regarding advanced support materials 

S. Mokrane-Soualah, A.S. Gago, A. Habrioux, N. Alonso-Vante, Mixed-oxide Ti1−xWxO2 as support for 

(photo)-electrochemical processes, Applied Catalysis B: Environmental, 147 (2014) 756-763. 
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Effect on the Oxygen Reduction Reaction, Journal of Materials Chemistry A, 3 (2015) 11891-11904. 
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Yttrium Oxide/Gadolinium Oxide-Modified Platinum
Nanoparticles as Cathodes for the Oxygen Reduction
Reaction
Yun Luo,[a] Aur�lien Habrioux,[a] Laura Calvillo,[b] Gaetano Granozzi,[b] and Nicolas Alonso-
Vante*[a]

1. Introduction

Proton exchange membrane fuel cells (PEMFC) are one of the
most promising candidates to be applied in mobile, stationary,
and portable energy devices because of the green and highly
efficient energy conversion,[1, 2] though their performance
needs to be improved. The oxygen reduction reaction (ORR) at
the cathode of PEMFCs is still a great challenge for improving
the efficiency of PEMFCs, since this electrochemical reduction
process largely depends on the electrocatalytic activity of the
catalysts used. Therefore, in the last decades, many efforts
have concentrated on developing novel materials, including
catalysts based on non-noble metals and materials containing
earth-crust-abundant elements,[3] for instance, CoSe2/C and Fe-
N/C complexes.[4, 5] Some catalysts exhibit a similar ORR activity
and/or a better stability compared to commercial Pt/C cata-
lysts. However, their performance in PEMFC should be im-
proved and studied further in detail. Pt-based catalysts are
widely used and studied for ORR. However, the application of
Pt-based catalyst in PEMFC faces many challenges, namely, the
cost, performance and durability.[6] Therefore, many efforts
have been done to alloy 3d transition metals with Pt. This kind

of catalysts becomes a hot issue in this domain for the follow-
ing reasons: 1) the amount of Pt could be reduced in the cata-
lyst ; 2) the catalytic behavior of Pt could be modified based on
the “ligand effect” and “geometric effect”.[7] In terms of the
ligand effect, the formation of hetero-atoms bonds between
the 3d transition metal and Pt atoms could affect the electron-
ic structure of Pt surface. The geometric effect in Pt-M (M = 3d
transition metals) catalyst alters the Pt-Pt surface inter-atomic
distance, resulting in change in orbital overlap and finally lead-
ing to different Pt electronic structure. Hence, the catalytic ac-
tivity of Pt in this kind of catalysts could be improved.

Recently, it was reported that bimetallic nanoparticles (NPs)
supported onto different substrates show a high ORR kinetics
and stability, such as PtxMy (M = Ni, Co, Ti, Cu, W, Pd, Ag, Au,
Rh, Zn, Sn, Fe and Cr).[8–18] However, few works have been de-
voted to studying Pt catalysts involving rare-earth elements,
such as, yttrium, scandium, and gadolinium.[19–23] Regardless of
a two- or a four-electron charge-transfer pathway in the ORR
process, the OOH is adsorbed on the catalyst surface prior to
splitting the O�O bond.[24] After breaking the O�O bond, O
and OH are formed on the surface. Hence the catalyst should
be able to release these species to form H2O. According to the
calculation results via density functional theory (DFT) in 2009,
Nørskov et al. firstly reported that bulk alloyed Pt3Y is one of
the most stable face-centered cubic (fcc) alloys, since each of
two metals in the Pt-Y d-bond contributes half of nine d-elec-
trons for Pt.[19] This indicates that the bonding states are filled,
while the anti-bonding states are empty in such a system.[25, 26]

Rare-earth-element (Y, Gd) modified Pt nanoparticles (NPs) sup-
ported on a carbon substrate (Vulcan XC-72) are synthesized
via a water-in-oil chemical route. In both cases, X-ray diffrac-
tion (XRD) measurements show the non-formation of an al-
loyed material. Photoemission spectroscopy (XPS) results
reveal that Y and Gd are oxidized. Additionally, no evidence of
an electronic modification of Pt can be brought to light. Trans-
mission electron microscopy (TEM) studies indicate that Pt-
Y2O3 and Pt-Gd2O3 particles are well dispersed on the sub-
strate—and that their average particle sizes are smaller than
the Pt-NP sizes. The catalytic activity of the Pt-Y2O3/C and Pt-
Gd2O3/C catalysts towards the oxygen reduction reaction (ORR)
is studied in a 0.5 m H2SO4 electrolyte. The surface and mass

specific activities of the Pt-Y2O3/C catalyst towards the ORR at
0.9 V (vs. the reversible hydrogen electrode, RHE) are (54.3�
1.2) mA cm�2

Pt and MA = (23.1�0.5) mA mg�1
Pt, respectively.

These values are 1.3-, and 1.6-fold higher than the values ob-
tained with a Pt/C catalyst. Although the as-prepared Pt-
Gd2O3/C catalyst has a lower catalytic activity for the ORR com-
pared to Pt/C, the heat-treated sample shows a surface specific
activity of about (53.0�0.7) mA cm�2

Pt, and a mass specific ac-
tivity (MA) of about (18.2�0.5) mA mg�1

Pt at 0.9 V (vs. RHE).
The enhancement of the ORR kinetics on the Pt-Y2O3/C and
heat-treated Pt-Gd2O3/C catalysts could be associated with the
formation of platinum NPs presenting modified surface proper-
ties.
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The experimental results of the
bulk alloyed platinum-rare-earth
materials show an extraordinarily
high ORR activity and stability
among the binary metallic cata-
lysts,[19, 22, 23] inspiring us to syn-
thesize cathodic nanocatalysts
containing rare-earth elements
for ORR. As described in the lit-
erature,[19, 22, 23] the metallic alloys
are prepared by physical metal-
lurgical methods, which are
high-cost and hardly to be realiz-
ed in a chemical laboratory. Be-
sides, the catalytic reaction on
the surface of the metallic elec-
trode could be easily interfered
by many factors. By contrast, the
bi-metallic nanoparticle might
be a better candidate in case of
synthesis, application and com-
mercialization. Bimetallic NPs
containing Pt and Y, prepared
via co-reduction method, were
reported,[20, 21] but the ORR activi-
ty of these materials was low.
Moreover, it is difficult to predict
the product of the synthesis,
since the reduction potential of
rare-earth elements is around
�2 V (vs. the normal hydrogen
electrode, NHE). Therefore, in
the present work, a chemical
route to prepare the Pt-M (M =

Gd, Y) nanomaterials supported
onto carbon substrate is pre-
sented. Herein, we report on the
synthesis, characterization and
ORR activity of Pt-M (M = Gd, Y) NPs via water-in-oil chemical
route. To adapt the experimental conditions of low-tempera-
ture PEMFC,[27] the as-prepared catalysts were compared to
heat-treated samples at 100 8C and the ORR activity investigat-
ed. The effect of yttrium or gadolinium oxide on surface prop-
erties of platinum NPs as well as its implication on ORR kinetics
is discussed.

2. Results and Discussion

2.1. Structural and Surface Characterization of Pt-M2O3/C
(M = Gd and Y) Catalysts

The metal loading in these three catalysts was confirmed by
thermogravimetric analysis (TGA), giving 21.5, 20.7, and
22 wt % for Pt/C, Pt-Y2O3/C, and Pt-Gd2O3/C, respectively. The
stoichiometric composition of Pt-M2O3/C (M = Gd and Y) cata-
lysts, determined by inductively coupled plasma, was, respec-
tively, Pt2.3Y1/C and Pt1.8Gd1/C. This indicates that all the cata-

lysts have a similar metal-loading, with a Pt:M ratio close to
2:1.

The Pt-based catalysts were firstly analyzed by transmission
electron microscopy (TEM). TEM images of Pt-Y2O3/C, Pt-Gd2O3/
C, and Pt/C catalysts synthesized by the water-in-oil microe-
mulsion technique are shown in Figures 1 (a)–(c). It can be ob-
served that this synthesis method leads to a homogeneous dis-
persion of the metal NPs onto the carbon matrix, although
some agglomerates are formed. The mean average particle
sizes are around (3.80�0.70), (2.30�0.59), and (2.25�
0.48) nm for the Pt/C, Pt-Y2O3, and Pt- Gd2O3 samples, respec-
tively.

Figure 2 (a) shows the X-ray diffraction (XRD) corrected pat-
tern of the different catalysts as well as the fitted profile. It is
clear that all catalysts have the five typical diffraction peaks
characteristic of the face-centered cubic (fcc) Pt cell : (111),
(200), (220), (222) and (311) plane without the presence of
a secondary phase, suggesting that the crystal structure for all
catalysts is fcc Pt NPs. The fit with five pseudo-Voigt functions

Figure 1. TEM images and histograms of the particle-size distribution deduced from the TEM images for: a) Pt/C,
b) Pt-Y2O3/C, and c) Pt-Gd2O3/C catalysts.
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gives two important parameters : the peak position and the in-
tegral line width. X-ray pattern registered for Vulcan XC-72 was
used to calibrate and subtract all the background contribu-
tions. From Figure 2 (a), it can be clearly seen that the presence
of Y and Gd leads to an increase of the integral width of the
different diffraction peaks but does not modify the peak posi-
tions respect to those for the Pt/C sample. Information con-
cerning the microstructure of the different samples can be ex-
tracted from the fitted patterns presented in Figure 2 (a) by
using line broadening analysis and Williamson-Hall plot.[28] For
each diffraction peak, the integral width of the Lorentzian and
Gaussian components of the pseudo-Voigt function used for
the fit are first determined according to the empirical formulas
given by De Keijser et al.[29] After correcting the instrumental
broadening using a LaB6 standard powder, the integral width
(bf) of the function corresponding to a diffraction peak was cal-
culated.[30] The values of db =bfcos(q)/l were plotted against
b = 2 sin(q)/l, where q is the Bragg angle and l the wavelength
in angstroms. Results are shown in Figure 2 (b). From this
figure, it can be seen that the db parameter shows an unusual
variation with increasing b value in particular for Pt-Y2O3/C and
Pt-Gd2O3/C samples. There are large variations of the db value
that are not expected for simple size broadening. Additionally,
the isotropic stress would produce compressions or dilatations
with no variations for the different lattice directions thus pre-
dicting a linear variation of db with b. However, it has been
shown that stacking faults can also be responsible for an addi-
tional line broadening depending on Miller indexes. In such
a case, three different contributions to the integral line width
broadening (size broadening, stacking fault broadening and

microstrain broadening) must be taken into account according
to Equation (1)[31]:

db ¼ 1
Lv
þ aVhkl

a
þ 2 eb ð1Þ

where Lv is the mean crystalline size, Vhkl is a constant depend-
ing on the miller indexes h, k and l (V111 = 0.43; V200 = 1; V220 =

0.71; V311 = 0.45 and V222 = 0.43), a is the lattice parameter, a is
the stacking fault probability, and e is the micro strain. As
a result of the best fit (open circles in Figure 2 (b)), the values
of Lv, a, and e are obtained and summarized in Table 1.

In addition, it seems that platinum-based NPs exhibit a con-
traction effect, which could be associated with surface tensions
compressing the nanoclusters. The magnitude of this phenom-
enon is stronger as the surface-to-volume ratio increases. Such
effects have already been described by Wasserman and Ver-
maak.[32] It seems that the lattice contraction is slightly more
pronounced for Pt-Y2O3/C and Pt-Gd2O3/C nanomaterials. This

Table 1. Structural parameters of the obtained Pt/C, Pt-Y2O3/C, and Pt-
Gd2O3/C catalysts, calculated from the XRD and TEM data.

Sample a[a] [nm] Lv
[a] [nm] a[a] [%] e[a] [%] d[b] [nm]

Pt/C 0.3915 2.82 2.2 0.19 3.80�0.70
Pt-Y2O3/C 0.3909 2.08 7.5 0.27 2.30�0.59
Pt-Gd2O3/C 0.3907 2.08 7.3 0.24 2.25�0.48
[a] Calculated from the XRD data. [b] Calculated from the TEM data.

Figure 2. a) X-ray patterns of the as-prepared catalysts. Background contributions of the supporting carbon materials (Vulcan XC-72) were removed. The solid
lines are profile fittings to pseudo-Voigt functions and the dots are experimental points. b) Williamson–Hall plot of the integral line width based on the fitting
parameters for the first five Bragg peaks (*). The curves are offset for a better visualization. The open circles (*) relate to the simulated data. Calculated stan-
dard deviations are also given.
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could be related with the observed decrease in Lv value for Pt-
Y2O3 and Pt-Gd2O3 samples. From Table 1, it can actually be
stated that the size of coherently diffracting domains decreases
by adding Gd or Y in the nominal composition of the material.
This is fairly in agreement with TEM data. One can note that
both stacking fault probabilities and internal mean strains are
more important for Pt-Y2O3 and Pt-Gd2O3 materials in compari-
son with Pt. The presence of an anisotropic stress field related
to interfacial strains with a supporting (hydr)oxide[33] may be
responsible for differences observed between calculated and
experimental data extracted from the (311) Bragg peak for Pt-
Y2O3/C and Pt-Gd2O3/C samples.

X-ray photoelectron spectroscopy (XPS) measurements were
carried out to study the chemical and electronic states of Pt
and the rare-earth metals, as well as the “surface” composition
of the samples. Figure 3 shows the Pt 4f, Y 3d, and Gd 4d XPS

spectra for the Pt/C and Pt-oxide/C samples. The Pt 4f XPS
spectra were deconvoluted with two different Pt oxidation
states (Pt0 and Pt2 +) to identify the predominant oxidation
state of Pt (Table 2). Pt0 is the predominant oxidation state in
all the samples (around 67–69 %). However, all samples present
a significant amount of Pt2+ oxidized species, mainly (31–
33 %). This can be traced back to the presence of an ultrathin
layer of Pt oxide in all the samples that can be attributed to air
exposure. The Pt binding energies are well in tune with litera-
ture reference data.[34] The addition of the rare-earth metals to
Pt did not caused any shift in the binding energy of the Pt
core level, compared to those for Pt/C, indicating that the ad-
dition of Y and Gd did not significantly modified the electronic

environment of Pt. There is only a minor broadening of the Pt
4f peaks (FWHM = 1.9 eV for Pt/C and 2.0 eV for the Pt-M2O3/C
samples).

In the Pt-Y2O3/C sample, the Y 3d5/2 peak (an unresolved
doublet) is located at 158.4 eV, which can be attributed to
a strongly oxidized Y2O3 layer,[35] whereas there is no peak at-
tributable to metallic Y (expected at ca. 156 eV). The same
result was found for the Pt-Gd2O3/C sample: the strong main
peak at 143.7 eV in the Gd 4d XPS spectra is a signature of the
presence of Gd2O3 and no metallic Gd was observed.[36] In this
case, the XPS spectra show the common rather complex peak
shape due to the multielectronic effects (shake-up peaks). The
absence of peaks due to metallic Y and Gd indicates that the
rare earth metals are covered by an oxide layer of at least 0.6–
1 nm (taking into consideration the attenuation length of the
oxides). These data, together with the fact that the Pt environ-
ment is not modified by the addition of the rare earth metal,
suggests that Pt is not alloyed to Y or Gd, in good agreement
with the XRD data.

According to inductively coupled plasma (ICP) results, the
stoichiometric composition of the Pt-M2O3/C (M = Gd, Y) cata-
lysts is, respectively, Pt2.3Y1 and Pt1.8Gd1. Comparing the Pt:M
atomic ratios estimated by ICP and XPS (Table 2), it can be de-
duced that when probing the surface, there is an enrichment
of the Gd and Y metals. These data would be incompatible
with a model where independent Pt and MOx rare-earth NPs of
similar size are coexistent. Therefore, the most probable hy-
pothesis would be compatible with the difference in the Pt:M
atomic ratios deduced from XPS and XRD: hierarchically segre-
gated binary Pt-M2O3 NPs (i.e. larger Pt NPs decorated with
smaller MOx ones).

2.2. Electrochemical Characterization of Pt-M2O3/C (M = Gd,
Y) Catalysts

Before evaluating the ORR activity of Pt-M2O3/C (M = Gd, Y) cat-
alysts, the working electrode (WE) surface was electrochemical-
ly cleaned by cyclic voltammograms (CVs) for 20 cycles at
50 mV s�1 under 25 8C in the N2 saturated electrolyte between
0.1 and 1.2 V (vs. the reversible hydrogen electrode, RHE). The
CV curves for the Pt/C and Pt-M2O3/C (M = Gd, Y) catalysts are
shown in Figure 4. It is clear that the shape of the CV curves of
the as-prepared Pt/C and Pt-M2O3/C (M = Gd, Y) are basically
the same with well-defined peaks associated to hydrogen ad-
sorption and desorption in the Hupd (underpotential deposi-
tion) region. The Pt active surface calculated from the Hupd sur-
face for Pt/C, Pt-Gd2O3/C and Pt-Y2O3/C was 1.12, 1.31, and
1.24 cm2, respectively. Three hydrogen desorption/adsorption

Figure 3. a) Pt 4f XPS spectra and deconvolution of the different Pt oxida-
tion states for the Pt/C, Pt-Gd2O3/C, and Pt-Y2O3/C samples. b) Gd 4d XPS
spectra for the Pt-Gd2O3/C sample. (c) Y 3d XPS spectra for the Pt-Y2O3/C
sample. Measurements acquired using a MgKa X-ray source.

Table 2. Pt 4f7/2 binding energies [eV] , oxidation state of Pt, and atomic
Pt:M ratio in the Pt/C and Pt-M/C catalysts, obtained from the XPS data.

Pt/C Pt-Y2O3/C Pt-Gd2O3/C

Pt0 71.18 (69 %) 71.23 (67 %) 71.26 (68 %)
Pt2+ 72.43 (31 %) 72.4 (33 %) 72.48 (32 %)
atomic Pt:M ratio – 39:61 50:50
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peaks located in the Hupd region can be observed for all the
catalysts. However, those belonging to Pt/C are sharper as
compared to the peaks for the Pt-M2O3/C (M = Gd, Y) samples
(framework 1 and 2 in Figure 4). Additionally, it seems that the
intensity of the hydrogen desorption peaks is affected by the
presence of rare-earth elements. This testifies that the balance
between the facets composing the surface of NPs is modified.
A significant increase in the intensity of the desorption peak
centered at ca. 0.255 V vs. RHE can be notably observed with
Pt-Y2O3/C and Pt-Gd2O3/C catalysts. In agreement with the liter-
ature,[37] thus assessing that an increase of (100) sites is ob-
served. Additionally, a decrease in the intensity of the hydro-
gen desorption peak centered at ca. 0.2 V (vs. RHE) can be ob-
served for Pt-Y2O3/C and Pt-Gd2O3/C samples. This peak is com-
monly associated with the presence of defective (110)
planes.[38] All the catalysts show a similar double-layer behavior.
Besides, oxide reduction peak on the Pt-Y2O3/C can be ob-
served at more positive potentials than those for Pt/C and Pt-
Gd2O3/C (framework 3 in Figure 4), implying that the adsorp-
tion of OH on Pt site takes place at higher potential on the Pt-
Y2O3/C catalyst. This might be beneficial for the O2 adsorption
at lower overpotential and may lead to an enhancement of
ORR kinetics.[39, 40]

CO was electrochemically adsorbed at 0.1 V (vs. RHE) on all
samples. CO stripping was carried out and the results for Pt/C
and Pt-M2O3/C (M = Gd, Y) are shown in Figure 5. For all cata-
lysts, the CO oxidation displayed two peaks, denoted as
peaks 1 and 2. In fact, this multi-peak CO stripping has been
reported for Pt(100), Pt(111), and Pt(poly) electrodes as well as
for Pt-based NPs on a carbon substrate.[41–46] Such a multiplicity
of peaks can be related to dosing potential, particle size, NPs
agglomeration, surface structure effects, and substrate ef-
fects.[47, 48] In this case, the main reason for such a phenomenon
can be related to CO oxidation on different surface Pt sites. It
was reported that the formation of pre-peaks and multi-peaks
in CO stripping is largely associated with the surface structure
of Pt NPs.[44–46] The Pt NPs without faceting give a single CO
oxidative peak. However, Pt NPs with enhanced faceting oxi-

dize CO on different Pt sites, thus leading to multiple oxidation
peaks.[37, 49] According to the literature,[46] peak 1 is related to
CO oxidation on (100) preferentially oriented domains whereas
peak 2 is associated with the reaction on (111) sites. The addi-
tion of Y and Gd leads to changes in the intensity ratio of the
two CO oxidation peaks. This implies that the balance between
the facets in the NPs synthesized in this work is broken. This is
fairly in agreement with conclusions drawn from voltammo-
grams recorded in supporting electrolyte. The Pt active surface,
calculated from the CO-oxidation peak area, is 1.25, 1.38 and
1.35 cm2 for the as-prepared Pt/C, Pt-Y2O3/C and Pt-Gd2O3/C
catalysts, respectively. It can also be observed that the CO-oxi-
dation peaks for Pt-M2O3/C (M = Gd, Y) are slightly larger in
half-wave width respect to that for Pt/C. The presence of Y or
Gd leads to a slight broadening of CO oxidation peaks. This re-
lates slight changes in adsorption energy levels of CO on Pt
and can be associated with the presence of yttrium or gadoli-
nium oxide weakly interacting with Pt sites. Additionally, the
slight shift of CO oxidation peaks towards higher potentials
observed with Pt-Y2O3/C and Pt-Gd2O3/C catalysts may be relat-
ed to the different size of platinum NPs[50] and is in fair agree-
ment with the TEM data.

The ORR activity of these catalysts was investigated by the
rotating disk electrode (RDE) technique using rotating rates of
400, 900, 1600, and 2500 rpm at a scan rate of 5 mV s�1 from
1.0 to 0.2 V (vs. RHE) in the O2-saturated electrolyte, as shown
in Figure 6. In the Tafel plot (see inset), the ORR activity of
these catalysts shows the following order : Pt-Y2O3/C>Pt/C>
Pt-Gd2O3/C. This sequence corresponds to the onset potential
of the oxide reduction peak observed in the CVs (see Figure 4.)
For the as-prepared samples, the half-wave potentials are:
0.86, 0.84, and 0.83 V (vs. RHE) for Pt-Y2O3/C, Pt/C, and Pt-
Gd2O3/C, respectively. The kinetic current (jk) was calculated
using the Koutecky–Levich (K–L) equation [Eq. (2)]:[51]

1
j
¼ 1

jk
þ 1

jd
¼ 1

jkþ
þ 1

BCow1=2
ð2Þ

Figure 4. CVs of the Pt/C and Pt-M2O3/C (M = Gd, Y) catalysts at a scan rate
of 50 mV s�1 at 25 8C in N2-saturated 0.5 m H2SO4. The current density is nor-
malized to the geometric surface of the electrode.

Figure 5. Voltammograms obtained for the Pt/C and Pt-M2O3/C (M = Gd, Y)
catalysts at a scan rate of 5 mV s�1 in an N2-saturated 0.5 m H2SO4 solution.
The current density is normalized to the geometric surface of the electrode.
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where jk and jd refer to the kinetic and diffusion current densi-
ties. For B = 0.62 nFD2/3 n�1/6, n is the number of electrons, F is
Faraday’s constant, D is the diffusion coefficient of O2 in 0.5 m

H2SO4 (1.8 � 10�5 cm2 s�1), and n is the kinematic viscosity
(0.010 cm2 s�1). C0 is the concentration of molecular oxygen
(1.13 � 10�6 mol cm�3),[52] w the RDE rotating speed. The
number of electrons transferred for the as-prepared catalysts
varies from 3.71 to 3.91 (cf. Table 3) for the obtained catalysts
in this work. The use of as-prepared Pt-Gd2O3/C catalysts leads
to a small number of electrons transferred per O2 molecule (i.e.
3.71). This could be associated with a change in the adsorption
mode of O2 molecule at platinum sites leading to an increased
formation of hydrogen peroxide during the reduction pro-
cess.[53] This can be explained by a geometric effect of gadolini-
um oxide on platinum. After heat treatment of Pt-Gd2O3/C at
100 8C under a H2/N2 atmosphere, noted as (H-T) Pt-Gd2O3/C,
one can note that the number of electrons transferred per O2

molecule increases up to 3.99. The heat treatment is responsi-

ble for modifying the surface structure of NPs thus modifying
the geometric effect.

The Tafel plots (inset in Figure 6) indicate that the reaction
pathway and the rate-determining steps are similar for all the
catalysts studied in this work, since there is actually no relevant
variation in the Tafel slope which is about 84, 79, 82, and
85 mV dec�1 for Pt/C, Pt-Y2O3/C, (H-T) Pt-Gd2O3/C, and Pt-
Gd2O3/C, respectively. The electrochemically active surface area
(ESA) determined for all the catalysts is listed in Table 3. These
values are fairly in agreement with the TEM data.

The specific activities (SAs) and mass activities (MAs) of all
the catalysts, determined at 0.9 V (vs. RHE) on an RDE at
900 rpm, are shown in Figure 7 (a) and Table 3. It is evident
that Pt-Y2O3/C has the highest SA (ca. 54.3�1.2 mA cm�2

Pt) and
MA (ca. 23�0.5 mA mg�1

Pt) among the as-prepared catalysts.
When the SA and MA were normalized by the values of the as-
prepared Pt/C catalyst, as shown in Figure 7 (b), it demon-
strates that the SA and MA of ORR in case of as-synthesized
Pt-Y2O3/C powder are respectively 1.3-, and 1.6-fold higher
than the Pt/C catalyst. However, the as-prepared Pt-Gd2O3/C
catalyst shows lower ORR catalytic activity than the as-pre-
pared Pt/C catalyst, demonstrating both the positive and nega-
tive effect of the rare earth metal atoms. In fact, although Y
and Gd atoms belong to the rare earth elements, their physi-

Figure 6. Linear-sweep voltammograms recorded in an O2-saturated 0.5 m

H2SO4 electrolyte at a rotating speed of 900 rpm at room temperature. Scan
rate: 5 mV s�1. Inset : Tafel plots extracted from the data of the linear sweep.
The current density is normalized to the geometric surface of the electrode.

Table 3. Electrochemically active surface area (ESA), surface specific activ-
ity (SA), mass specific activity (MA) (at 0.9 V vs. RHE), and number of elec-
trons transferred per O2 molecule for all the catalysts.[a]

Sample ESA
[m2 g�1

Pt]
SA
[mA cm�2

Pt]
MA
[mA mg�1

Pt]
n

Pt/C 35.5 41.1�0.6 14.4�1.2 3.91
Pt-Y2O3/C 48.6 54.3�1.2 23.1�0.5 3.85
Pt-Gd2O3/C 52.7 34.3�3.7 13.4�3.2 3.71
(H-T)[b] Pt-Gd2O3/
C

31.4 53.0�0.7 18.2�0.5 3.99

[a] The Pt active surface was calculated from CO stripping measurements
while the Pt mass was evaluated from the ICP data. [b] H-T: heat-treated.

Figure 7. SA (mA cm�2
Pt) and MA (mA mg�1

Pt) (a) and normalized SA and MA (b) for all the catalysts. The results are calculated from the linear-sweep data at
900 rpm and 0.9 V (vs RHE). The real Pt surface area is calculated from the CO oxidation peak surface during CO stripping, and the Pt mass is evaluated from
the ICP results.
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cal-chemical properties might differ from each other. Thus, it is
possible to assume that platinum atoms on Pt-Y2O3/C are dif-
ferent from those of Pt-Gd2O3/C, and thus leading to different
catalytic behavior. To evaluate the catalytic activity at the ex-
perimental temperature (80–100 8C) of low-temperature
PEMFCs,[27] the obtained catalysts were heat-treated at 100 8C
under N2/H2 for 2 h. After such a heat treatment, the catalytic
activity of the Pt/C and Pt-Y2O3/C catalysts remained basically
unchanged. Nevertheless, as shown in Figures 7 (a),(b), the SA
and MA of Pt-Gd2O3/C were about 52.6�0.7 mA cm�2

Pt and
about 18.2�0.5 mA mg�1

Pt, respectively, enhanced 1.3-fold
with respect to the as-prepared Pt/C catalysts. Moreover, after
the treatment, the half-wave potentials for Pt/C and Pt-Y2O3/C
remained unchanged while that for Pt-Gd2O3/C was shifted to
0.85 V. This implies that the surface diffusion of Gd on Pt-
Gd2O3/C sample might be temperature dependent.[54] Recently,
McGinn and co-worker reported the synthesis and catalytic ac-
tivity of Pt-Y2O3 NPs supported onto Vulcan XC-72R substrate
for ORR.[20] Such a Pt-Y2O3/C catalyst was prepared by classical
co-reduction chemical route and was applied as catalyst for
ORR in the similar condition used in this work. However, the
ORR catalytic activity at 0.75 V (vs. RHE) on their catalyst (ca.
ESA = 51.6 m2 g�1

Pt, SA = 411 mA cm�2
Pt, MA = 212 mA mg�1

Pt)
was lower as compared to the ORR activity obtained on our
catalysts. This means that the obtained Pt-Y2O3/C catalysts via
W/O are advantageous over those reported. It should also be
noted that the Pt-M2O3 (M = Gd, Y) NPs as-prepared in both
works are not evidently alloyed, showing that the direct chemi-
cal reduction route is not so efficient to change the oxidation
state of Y3+ to Y0. Besides, Nishanth et al.[21] also reported the
ORR activity of carbon supported (Vulcan XC-72R) Pt-Y(OH)3

NPs prepared via co-reduction route. However, the particle
size, electronic structure of Pt skin, surface specific and mass
activity for ORR for such a catalyst were not further reported.

According to XPS and XRD data, the formation of platinum
NPs decorated with highly oxidized Y or Gd clusters is respon-
sible for modifying the adsorption energy of OH on Pt sites.
This is beneficial for O2 adsorption at lower overpotentials,
thus explaining the enhanced ORR kinetics. This change in OH
adsorption energy may be related to surface structural
changes affecting the platinum NPs in the presence of Gd or Y
oxide.

3. Conclusions

Pt-M2O3 (M = Gd, Y) NPs on a carbon substrate (Vulcan XC-72)
were synthesized via the water-in-oil chemical route and then
investigated for use in the ORR. ICP and TGA studies revealed
the stoichiometric composition and metal loading of the cata-
lysts on the substrate. The microstructure of the Pt-M2O3 (M =

Gd, Y) catalysts was investigated by XRD, TEM and XPS. The as-
prepared Pt-Y2O3/C catalyst showed a high activity towards the
ORR (SA = 54.3�1.2 mA cm�2

Pt and MA = 23.1�0.5 mA mg�1
Pt

at 0.9 V vs. RHE), whereas the ORR activity of the Pt-Gd2O3/C
catalyst was lower than that of the Pt/C catalyst. After heat-
treatment at 100 8C under a H2/N2 atmosphere, the SA and MA
values on the Pt-Y2O3/C catalyst (at 0.9 V vs. RHE) remained

almost unchanged, whereas those on the Pt-Gd2O3/C catalyst
were enhanced to SA = 53.0�0.7 mA cm�2

Pt and MA = 18.2�
0.5 mA mg�1

Pt (at 0.9 V vs. RHE). Therefore, both Pt-Y2O3/C and
Pt-Gd2O3/C could be promising cathode catalysts in PEMFCs.
The enhancement of the ORR activity on Pt-M2O3/C (M = Gd, Y)
can be attributed to the formation of platinum NPs decorated
with highly oxidized Y or Gd clusters, which are responsible for
modifying the adsorption energy of OH at the Pt sites, leading
to an enhanced ORR kinetics. This modification can be related
to surface structural changes of platinum NPs generated by
the presence of Y or Gd oxides. Consequently, the geometric
effects of Y or Gd oxide on platinum NPs, as well as their impli-
cations on the ORR kinetics, have been demonstrated in this
study and may pave the way towards novel substrate design.

Experimental Section

Synthesis of Pt/C and Pt-M2O3/C (M = Gd, Y) Catalysts by the
Water-in-Oil Route

NPs were synthesized by realizing two water-in-oil microemulsions.
The two microemulsions contained 5.60 mL of Brij30 (provided by
Sigma–Aldrich) as emulsifier, 1 mL ultrapure water (Milli-Q, Milli-
pore), and 27.35 mL n-heptan (by Sigma–Aldrich) as the oil phase.
In the aqueous phase of the first microemulsion, reliable amounts
of yttrium trichloride (99.9 %, ACS reagent), gadolinium trichloride
(99.9 %, ACS reagent) and sodium hexa-chloroplatinate (99.9 %,
ACS reagent), purchased from Alfa Aesar, were dissolved. For the
synthesis of the Pt-Y2O3 material, 9.8 mg of YCl3 and 84.3 mg of
Na2PtCl6 were used. For the synthesis of the Pt-Gd2O3 nanomateri-
als, 15.8 mg of GdCl3 and 78.7 mg of Na2PtCl6 were used. 114 mg
of reducing agent (NaBH4, 99 % by Acros Organics) were dissolved
in the aqueous phase of the second micro-emulsion. The mixture
of the two micro-emulsions led to the formation of NPs. Finally,
Vulcan XC-72 (Cabot), preliminary heat-treated at 400 8C under a ni-
trogen atmosphere for 2 h, was added to the solution and dis-
persed under magnetic stirring for 2 h. The final mass metal load-
ing of the catalysts was 20 wt %. The supported catalysts were sep-
arated, washed several times with acetone and ultrapure water to
eliminate excess of surfactant molecules, and finally dried over-
night in an oven at 60 8C. The heat-treated samples were obtained
under H2/N2 (5 % H2 in N2, Air Liquide) at 100 8C for 2 h.

Physical Characterization of the Pt/C and Pt-M2O3/C (M = Gd,
Y) Catalysts

XRD measurements of the catalyst powders were carried out on an
EMPYREAN PANALYTICAL X-ray diffractometer using CuKa radiation
(l= 0.15406 nm). The XRD spectra were obtained at high resolu-
tion using the step-scanning mode, a narrow receiving slit (1/168),
and a counting time of 240 s per 0.058. Scans were recorded in the
range of 208–958. The phase was identified by referring to the
Joint Committee on Powder Diffraction Standards International
Center for Diffraction Data (JCPDS-ICDD) database. Diffraction
peaks were simulated using the Fytik free software. Simulations
were performed according to a previously reported procedure.[31]

The nanoparticle size of the Pt/C and Pt-M2O3/C (M = Gd, Y) cata-
lysts was evaluated by TEM on a JEOL microscope (JEM-2001). The
samples were dispersed in ethanol, then a drop of such a solution
was placed on a copper grid covered by carbon film and the etha-
nol was evaporated. For all the catalysts, the diameter of particle in
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TEM images was evaluated by the ImageJ software. Particle-size-
distribution histograms were done by counting 300 particles in dif-
ferent TEM images.

The composition of the samples was evaluated by ICP and energy-
dispersive X-ray (EDX), equipped within the TEM microscope. The
metal loading for all the samples was investigated by TGA from 25
to 800 8C under air. The resist sample was maintained at 200 8C for
2 h to reduce the Pt and M (M = Y, Gd) oxides.

Photoemission data were acquired in a custom-designed ultrahigh
vacuum (UHV) system equipped with a VG MK II Escalab electron
analyzer, working at a base pressure of 10�10 mbar. Core-level pho-
toemission spectra (Pt 4f, Y 3d and Ga 4d, pass energy 20 eV) were
taken at room temperature in normal emission using a non mono-
chromatized Mg anode. Powder samples were suspended in etha-
nol and drop-casted on a conductive carbon tape. After drying in
air, the samples were introduced in the UHV system, outgassed for
1 h, and finally analyzed. There was no evidence for charging.
Spectrometer energy calibration was carried out using a gold
sample (Au 4f at 84 eV).

The stoichiometric composition of all the obtained catalysts was
analyzed on an ICP-OES (Optima 2000 DV, PerkinElmer). The metal
loadings of all the obtained catalysts were analyzed on a TGA in-
strument (SDT Q600, TA Instruments). The sample was heat-treated
from 25 to 800 8C under air (Air Liquide) with a temperature in-
creasing rate of 5 8C min�1 and maintained at 800 8C under N2

(99.99 %, Air Liquide) for 1 h.

Electrode Preparation and Electrochemical Measurements

All the chemicals used in this work were of analytical grade (Alfa
Aesar). The glassy carbon (GC) electrode (3 mm diameter) used as
the working electrode (WE) was previously polished using alumina
mixed with ultrapure water (MilliQ, Millipore). 10 mg catalyst was
added into 0.25 mL of a Nafion solution (5 wt %, Aldrich) and
1.25 mL ultrapure water to obtain the ink. 3 mL ink was deposited
onto the WE surface, which was dried under Ar (99.99 %, Air Liq-
uide). The reproducibility of this method has been reported previ-
ously.[55, 56] About 52 mg cm�2 of metal was loaded onto the WE sur-
face. Electrochemical measurements were recorded on an Autolab
Potentiostat/Galvanostat and performed in a standard three-elec-
trode electrochemical cell. The RDE technique was applied to
study the ORR activity. The counter electrode (CE) and reference
electrode (RE) were, respectively, a GC plate and an RHE. A 0.5 m

H2SO4 solution was used as the electrolyte. The WE surface was
firstly electro-cleaned by cycling at 50 mV s�1 between 0.05 and
1.2 V (vs. RHE) until stable cyclic voltammograms (CVs) were ob-
tained. The real Pt surface area was determined via CO stripping
by absorbing CO (99.9 %, Air Liquide) at 0.1 V (vs. RHE) in a CO-sa-
turated electrolyte for 10 min. Then, CVs at a scan rate of 5 mV s�1

were performed in an N2-saturated medium (99.9 %, Air Liquide),
from 0.05 to 1.2 V (vs. RHE). The ORR activity was measured by
linear sweeps at 5 mV s�1 from 1.0 to 0.1 V (vs. RHE) in an O2-satu-
rated (99.9 %, Air Liquide) electrolyte.
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A B S T R A C T

Carbon supported palladium nanostructures were synthesized via the carbonyl chemical route.
Compared with nanostructured platinum, prepared via carbonyl chemical route, Pd nanomaterials
showed mass-loading morphology, whereas particle size and morphology of Pt nanostructures was
constant. The oxygen reduction reaction (ORR) on nanostructured Pd, with different morphology in both
acid and alkaline medium was investigated. A relationship, based on X-ray diffraction structural analysis
pattern, transmission electron microscope, with the Pd morphological effect on ORR activity was
identified.
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1. Introduction

Among platinum group metals, palladium-based cathode
catalysts for low-temperature fuel cell received lots of attention
because of their catalytic performance towards the oxygen
reduction reaction (ORR) [1–4]. However, the development of
Pd-based catalysts is a great challenge, since the control of
morphology for such nano-materials is still under investigation.
The Pd-based nanomaterials prepared via a direct reduction of Pd
salts usually produces agglomerations [5]. Strong binding surfac-
tants, e.g. the trialkyphosphines, 1-alkanethiols, have been used to
prevent agglomeration of nanostructured Pd NPs [6–9]. On one
hand, the nanostructured Pd morphology can be tailored by using
organic surfactants; on the other hand, these surfactants, strongly
bonded to Pd NPs surface, are difficult to be removed, thus
preventing the contact between the active catalytic sites with the
species, hence reducing the catalytic activity. Therefore, many
works focused on the synthesis of “clean” surface of Pd nano-
materials via various chemical routes [10–12]. In addition, it is well
known that the morphology significantly impact the catalytic
activity of Pd catalysts [13,14]. Abruña et al. reported, an enhanced
* Corresponding author. Tel.: +33 5 4945 3625; fax: +33 5 4945 3580.
E-mail address: Nicolas.Alonso.Vante@univ-poitiers.fr (N. Alonso-Vante).

http://dx.doi.org/10.1016/j.electacta.2015.05.140
0013-4686/ã 2015 Elsevier Ltd. All rights reserved.
ORR activity on Pd nanorods (NRs) with respect to NPs, prepared
via the same procedure [14], indicating that ORR activity of Pd
nanomaterials should be highly dependent on the morphology.

Herein, we report the synthesis of Pd nanomaterials via
carbonyl chemical route. This latter was selected based on the
following reasons. Previous works demonstrated that this method
is powerful to control the size (ca. 2–5 nm) and morphology of
Pt-based NPs without surface faceting (spherical NPs) [15,16]. The
particle size and morphology are controlled via the formation of
clusters di-anions [Pt3(CO)6]n2� under CO atmosphere, which then
decompose and release Pt NPs [15,16]. Likely, this carbonyl
chemical route should also allow for the formation and decompo-
sition of [Pdx(CO)y]n2� clusters [17]. Methanol is used as solvent
during the synthesis via the carbonyl chemical route. Pd NPs
surface is free of surfactants and thus “clean”. To best of our
knowledge, no work done on the use of carbonyl route to tailor Pd-
based nanomaterials supported on carbon substrate has been
reported. Therefore, in order to develop a reliable synthetic
method, a systematic study on the comparison of nanostructured
Pt and Pd, tailored via carbonyl chemical route was necessary. As
reported in this work, different Pd morphologies derived from the
same synthetic procedure of carbonyl chemical route led us to
study its effect on the ORR activity in acid (0.1 M HClO4), and
alkaline (0.1 M KOH) media, compared with the performance of a
reference commercial Pd catalyst.

http://crossmark.crossref.org/dialog/?doi=10.1016/j.electacta.2015.05.140&domain=pdf
mailto:Nicolas.Alonso.Vante@univ-poitiers.fr
http://dx.doi.org/10.1016/j.electacta.2015.05.140
http://dx.doi.org/10.1016/j.electacta.2015.05.140
http://www.sciencedirect.com/science/journal/00134686
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2. Experimental

2.1. Synthesis of Pd nanomaterials via carbonyl chemical route

The nanosized Pd/C catalysts were prepared via a Pd-carbonyl
chemical route. Briefly, K2PdCl6 (Alfa-Aesar, 99.9%) and the sodium
acetate (Alfa-Aesar, 99.9%) were used as precursors. These
precursors were dissolved in methanol (VMR, 99.9%), reacting
with CO (99.99%, Air Liquide) in ice bath (ice-water mixture, ca.
2 �C) for 2 h. Thereafter, carbon substrate was added into the
solution at room temperature under N2 (99.99%, Air Liquide).
153.6 mg K2PdCl6 with 231.6 mg sodium acetate were dissolved in
25 mL CH3OH in 50 mL two-neck flask, and flushed with N2 for
20 min. Then, the system, in ice bath, was exchanged to CO
atmosphere for 2 h under continuous stirring. The colour of the
solution turned instantaneously from orange to black-brown
during the reaction. The ice bath was removed, and for each
synthesis 450, 200, 117 or 75 mg carbon (Vulcan XC-72) was added
under N2 atmosphere. The system was under N2 for 12 h under
continuous stirring at room temperature. The solvent was
evaporated at 80 �C. The black powder was filtrated and rinsed
by ultra-pure water (Milli-Q, Milipore) at least three times. Finally,
the powder was dried at 60 �C under air overnight. The generated
carbon (Vulcan XC-72) supported Pd with metal mass-loadings of
ca. 11.5, 14.7, 27.1 and 38.5 wt% (cf. Table 2), are noted respectively
as Pd/C-1, Pd/C-2, Pd/C-3 and Pd/C-4.

2.2. Physical characterizations

The Pd mass-loading of catalysts were determined by
thermogravimetric analysis (TGA). The sample was heat-treated
under air flux (Air Liquide) at a heating rate of 5 �C per minute, from
25 to 850 �C and kept at 850 �C for 30 min. The morphology of the
nanomaterials was investigated by transmission electron micros-
copy (TEM) on a JEOL (JEM-2001) microscope. The particle size was
estimated on 100 isolated particles using the free software
“ImageJ”. The powder X-ray diffraction (pXRD) was performed
on an Empyrean Panalytical X-ray diffractometer using Cu-Ka
radiation (l = 0.15406 nm). The pXRD patterns were obtained,
using high resolution, with step-scanning mode, slit at 1/16�, and
counting time of 240 s/0.05� in the range of 20–95�. Using the Joint
Committee on Powder Diffraction Standard International Centre
for Diffraction Data (JCPD-ICDD), the structural phase in pXRD
pattern was identified. Prior to analysis of pXRD patterns of Pd/C
catalysts, XRD patterns for XC-72 was used to calibrate the
background contribution of the supporting materials. The instru-
mental broadening was corrected by the standard pattern of LaB6.
The lattice parameter, a, of catalysts was estimated using Eqs. (1),
and (2).

dhkl ¼
l

2sinu
(1)
Table 1
Mean particle size (d/nm) and morphology (Morph.) estimated from TEM images;
crystallite size (Dv / nm) calculated via Scherrer's law based on pXRD patterns;
dispersion for Pt/C catalysts prepared via carbonyl route with 10–40 wt % Pt mass
loading. Data extracted from Ref. [21].

Pt/C (10 wt.%) Pt/C (20 wt.%) Pt/C (30 wt.%) Pt/C (40 wt.%)

d 2.0 � 0.9 2.0 � 1.0 2.0 � 0.6 1.9 � 0.7
Dv 3.9 2.5 3.3 3.3
Morph. Spherical NPs Spherical NPs Spherical NPs Spherical NPs
dhkl ¼
affiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffi

h2 þ k2 þ l2
q (2)

Where l = 0.154056 nm, u diffraction angle in radians, hkl Miller
indices, and dhkl the interplanar distance.

In this work, a, was the average value of calculations of 5 typical
diffraction peaks belonging to Pd and Pt face centred cubic (fcc).
Strain effect (e), stacking fault (a) and crystallite size (Lv) for
Pd-based catalyst were estimated based on Williamson-Hall
method, following the same calculation procedure via Eq. (3) in
our previous works [18,19].

bcosu
l

¼ k
Lv

þ Khkl

a
a þ 4sinu

l
e (3)

Where b is the full width at half-maximum (FWHM) of
diffraction peak, l = 0.154056 nm, u diffraction angle in radians, k is
the Scherrer Constant considering equal to 1, K(111) = 0.43, K
(200) = 1, K(220) = 0.71, K(311) = 0.45 and K(222) = 0.43. Therefore,
each diffraction peak was fitted with a Pearson VII function in order
to obtain the diffraction peaks up and b, equations (4)–(6).

IC ¼ Ip
ð1 þ k � D2u2Þm

(4)

D2u ¼ 2ui � 2up (5)

k ¼ 4ð21
m � 1Þ
b2 (6)

Where IC is the calculated profile intensity of a data point i in
equation (5),Ip is the peak height, 2upis the peak position, and m is
the exponential parameter in the function. The k, up, b and m were
extracted by Leverberg-Marquardt algorithm implemented in
Fityk (free software). The crystallite size (Dv) of all Pt-based
catalysts was calculated via Scherrer’s law (ignoring other effects,
e.g., strains and stacking faults).

2.3. Electrochemical measurements

The catalysts were evaluated in 0.1 M HClO4 and 0.1 M KOH
solution at 25 �C. A standard three-electrode system was used for
recording the electrochemical behaviour. The reference electrode
was a reversible hydrogen electrode (RHE), and the counter
electrode a piece of glassy carbon. The rotating disk electrode
(RDE) with glassy carbon disk (3 mm dia.) was used as working
electrode. The ink was prepared by mixing 5 mg catalysts, 40 mL
Nafion (5 wt%) and 710 mL ultra-pure water (Milli-Q, Millipore),
and ultrasonicated for 2 h. 3 mL ink was dropped at the surface of
RDE. The cyclic voltammograms (CVs) were recorded at scan rate of
50 mV s�1 in N2-saturated electrolyte, from 0.05 to 1.2 V vs. RHE. A
stable CV cycle was recorded (20th cycle). For CO-stripping, the CO
was electrochemically adsorbed on the electrode surface at 0.1 V vs.
RHE for 10 min in the CO-saturated electrolyte, followed by 2 cycles
of CV at 5 mV s�1 in N2-saturated electrolyte. The polarization
curve of oxygen reduction reaction was recorded via linear sweep
voltammograms (LSVs) at a scan rate of 5 mV s�1 in O2-saturated
electrolyte, from 1.0 to 0.2 V vs. RHE, on RDE with rotating speed of
400, 900, 1600 and 2500 rpm (cf. Fig. S1 in supplementary
content). The kinetic current was calculated with the Koutecky-
Levich (K-L) Eq. (7) [20]:
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1
j
¼ 1

jk
þ 1
jd

¼ 1
jk
þ 1

BC0v1=2
(7)

Where j is the current density, jk the kinetic current density, jd
the diffusion current density, C0 the concentration of molecular
oxygen, v the angular rate of rotating disk electrode. A linear fitting
of j�1 vs. v�1/2 Eq. (7), jd can be thus obtained from the slope and
v1/2. And jk could be derived, using Eq. (5). n, the number of
electrons, was calculated from the slope, given B = 0.62nFD2/3n�1/6,
where F Faraday’s constant, D the diffusion coefficient of O2 and n
the kinematic viscosity. The active surface area (cm2) was
calculated by the coulometry of the hydrogen under potential
deposition (Hupd) in 0.1 M HClO4 and by the CO oxidation peak
surface in 0.1 M KOH, using a charge of 210 and 420 mC cm�2,
respectively. The electrochemical surface area (ECSA), ORR specific
activity (SA), and mass activity (MA) were defined in Eqs. (8)–(10).

ECSA ¼ Active surface
Pd mass

(8)

SA ¼ Kinetic current
Active surface

(9)

MA ¼ Kinetic current
Pd mass

(10)

3. Results and discussion

The modified carbonyl chemical route for Pd/C-1, Pd/C-2, Pd/C-
3 and Pd/C-4 with a corresponding Pd-mass-loadings (11.5, 14.7,
27.1 and 38.5 wt.%) cf. Table 2, is shown in Scheme 1. The heating
bath (used for the synthesis of Pt-based catalysts) is replaced by a
cooling bath to gently form the nanostructured Pd from
[Pdx(CO)y]n2� clusters. Using the carbonyl chemical route, previous
works in our group showed that spherical morphology and similar
particle size of Platinum were present on carbon (Vulcan XC-72)
supports with a metal mass loading varying from 10 to 40 wt.%,
Fig. 1A and Table 1 [16,21]. One can observe spherical platinum
Scheme 1. Comparison of synthesis for Pt- and 
particles homogeneously dispersed onto carbon substrate with a
similar particle size (d) by TEM. However, the crystallite size (Dv),
varies from ca. 2.5 to 3.9 nm, hence slightly higher than d values.
This might be due to some agglomeration of Pt NPs. It can be
concluded that Pt NPs supported on carbon substrate, possess
similar size and morphology with the loading from 10 to 40 wt.%.

TEM images for Pd/C-1, Pd/C-2, Pd/C-3 and Pd/C-4 samples are
depicted in Fig. 1B-E. Unlike Pt-based nanomaterials, Pd samples
show various morphologies, depending on the metal mass-
loading. NPs in Pd/C-1 are highly agglomerated on carbon substrate
(cf. Fig. 1B), and many particles with a diameter higher than 10 nm
can be found (Fig. 1B). The mean particle size (d), based on
50 isolated particles from TEM images, is ca. 18 � 6 nm. For Pd/C-2,
large amount of Pd NWs can be observed, see Fig. 1C, forming a
layer-like structure and well-dispersed on carbon substrate. Few
agglomerated NPs can be also found in the sample (not shown
here). The diameter of NWs is about ca.13 � 4 nm, and length varies
from ca. 18 to 50 nm, based on the analysis of 30 isolated NWs. Pd
NRs with length of ca. 6–8 nm and diameter of 2.8 � 0.7 nm, seen in
Fig. 1D, are dispersed on the supporting material in Pd/C-3 sample,
mixed with small amount of Pd NPs (d = 2.6 � 0.5 nm). In Pd/C-4,
the NPs are almost all agglomerated (Fig. 1E), forming a network-
like and porous structure (Fig. 1E) on carbon substrate. Compared
with Pt-based catalysts, the morphology of nanostructured Pd via
carbonyl route varies depending on the metal mass loading.

In order to obtain the detailed morphological information for
Pd/C catalysts, further analyses on particle diameter (d) and length
(L) are represented in Fig. 2. For Pd/C-1, although a large amount of
NPs are agglomerated, the analysis based on isolated NPs showed
that d/L is nearly 1 (1.0 � 0.4), indicating spherical NPs. Analysing
isolated NWs in Pd/C-2, the d/L ratio decreases to
0.5 � 0.2 supporting the formation of NWs. It should be noted
that, the length of isolated NWs is shorter with respect to those in
the layer-like structure. One can observe from TEM images (Fig. 1C)
that some NWs in the layer grow to more than 50 nm. As linked to
each other, it is impossible to estimate the exact dimensions of
NWs in the layer-like structure. Concerning Pd/C-3, this value is
0.6 � 0.1, corresponding to the dimensions of NRs discussed before.
For Pd/C-4, it is very difficult to calculate particle dimensions, since
all NPs are agglomerated.
Pd-based nanomaterials via carbonyl route.



Fig. 1. TEM images for (A) Pt/C sample with metal mass-loading varying from 10 to
40 wt%, (B) Pd/C-1, (C) Pd/C-2, (D) Pd/C-3 and (E) Pd/C-4 catalysts.
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The pXRD patterns of Pd/C catalysts show five typical Pd face-
centred cubic (fcc) phase: (111), (200), (220), (311) and (222), as
shown in Fig. 3A. It can be seen that the diffraction peak intensity
for carbon (002) plane emerges at 25� following a trend: Pd/C-
1 > Pd/C-2 > Pd/C-3 > Pd/C-4, corresponding to the increased se-
quence of Pd mass-loading from Pd/C-1 to Pd/C-4 samples. The
peak at 34� in Pd/C (ETEK) sample is due to the presence of PdO
(101) plane in the commercial sample [22]. By analysing the
patterns via Williamson-Hall plot, Fig. 3B, the bcosu/l value
fluctuates with 4sinu/l, where b is the integral peak width, u the
angle and l the diffraction wavelength, the peak broadening is
affected not only by the crystallite size (Lv), but also by micro-
strains (e) and stacking faults (a). The calculated lattice parameter
(a), Lv, e and a, for home-made and reference catalysts, are
summarized in Table 2.

One can notice that, for the synthesized Pd samples, the value of
the lattice parameter is very close to the reference catalyst Pd/C
(ETEK). Lv value of Pd/C-1 is slightly higher, and those of home-
made catalysts lower than that of the commercial Pd/C (ETEK). On
the other hand, a and e values of synthesized catalysts are higher
than the reference one. These facts indicate different morphology
of home-made catalysts with respect to Pd/C (ETEK). Among
home-made catalysts, the trend of Lv is: Pd/C-3 < Pd/C-2 < Pd/C-
4 < Pd/C-1, whereas a follows the opposite trend, namely, Pd/C-
3 > Pd/C-2 > Pd/C-4 > Pd/C-1. It can be found that the trend of
crystallite size is actually related to that of stacking fault. The
variation of e for the home-made catalysts from ca. 0.22% to ca.
0.37%, suggests a different trend from Lv and a.

Electrochemical behaviour of Pd/C catalysts with different
structural morphology was further analysed, and compared with
Pd/C (ETEK). Cyclic voltammograms (CVs) in acid medium are
depicted in Fig. 4 (column A). The double-layer behaviour for all
the catalysts is similar. The shape of hydrogen under potential
deposition (Hupd) region for home-made catalysts is different from,
not only among each other, but also to that of Pd/C (ETEK). The PdO
reduction peak potential differs among home-made catalysts, and
only Pd/C-3 shows a closer peak potential to the commercial one.
The surface of Hupd regions, and PdO peaks shows opposite trend to
Lv, and the same to a, suggesting that the surface electrochemistry
of Pd is controlled by the morphology in acid. In alkaline medium,
different surface adsorption behaviour can be also observed in CVs,
as contrasted in Fig. 4 (column B). As regards to the hydrogen
diffusion peak, that of Pd/C (ETEK) is centred at 400 mV vs. RHE,
whereas this peak on home-made samples is positively shifted.
The OH� adsorption peak on Pd/C (ETEK) sample is at 630 mV vs.
RHE, whereas it is positively (ex. Pd/C-4) or negatively (ex. Pd/C-1,
Pd/C-2 and Pd/C-3) shifted on home-made catalysts. The PdO
reduction peak potential for home-made catalysts is shifted to
positive (ex. Pd/C-1, Pd/C-2 and Pd/C-3) or negative (ex. Pd/C-4)
potential with respect to commercial one. The PdO reduction peak
follows the same trend to that in acid, except for Pd/C-4 whose PdO
reduction peak surface is larger than Pd/C-1, Pd/C-2 and Pd/C-3 but
smaller than Pd/C (ETEK). The complex surface electrochemical
behaviour in acid and alkaline of nanostructured generated Pd
samples might be attributed to morphological parameter, with a
consequence of the surface electronic modification. Indeed, in the
CO-stripping process, in both acid (Fig. 5A) and alkaline (Fig. 5B)
media, the CO oxidation surface process follows the same trend to
that depicted for PdO reduction. In both media, the corresponding
oxide reduction peak potential is similar between the home-made
catalyst and commercial one. The CO-oxidation peak potential, on
Pd/C-1 to Pd/C-4 catalysts is negatively shifted with respect to that
on Pd/C (ETEK), in HClO4 and KOH solutions. This phenomenon,
suggests a surface electronic modification on the home-made
samples. Again, this effect can be attributed to the different



Fig. 2. Analysis of particle diameter (d) normalized by particle length (L) based on
various TEM images for Pd/C-1, Pd/C-2 and Pd/C-3.

Table 2
Pd mass loading (Pd/wt%) from TGA results; lattice parameter (a/nm), crystallite
size (Lv/nm), strain (e/%) and stacking fault (a/%) values calculated from pXRD
patterns; particle size (d) and morphology (Morph.) estimated based on TEM
images; number of electron transfer (n), Tafel slope (|b| / mV dec�1 in the interval of
850–900 mV vs. RHE), electrochemical surface area (ECSA / m2g�1

Pd), specific
activity (SA / mA cm�2

Pd) and mass activity (MA / mA mg�1
Pd) at 850 a and 800 bmV

vs. RHE.

Pd/C-1 Pd/C-2 Pd/C-3 Pd/C-4 Pd/C (ETEK)

Pd 11.5 14.7 27.1 38.5 30
a 0.3891 0.3889 0.3891 0.3890 0.389
Lv 18 12 7 14 16
e 0.25 0.37 0.22 0.28 0.02
a 1.47 1.98 2.20 1.93 0.90
Morph. NPs NWs NRs NPs NPs
n (HClO4) 3.3 4 3.9 3.9 3.6
n (KOH) 3.5 4 4 3.9 4
|b| (HClO4) 55 66 69 61 57
|b| (KOH) 108 80 110 146 101
ECSA (HClO4) 34 55 46 20 49
SA (HClO4) 0.08 a

0.33 b
0.07 a

0.29 b
0.10 a

0.41 b
0.08 a

0.33 b
0.04 a

0.23 b

MA (HClO4) 27 a

112 b
39 a

160 b
46 a

189 b
16 a

66 b
20 a

113 b

ECSA (KOH) 12 15 21 20 28.5
SA (KOH) 0.23 a

0.60 b
0.70 a

2.75 b
0.64 a

1.56 b
0.24 a

0.47 b
0.33 a

1.04 b

MA (KOH) 27 a

72 b
105 a

412 b
134 a

328 b
48 a

94 b
94 a

296 b
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morphology and in good agreement with analysis of CVs curves, cf.
Fig. 4.

The ORR polarization curves at 900 rpm are shown in Fig. 6A.
Different rotating speeds are shown in Fig. S1 (supplementary
content). Fig. 6A shows that the half-wave potential, E1/2, of Pd/C-
3 is shifted +18 mV from Pd/C (ETEK) catalyst. E1/2 values for Pd/C-
2; Pd/C-4; and Pd/C (ETEK) are close to each other (820-830 mV/
RHE), while that for Pd/C-1 is the most negative one. The number of
electron transfer (n value in Table 2) was estimated as ca. 3.3, 4, 3.9,
3.9 and 3.6 for Pd/C-1, Pd/C-2, Pd/C-3, Pd/C-4 and Pd/C (ETEK)
sample, respectively. The reason why n value in Pd/C-1 and Pd/C
(ETEK) is low than on other samples is probably associated with the
H2O2 production in the ORR process. Mass-transfer corrected Tafel
plot in Fig. 6B shows specific activity (the kinetic current density
normalized by Pd active surface), in the interval of 900–850 mV vs.
RHE. Pd/C-3 and Pd/C (ETEK) have the highest and lowest specific
activity (SA), respectively. The Tafel slope (b) in this interval, listed
in Table 2, of Pd/C-2 and Pd/C-3 was the highest, namely, 66 and
69 mV dec�1, followed by b value on Pd/C-4, of ca. 61 mV dec�1,
whereas, that of Pd/C-1 and Pd/C (ETEK) decreased to ca. 55 and
57 mV dec�1. This fact reflects a different ORR process on Pd/C-
1 and Pd/C (ETEK), with respect to other samples. The mass activity
at 850 and 800 mV vs. RHE in Table 2 confirmed the highest
catalytic activity towards ORR on Pd/C-2 and Pd/C-3 samples. It is
worth to compare the catalytic activity of our Pd NWs and NRs
supported on carbon with other Pd-based nanomaterials toward
ORR in acid solution. For example, the MA of PdxCoyNiz trimetallic
Fig. 3. (A) pXRD patterns of home-made catalysts. The peak at 34� is the (101) plane of 

3 and Pd/C-4 catalysts.
NPs, supported on carbon, was of ca. 2.6–3.2 mA mg�1
Pd at 0.8 V vs.

RHE [23]. Carbon supported PdCo bimetallic NPs showed an ORR
mass activity of ca. 20–170 mA mg�1

Pd at 0.8 V vs. RHE [24].
In 0.1 M KOH, Fig. 6C, E1/2 of ORR polarization curves on Pd/C-

3 is the highest potential, successively followed by Pd/C (ETEK), Pd/
C-4, Pd/C-2 and Pd/C-1. The n on Pd/C-1 is 3.5, whereas that on
other samples is close to 4. Taking the analysis of the number of
electron charge transfer in acid into account, the electron transfer
efficiency is constant or enhanced in alkaline solution. Tafel plot in
Fig. 6D shows the highest SA values on Pd/C-2 and Pd/C-3 samples,
followed by Pd/C (ETEK), Pd/C-4 and Pd/C-1 samples. As shown in
Table 2, Pd/C-2 has the lowest b value of ca. 80 mV dec�1 among all
the samples, followed by Pd/C (ETEK) with ca. 101 mV dec�1. The
Tafel slopes of Pd/C-1 and Pd/C-3 are close, namely ca. 108 and
110 mV dec�1, For Pd/C-4, b = 146 mV dec�1. The MA in Table 2
shows that the catalytic activity is enhanced on Pd/C-2 and Pd/C-
3 samples with respect to other catalysts in this work. Compared
with the catalytic activity towards ORR on nanostructured Pd in the
literature [25,26], that on Pd/C-2 and Pd/C-3 catalysts is enhanced.
PdO in the reference Pt/C (ETEK), (B) Williamson-Hall plot for Pd/C-1, Pd/C-2, Pd/C-



Fig. 4. Cyclic voltammograms, recorded at scan rate of 50 mV s�1 in N2-saturated 0.1 M HClO4 (column A) and 0.1 M KOH (column B).

776 Y. Luo et al. / Electrochimica Acta 173 (2015) 771–778



Fig. 5. CO-stripping voltammograms, recorded at scan rate of 5 mV s�1 in N2-saturated 0.1 M HClO4 (A) and 0.1 M KOH (B). The current density is normalized by geometric
surface of working electrode.

Fig. 6. (A) ORR polarization curves, recorded by linear sweep voltammograms at scan rate of 5 mV s�1 with a rotating speed of 900 rpm in O2-saturated 0.1 M HClO4, and (C)
0.1 M KOH. Mass transfer corrected Tafel plots, derived from ORR polarization curves at 900 rpm, for the catalysts in (B) 0.1 M HClO4, and (D) 0.1 M KOH.
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Considering the structural morphology, one can conclude that
the ORR mass activity on nanowire-like in Pd/C-2 and nanorod-like
in Pd/C-3 is improved, though with lower active surface area and
mass loading with respect to commercial Pd/C (ETEK) [27] in acid
and alkaline media. Highly agglomerated structures in Pd/C-1 and
Pd/C-4 prepared via carbonyl chemical route show slight or no
improvement towards ORR activity, possible due to highly reduced
Pd active surface. It is interesting to note that on home-made
catalysts, the ORR mass activity follows the same trend as the
stacking faults (a), but in opposite sequence to the crystallite size
(Lv). Pd/C-2 and Pd/C-3 is higher than Pd/C-1 and Pd/C-4,
concomitantly indicating a connection between the catalytic
activity towards ORR and the catalysts’ morphology. It is worth
to note that the different metal mass loadings were, indeed
performed through the addition of different mass of carbon
substrate with the same concentration of Pd chemical precursor
solution. Thus, it is possible that the generation of various
morphologies takes place on various nucleation sites of the
supporting material. The test on other substrates needs further
verification, and it is under current investigation in our laboratory

4. Conclusion

In this work, carbon supported Pd nanostructures were
prepared via carbonyl chemical route generating various mor-
phologies according to the mass loading, as revealed by TEM
images. The obtained Pd catalysts were compared with Pt NPs
catalysts, prepared via the same carbonyl chemical route, resulting
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in similar particle size and morphology. The surface electrochem-
istry in acid and alkaline media as well as the ORR, combined with
the analyses of pXRD patterns, it comes out that the morphological
effect has a positive impact towards the electrocatalytic ORR
process, as compared with carbon supported reference catalyst.
This study paves the way to better control the morphology changes
induced by the chemical synthetic route via carbonyl, on the one
hand; on the other hand the substrate’ nature variation can shed
light onto the nucleation process leading to morphological changes
of the catalytic centres.
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In this  study,  mixed-oxides  of  Ti1−xWxO2 (0  ≤  x ≤ 0.3)  nanomaterials  have  been  synthesized  via  a  multistep
sol–gel process.  The  effect  of  W doping  on  the  anatase  structure  and  on  the electrical  conductivity  of  the
material  was  investigated.  Photo-electrochemical  action  spectra  and  UV–vis  spectroscopy  were  used  to
determine  the  bang-gap  energy  of the  mixed-oxides.  The  electrochemical  stability  of  these  materials  was
also investigated  before  they  were  tested  as substrate  for  platinum  nanocatalysts  for  oxygen reduction
eywords:
iO2

ol–gel

reaction.  The  metal  was  deposited  onto the  support  either  via  the  chemical  route  (carbonyl  method)  or
via UV-irradiation.

© 2013 Elsevier B.V. All rights reserved.
hotoelectrochemistry
RR
ubstrate

. Introduction

The widely used conventional support of Pt-based catalyst is car-
on black (Vulcan XC-72). This latter, in low temperature fuel cells,

s known to undergo electrochemical oxidation to surface oxides
pecies and to CO2 [1]. As carbon corrodes, noble metal nanoparti-
les on carbon black will detach from the electrode or aggregate to
arger particles resulting in Pt surface area loss, which subsequently
owers the performance of PEMFCs [2]. Therefore, many efforts have
een made to search for new catalyst supports [3]. Metal–metal
xide catalysts have been investigated as possible co-catalysts that
re believed to operate via the bifunctional mechanism [4–6]. Tung-
ten oxide has been considered as a support material for fuel cell
atalysts [7,8]. Titania, a widely used catalyst support [9], is known
o enhance the activity in many cases due to the strong interac-
ion between the active phase and the support [10]. In most of
hese oxides the metal is in its highest oxidation state and these

aterials are large-gap semiconductors. However, these oxides can
e partially reduced [11] or doped with other metal cations [12],
esulting in metal-like oxides. TiO2 can be doped with other cations

o prepare Ti1−xMxO2, where M is a metal from group V or greater.
ence, doped TiO2 has the possibility of being both electrically con-
ucting and kinetically stable in aqueous acid or alkaline media

∗ Corresponding author. Tel.: +33 54945 3625; fax: +33 54945 3580.
E-mail address: nicolas.alonso.vante@univ-poitiers.fr (N. Alonso-Vante).

1 Present address: Institute of Technical Thermodynamics/Electrochemical
nergy Technology, German Aerospace Center (DLR), Pfaffenwaldring 38-40, 70569
tuttgart, Germany.

926-3373/$ – see front matter ©  2013 Elsevier B.V. All rights reserved.
ttp://dx.doi.org/10.1016/j.apcatb.2013.10.012
within a large electrode potential interval. The heteroatoms can be
incorporated as a substituent of the titanium ion [13] or as an inter-
stitial ion [14] of the titania lattice, or a surface-bound species, e.g.,
the surface wolframyl groups [15]. Depending on the nature and/or
the history of sample preparation, the mode of incorporation of the
heteroatom can change and, hence, the physical properties and the
performances.

Various deposition techniques are available for the preparation
of TiO2 samples (powder or thin films), namely, magnetron sputter-
ing [16], sol–gel [17], hydrothermal [18], chemical vapor deposition
[19] or pulsed laser deposition [20]. Among them, sol–gel is of
particular interest for its simplicity to obtain well-controlled stoi-
chiometry doped TiO2 oxides.

In the present work, tungsten was introduced to titania to obtain
a mixed Ti1−xWxO2 material, which was then characterized by var-
ious analytical and spectroscopic techniques. We  are especially
interested in the influence of W in the optoelectronic properties
and in the interaction between platinum nanoparticles and the
high-conducting mixed-oxide as support.

2. Experimental

2.1. Synthesis of materials by sol–gel synthesis

Ti1−xWxO2 nanoparticles were synthesized via a sol–gel-based

multistep synthesis involving firstly the dissolution of tungsten VI
chlorides oxides WOCl4 in isopropanol during 3 h under stirring at
ambient temperature. Thereafter, the titanium isopropoxide (TIP)
was added in this solution. Finally, after 16 h, a required quantity

dx.doi.org/10.1016/j.apcatb.2013.10.012
http://www.sciencedirect.com/science/journal/09263373
http://www.elsevier.com/locate/apcatb
http://crossmark.crossref.org/dialog/?doi=10.1016/j.apcatb.2013.10.012&domain=pdf
mailto:nicolas.alonso.vante@univ-poitiers.fr
dx.doi.org/10.1016/j.apcatb.2013.10.012
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Fig. 1. TEM images of TiO2 (a and b), Ti0.95W

f water at 0 ◦C was added to hydrolyze the TIP to Ti1−xWxO2. The
owder was obtained after evaporation of the solvent and dried
nder primary vacuum, and later heat-treated, under air or nitro-
en, at 450 ◦C, 1 h. The quantities of the chemical precursors vary
ccording to the chosen molar ratio of Ti/W. For the sake of com-
arison, TiO2 and WO3 were independently synthesized using the
ol–gel process.

.2. Platinum nanoparticles supported onto oxides

For the synthesis of 8 wt.% Pt/oxide, platinum carbonyl
Pt3(CO)6]5

2− was prepared by mixing 50.12 mg  Na2PtCl6·6H2O
ith 44.24 mg  sodium acetate (mol ratio of NaAc/Pt = 6) in
ethanol solution under CO atmosphere for 24 h. Subsequently,

00 mg  of oxide Ti0.8W0.2O2 was added to the above solution and
tirred for another 12 h under nitrogen atmosphere. The final prod-
ct (Pt/Ti0.8W0.2O2) was collected on a Millipore filter membrane
dia. 0.22 �m pore size), washed with water and dried in vacuum
t room temperature [21,22].

.3. Characterization of photocatalyst

The morphology and size of particles was examined with a TEM
n a JEOL JEM-2001 equipped with a LaB6 filament. The samples
ere characterized under an accelerating voltage of 200 kV and a

esolution of ca. 0.19 nm.
The synthesized materials were characterized by powder X-ray

iffraction using a diffractometer, Bruker “D8 Advance”, equipped
ith a linear detector fast VANTEC and a heating room Anton Paar

htk16) in the 2� range of 15–70◦. FullProf program suite was  used
or the Rietveld refinements.
Raman spectra were obtained with a spectrometer, Horiba Jobin
von “LabRam HR 800-UV”, using 0.05 mW green laser Ar+ (Melles
riot), within the wave number range of 50–1200 cm−1. The spec-

rometer is gauged with a sample of silicon with a resolution of
(c and d) and Ti0.7W0.3O2 (e and f) powders.

0.5 cm−1. The software LabSpec 5 allows for the acquisition and the
treatment of the results.

The oxides were also analyzed by Diffuse Reflectance Spec-
troscopy with a spectrophotometer UV-Visible-PIR Varian “Cary
5000”, double UV-Visible-PIR beam (spectral range from 175
to 3300 nm)  equipped with a Praying MantisTM. To determine
the conductivity of oxide powders, the impedance spectroscopy
measurements were recorded at room temperature. An Autolab
potentiostat with a Frequency Response Analysis system software
(FRA) was  used to record the impedance in the frequency range
of 50 kHz to 1 Hz, at a potential of 0 V. The cell used was  provided
with a two-gold disk electrodes compartment covered by a sheet of
carbon, Toray. A torque of 25 in.-pounds assured the electrical con-
tact and reproducibility of the measurements of the various oxides
powders. All generated data showed a non-frequency dependence.

2.4. Photoelectrochemical and electrochemical measurements

Photocurrent measurements were performed at room temper-
ature in a photoelectrochemical cell (PEC) provided with three
electrodes. A plate of glassy carbon served as counter elec-
trode, and a reversible hydrogen electrode (RHE), connected to
the cell compartment through a Luggin capillary, as a reference
electrode. A solution 0.5 M H2SO4 was  used as electrolyte. The
working (photo)electrodes were prepared by spin coating (at
3500 rpm) using a suspension of the oxides in ethanol (5 mg/mL)
and deposited on SnO2:F (Solems) substrates of 0.5 cm2. After
ejection and evaporation of the solvent, a porous Ti1−xWxO2 adher-
ent thin film was  formed. The samples were calcined afterwards,
in air at 450 ◦C. The PEC was  provided with a quartz window
and was placed on an optical table on a support that allowed
the displacement of all the system in X, Y and Z directions. The

measurements were carried under UV–vis illumination and in dark-
ness. The UV–vis source of light was from a Xenon lamp, Spectral
products ASB-XE-175. Current-potential curves were performed in
Ar-saturated electrolyte, from 0.1 to 2 V/RHE at 50 mV  s−1.
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For the oxygen reduction reaction (ORR) measurements, the
orking electrode was a glassy carbon disk with a 3 mm diame-

er (geometric surface area, 0.071 cm2) and polished with Al2O3
5A) powder prior to catalyst deposition. The catalyst ink was pre-
ared by dispersing 10 mg  of catalysts, e.g., Ti0.8W0.2O2, 8 wt.%
t/Ti0.8W0.2O2 (by carbonyl way) and 8 wt.% Pt/Ti0.8W0.2O2 (by
hotodeposition), in 250 �L Nafion® (5 wt.% in water/aliphatic
lcohol solution, Aldrich) and 1250 �L ultra pure water (18 M�-
m)  in an ultrasound bath for 1 h. A drop of 3.0 �L of catalyst ink
as deposited onto the working electrode surface and dried under
itrogen. Before the ORR measurements, cyclic voltammetry, in
itrogen-saturated electrolyte, was performed to clean and acti-
ate the electrode surface from 0.05 to 1.2 V/RHE at 50 mV  s−1. 20
ycles were necessary to stabilize the current–potential signal. Lin-
ar current–potential curves were recorded from 1.0 to 0.2 V/RHE
n oxygen-saturated electrolyte at a 1600 rpm rotating speed. All
lectrochemical measurements were recorded with a Potentiostat,
utolab PGSTAT30.

. Results and discussion

.1. TEM characterization of the Ti1−xWxO2 powders

Fig. 1 shows low and high magnification TEM images of some
i1−xWxO2 powders. For each sample the size of particles is clearly
n the order of ca. 10 nm.  Whatever the considered sample, TEM
bservations did not show the presence of larger particles. The par-
icles seem to be regular in shape regardless of the W-content. From
ig. 1a, c and e, it seems that the addition of W is responsible for a
light decrease in the mean particle size. Furthermore, for high W-
ontent (i.e. for Ti0.7W0.3O2 sample), small particles are apparent
Fig. 1e). The presence of these particles could be attributed to the
rowth of small clusters at the surface of larger ones.

.2. Phase identification in the prepared Ti1−xWxO2 materials

The Fig. 2 summarizes the XRD patterns of the whole set of
ynthesized oxides, namely, Ti0.7W0.3O2, Ti0.8W0.2O2, Ti0.9W0.1O2,
i0.95W0.05O2, Ti0.99W0.01O2, and TiO2. The vertical bars at the bot-
om show the diffraction peaks corresponding to the anatase and
rookite phase of TiO2. The anatase phase is the predominant phase
n all synthesized samples. The visible peak at 2� = 31◦ correspond-
ng to brookite phase disappears with the tungsten concentration
>1%). This result supports the fact that tungsten inhibits any phase
hange of anatase [23]. Moreover, up to a W content of 30 at.%,
here is no formation of crystalline WO3 phase, which can suggest
hat W could be built-in in the matrix of TiO2. Structural analy-
is of the Ti1−xWxO2 material with different W contents calcined
t 450 ◦C suggests that the anatase phase of titanium dioxide does
ot change when reacting with a tungstate chemical precursor for

 content lower than 30 at.%.

.3. Structural characterization of Ti1−xWxO2 materials and effect
f the heat-treatment

In addition, tungsten is responsible for shifting diffraction peaks
f anatase toward lower angles. Diffractograms shown in Fig. 2
ere fitted by the Fullprof free software and Rietveld structure

efinement. The average crystallite size as well as lattice parameters
f Ti1−xWxO2 with (0 at.% < W < 30 at.%) obtained from these simu-
ations are summarized in Table 1. The lattice parameters (a = b,
nd c) show variations with the W-content. While the a-parameter

onotonously increases with the W-content, the c-parameter

ecreases. As a result, the volume unit cell increases until 10 at.% W,
nd then remains nearly constant. Furthermore, it can be pointed
ut that the addition of a small amount of W (1 at.%) produces a
Fig. 2. XRD patterns of Ti0.7W0.3O2, Ti0.8W0.2O2, Ti0.9W0.1O2, Ti0.95W0.05O2,
Ti0.99W0.01O2 and TiO2. Vertical bars at the bottom represent the diffraction peaks
positions of anatase and brookite phases.

slight shrinkage of both a, and c parameters (in comparison with
TiO2 sample) which could be associated with the substitution of Ti4+

by W6+. As a result of this substitution, a defect formation occurs at
the metal sites [24].

The effect of the calcination temperature was  also in situ
XRD examined on Ti0.8W0.2O2 and the Ti0.2W0.8O2 samples see
Fig. 3. The as-prepared sample: Ti0.8W0.2O2 shows broad diffraction
patterns characteristic of the anatase crystal phase with a low crys-
tallinity at ambient temperature as shown in Fig. 3 (lower panel).
With the increase of the calcination temperature (i.e. 650 ◦C), the
narrowing of the diffraction peaks was observed, thus crystallite
growth of the titanium dioxide takes place. However, the appear-
ance of a shoulder at 24◦ testifies of a phase change, which is clearly
put in evidence when measuring the heat-treated sample at 30.3 ◦C,
see upper panel of Fig. 3.

3.4. Strains analyses of Ti1−xWxO2 materials

To complete the structural study of the Ti1−xWxO2 materials
(x < 0.3), Raman spectra were generated on those samples and con-
trasted in Fig. 4A. These results are consistent with the phase
analysis realized from data obtained by XRD. All Ti1−xWxO2 sam-
ples showed the characteristic peaks for the Eg, B1g, A1g and Eg

modes of anatase, but their positions slightly deviate from those
of bulk anatase at 145, 398, 519 and 639 cm−1 [25]. The samples
with W content below 5 at.% show peaks at 247, 323 and 366 cm−1

that can be assigned to the A1g, B1g, and B2g modes of brookite [26]
(Fig. 4B). Other details observed in the Raman spectra is the broad
emission peak centered at ca. 972 cm−1 for W-content higher than
1 at.% (Fig. 4C). The magnitude of this peak increases as the W con-
tent increases. There is no indication of other tungsten species,

including crystalline WO3. This is fairly in agreement with con-
clusions drawn from XRD experiments. Consequently, this peak
is attributed to the W O stretching mode of surface wolframyl
entities [27]. In order to determine the effects of tungsten on the
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Table  1
Characterization data of the different tungsten doped titanium oxide samples.

Sample Crystallite size
(XRD)/nm

a (= b)/Å c/Å Cell volume/Å3 Crystallite size
(Raman)/nm

Tensile
stress/MPa

Compressive
stress/MPA

Egap (eV)
Kubelka–Munk

Egap (eV) action
spectrum

Conductivity
(mS/cm)

TiO2 9.8 3.785 9.483 135.856 10.1 857 – 3.44 3.42 1.77 × 10−3

Ti0.99W0.01O2 10.5 3.784 9.478 135.712 9.4 791 – 3.31 – 45.4 × 10−3

Ti0.95W0.05O2 6.4 3.789 9.482 136.130 6.4 – 332 – 3.38 2.62
Ti0.9W0.1O2 7.2 3.796 9.473 136.502 6.1 – 674 – – 88.5
Ti0.8W0.2O2 9.1 3.801 9.431 136.255 5.4 – 63 3.37 – 147.06

m
m
F
a
t
T
c
s
s
t
t
r
d
s
f
o
t
w
b
s
d
r
g

F
(

Ti0.7W0.3O2 10.8 3.807 9.422 136.555 5.3 

WO3 – – – 430.059 – 

icrostructure of TiO2, the frequency shift and full width at half
aximum (FWHM) of the Eg mode at ca. 144 cm−1 are plotted in

ig. 5A. Within the W-content range from 0 to 30 at.%, the full-width
t half-maximum of the peak increases from 12.6 to 29.9 cm−1. At
he same time, the Eg band is blue-shifted from 144.6 to 155.3 cm−1.
hese data are consistent with a monotonous decrease of the mean
rystallite size as the W content increases. There are apparently
ome discrepancies between XRD calculations and the Raman data
ince the crystallite size of anatase phase calculated from diffrac-
ograms continuously decreases up to a W content of 10 at.% and
hen increases. Such difference is due to the fact that XRD data
eflect the overall size of crystallites including heavily tungsten-
oped surfaces of TiO2 nanocrystals observed for high W-content
amples and that Raman data reflect the properties of the TiO2 core
or samples exhibiting wolframyl groups on their surface [24]. Our
bserved Eg mode blue-shift could be attributed to the effect of
ungsten into the matrix of anatase and consequently associated
ith the metal-ions insertion [28]. Yang et al. [29] believe that the

lue-shift of the peak could be caused by the residual compressive
train, while the broadening of the peak may  be associated with

efects such as dislocation and oxygen vacancies leading to a dete-
iorated crystal quality. The magnitude of the stress affecting TiO2
rains has been estimated from Raman spectra using the procedure

ig. 3. XRD pattern evolution of Ti0.8W0.2O2, during the in situ heat-treatment in air
30.3–650 ◦C), from bottom to upper panel.
– 579 – – –
– – 2.91 3.05 –

reported by Kim et al. [24]. For each sample, the crystallite size was
first obtained from the Eg mode bandwidth by using the phonon
confinement model [30]. The expected position of the Eg mode was
then deduced from the calculated TiO2 crystallite size. Finally, the
difference between the expected and the observed Eg mode peak
position was then used to estimate the nature (tensile or compres-
sive) and the magnitude of the stress affecting the material by using
the slope of 3.16 cm−1/GPa [24,31]. Results obtained are summa-
rized in Table 1. From Table 1 one observes that the stress affecting
the sample can be either a tensile or a compressive one as a function
of its composition. For low W content samples (i.e. W < 1 at.%), the
stress affecting the anatase phase is a tensile one. This stress can be
associated with the presence of the brookite phase suggesting the
larger strain between TiO2 grains [32]. The samples with W > 5 at.%
are subjected to a compressive stress. This is due to the surface seg-
regation of parasitic phases imposing large compressive strain to
the TiO2 layer, and to the lattice of TiO2 that simultaneously expe-
riences excessive defects. This latter effect is however balanced by
the expansion of the anatase lattice.

From the Rietveld refinement results, we obtained the varia-
tions of the Ti O bond distances with the W-content. The anatase
structure can be described as edge-sharing of identical TiO6 octa-
hedral. The octahedral is elongated along the c-axis to result in four
short equatorial Ti O bonds and two  long axial Ti O bonds. Fig. 5B
shows the variations of the Ti O bond distances of anatase with
the tungsten content. The axial bond remains more or less constant
and decreases significantly for 30 at.% W,  while the equatorial bond
shows a monotonous increase with the increase of the W-content.

Based on the above discussion, it is very likely that two  tungsten
species are the lattice doping tungsten and the surface wolframyl
group. When the W-content is low (i.e. lower than 5 at.%), most of
the tungsten species are majorly inside the anatase lattice and sub-
stitute the titanium ions. From Raman experiments, the saturation
point can be estimated to be between 1 and 5 at.% since the pres-
ence of wolframyl species is visible at W content higher than 5 at.%.
This saturation range is slightly lower than other already published
data [24,33,34]. In fact, at higher tungsten content (i.e. higher than
5 at.%), the additional tungsten atoms are responsible for the for-
mation of surface bonded wolframyl groups, as evidenced by the
growth of the 972 cm−1 peak in the Raman spectra. It can be seen
in Table 1 that both a, and c parameters are slightly decreased by
simply adding 1 at.% of W.  Similar observations were done by Kim
et al. [24]. The addition of 5 at.% of W,  both a-, and c-parameters
expand. This can be explained by the substitution of Ti4+ by W6+

in agreement with the explanation given by Kim et al. [24]. As the
surface bound wolframyl groups become visible (i.e. for W con-
tent higher than 5 at.%), the lattice is expanded in the direction
of a-parameter, whereas there is a shrinkage along the c-axis. As
conclusion, it seems that surface groups are responsible for expand-
ing the lattice along the a-axis, and the c-parameter decreases in

order to keep the cell volume at a nearly constant value as shown
in Table 1. Other causes such as surface hydration effect or repul-
sive interactions of the parallel surface defect dipoles can also be
responsible for lattice volume changes [35,36]. However, the first
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Fig. 4. (A) Raman spectra of oxides, and tungsten mixed-oxide in the spectral range
of  40–1050 cm−1. (B) Raman spectra in the energy interval of 240–380 cm−1 show-
ing  the evolution of the brookite phase. Bands associated to the A1g, B1g, and B2g

modes of brookite are marked with stars. (C) Raman spectra in the energy interval
of  900–1100 cm−1 showing the evolution of wolframyl groups. The band attributed
t
T
7

p
p
o
d
l

Fig. 5. (A) Variation of the peak position (red line) and the peak width (blue line)
of  the Eg band of titanium dioxide with the tungsten at.% content. (B) Variations of
the  Ti O (axial–equatorial) bond distances of titanium dioxide with the tungsten
at.%  content. (For interpretation of the references to color in this figure legend, the
o the W O stretching mode of surface wolframyl entities is marked with a star. 1:
iO2; 2: Ti0.99W0.01O2; 3: Ti0.95W0.05O2; 4: Ti0.9W0.1O2; 5: Ti0.8W0.2O2; 6: Ti0.7W0.3O2;
:  WO3.

henomenon would be responsible for a lattice contraction as the
article size decreases. Furthermore a lattice expansion would be

bserved as a result of the repulsive interaction between surface
efect dipoles. Additionally, since the polarizability of the anatase

attice is low it is possible to conclude that repulsive interactions
reader is referred to the web version of the article.)

able of exerting a negative pressure on the crystal lattice are weak
[35].

3.5. Light absorption properties

The samples of Ti1−xWxO2 were measured by reflectance tech-
nique and then adjusted using a Kubelka–Munk transformation.
Determination of the band-gap energy was  essential to identify
changes in the electronic structure of the oxides, which depends
on the structural properties. Fig. 6A shows the reflectance spectra
of TiO2, Ti0.99W0.01O2, Ti0.8W0.2O2 and WO3. One can see that all
titanium-based oxides are transparent in the visible light region.
Due to the fundamental absorption in the vicinity of band-gap, the
reflectance increases abruptly as the wavelength reaches the visi-
ble range. The reflectance maximum decreases with the W-content,
suggesting changes in the opto-electronic properties. Fig. 6B shows
the direct transition Kubelka–Munk plot as a function of the pho-
ton energy allowing the estimation at the intercept of the threshold
energies, namely, 3.31; 3.37; 3.44; and 2.91 eV for Ti0.99W0.01O2,
Ti0.8W0.2O2, TiO2, and WO3, respectively. The apparent decrease in
the overall band gap energy with the amount of tungsten doping
testifies a shift to the visible region. Moreover, as discussed below,
the increase of the conductivity (Table 1) with the tungsten con-
tent confers to such mixed-oxides a metal-like behavior. In other
words, the increase in the conductivity is the result of the effect

of the electronic state of W in the band structure of TiO2 and can
also be related to the constancy of the long Ti-O bond length in the
crystal structure.
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Fig. 7. (A) Current–potential characteristics of selected samples: 1: Ti0.95W0.05O2,
(2)  2: Ti0.9W0.1O2, 3: Ti0.8W0.2O2 and 4: SnO2:F substrate in darkness (dashed lines)
and  under UV (full lines). The insert zooms the photo-response of j3: Ti0.8W0.2O2 and
j4: Ti0.9W0.1O2. The periodic on-off photocurrent response of Ti0.8W0.2O2 at E = 1 V
ig. 6. (A) UV–visible diffuse reflectance spectra of selected samples 1: TiO2, 2:
i0.99W0.01O2, 3: Ti0.8W0.2O2 and 4: WO3. (B) The corresponding Kubelka–Munk-
ransformed diffuse reflectance as a function of h� for a direct allowed transition.

.6. Photoelectrochemistry

The current–potential curves of Ti0.95W0.05O2, Ti0.9W0.1O2 and
i0.8W0.2O2 porous oxide films, measured in darkness and under
V–vis illumination are shown in Fig. 7A. The current responses
re mainly dominated by the characteristic redox peaks of Ti4+ and
i3+ (hydr)oxide species of TiO2 occurring in the potential window
rom 0.05 and 0.6 V vs. RHE [37]:

i(OH)2 + H+ ↔ [Ti(OH)(H2O)]+ + e− ↔ Ti(OH) + H2O (1)

However, the electron–hole recombination increases with at.%
f W-content and thus the photocurrent (iph) is greatly reduced.
his fact allows ruling out the presence of amorphous WO3 phase
hich would be responsible for increasing the magnitude of the
hotocurrent response [38]. This doping effect of 3d metals has
een studied by DFT (density functional theory) calculations on
iO2 (rutile) doped with W [39], Mo  [40], Fe, Co, Ni, Mn  [41]. Accord-
ng to such calculations a strong hybridization with the doping
lements appears in the band gap of TiO2 leading to the forma-
ion of intermediate energy states. As demonstrated in the present
ork, the consequence of such phenomenon is not the decrease of

he fundamental energy gap of the mixed-oxide, cf. Fig. 6, but the
ncrease of the electrical conductivity, cf. Table 1. The photogenera-
ed electron–hole (e–h) pairs on Ti0.8W0.2O2 only take place under
V irradiation, Fig. 7B. At a relatively high applied electrode poten-

ial (1 V vs. RHE) the recombination of e−–h+ pairs is evident under

hopped illumination at intervals of 5 s. Nonetheless, as depicted
n the insert of Fig. 7A, it is clear that the photo-response decreases

ith the increase of the W content. This is concomitant with the
ncrease of the electronic conductivity, cf. Table 1, and further in
vs.  RHE, under UV and visible (� > 400 nm)  irradiation is shown in (B). Measure-
ments were carried out in Ar-saturated 0.5 M H2SO4 electrolyte with a scan rate of
50  mV  s−1.

good agreement with a similar trend observed in TiO2 thin films
doped with W,  deposited by magnetron sputtering technique [16].

The modification of the band structure of TiO2 by the insertion
of W in the crystal structure was further studied by measuring iph
with respect to wavelength of the incident photons, Fig. 8A. The
direct band gap (Eg) of the oxides was estimated through (iph

*h�)2

vs. h� according the equation:

iph = A
(hv − Eg)n

hv
(2)

where h is the Planck constant (6.63 × 10−34 J s), � the photon fre-
quency (Hz), n the order of optical transition and A is a constant that
depends on the optical transition. For n =1/2, see, Fig. 8B. For the ref-
erence materials WO3 and thermal treated TiO2 (anatase), a band

gap of 3.05 eV and 3.32 eV was  obtained, respectively. The inter-
section of the fitting line of Ti0.8W0.2O2 was not straight forward
(inset Fig. 8B), indicating again the introduction of intermediate
states into the forbidden gap. Data are summarized in Table 1.
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Fig. 8. (A) Photo-current action spectra of the selected samples: 1: TiO2 (thermal
treated) 2: TiO2 (as prepared), 3: Ti0.8W0.2O2 and 4: WO3 porous film electrodes
deposited on SnO2:F substrate, measured at 1 V vs. RHE in Ar-saturated 0.5 M H2SO4

solution under UV–vis illumination. (B) Plots of (iph
*h�)2 vs. h� to determine the band

g
3
f

T
a
O
o
s
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T
a
e

3
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fi
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Fig. 9. Current–potential curves of Ti0.8W0.2O2 electrode up to 2 V vs. RHE, in Ar-
saturated 0.5 M H2SO4 solution in darkness (full line) and under UV–vis radiation
(dashed line). The arrows indicate the sense of the potential sweep, which was
performed at 20 mV s−1.

Fig. 10. Tafel plots obtained from ORR curves registered in an oxygen saturated
ap (Eg). 5: Commercial TiO2 Degussa P25 with a ratio of anatase to rutile phases of
:1  is plot for comparison. The inset shows the wide energy range of intersection
or  another electrode of 4: Ti0.8W0.2O2.

As a final point the current potential curves of porous
i0.8W0.2O2 electrode, measured up to 2 V vs. RHE at 20 mV  s−1,
re shown in Fig. 9. Transpassive corrosion of the electrode during
2-evolution was observed beyond 1.5 V vs. RHE in either darkness
r under UV–vis illumination. In this sense the material exhibits
imilar stability than TiO2 in acid medium, but with an enhanced
etallic character. Consequently, the nanostructured powder of

i0.8W0.2O2 can be a promising ceramic substrate for electrocat-
lytic nanoparticles of Pt [42] or Ir-based [43] used as oxygen
lectrodes of PEM fuel cells and electrolyzers, respectively.

.7. Oxygen reduction reaction (ORR)

Tafel plots extracted from ORR curves registered in an oxygen

aturated acid electrolyte solution are summarized in Fig. 10. This
gure contrasts the activity of two substrates: glassy carbon, and
i0.8W0.2O2 where it is clearly put in evidence the low catalytic
ctivity of these substrate materials toward the ORR in 0.5 M H2SO4.
electrolyte (H2SO4 0.5 M)  at a scan rate of 5 mV s−1 with 1: Pt/Ti0.8W0.2O2, 2: Pt/C,
3:  Ti0.8W0.2O2, 4: glassy carbon.

The chemical route (carbonyl way) was used to deposit platinum
nanoparticles both on Vulcan and on Ti0.8W0.2O2 substrates. One
can clearly see the enhancement of the reaction kinetics when
platinum is deposited onto the oxide substrate. Furthermore, Tafel
slopes determined for both samples show a slight deviation from
the theoretical value of 120 mV  dec−1 [44,45]. This result reflects
different adsorption isotherms and could be related to different
adsorption rates of oxygen on the catalyst surface [46]. Addition-
ally, this fact is fairly in agreement with kinetic currents values
calculated at 0.85 V vs. RHE for Pt/C and Pt/Ti0.8W0.2O2 catalysts.
They are respectively of 15 �A cm−2

Pt and 29 �A cm−2
Pt which

means that a two-fold enhancement factor in the ORR kinetics can
be obtained by depositing platinum onto tungsten doped titania
substrate.

4. Conclusion
In this study TiO2 nanomaterials containing different amount
of tungsten have been synthesized via a multistep sol–gel process.
These samples exhibit a composition dependent structure. Depend-
ing on the tungsten amount, lattice and surface doping species
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an be deduced. At low tungsten content W is mainly incorpo-
ated into the anatase lattice which results in the expansion of
he TiO2 lattice. At a high tungsten-content (i.e. W > 5 at.%), the
ormation of surface-bonded wolframyl groups takes place. These
urface wolframyl groups are responsible for compressing the TiO2
ore thus a compressive strain. Furthermore, the magnitude of
he photocurrent response under UV illumination decreases as the
mount of tungsten doping species increases. This phenomenon
an be explained by the reduction of the overall energy band gap
nd the introduction of intermediate states into the forbidden gap
ear the conduction band of TiO2 as well as by the distortion of
he anatase crystal caused by surface wolframyl groups leading to
hanges in the electronic structure of anatase. This is also respon-
ible for increasing the electronic conductivity of the oxides up to
47 mS-cm−1 for a tungsten content of 20 at.%. The latter property is
f great interest for electrocatalytic applications since these mate-
ials can act as a substrate to deposit electrocatalytic nanomaterials
uch as platinum nanoparticles. Moreover the electrochemical sta-
ility of these W-TiO2 nanomaterials up to potentials such as 1.5 V
s. RHE allows envisioning their application in a wide range of
lectrochemical energy conversion devices.
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graphene oxide: effect on the oxygen reduction
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Laura Calvillo,c Gaetano Granozzi,c Perla B. Balbuenab and Nicolas Alonso-Vante*a

In this study, low-mass loadings (ca. 5 wt%) Pt/C catalysts were synthesized using the carbonyl chemical

route allowing for the heterogeneous deposition of Pt nanoparticles on different carbon-based

substrates. N-doped reduced graphene oxide, reduced graphene oxide, graphene oxide, graphite and

Vulcan XC-72 were used for the heterogeneous deposition of Pt nanoparticles. The effect of the

chemical nature of the carbon-based substrate on the Oxygen Reduction Reaction (ORR) kinetics at Pt

nanoparticles surfaces was investigated. XPS results show that using N-doped reduced graphene oxide

materials for the deposition of Pt nanoparticles leads to formation of Pt–N chemical bonds. This

interaction between Pt and N allows for an electronic transfer from Pt to the carbon support. It is

demonstrated that ca. 25% of the total amount of N atoms were bound to Pt ones. This chemical bond

also revealed by the DFT analysis, induces changes in the oxygen adsorption energy at the platinum

surface, engendering an enhancement of the catalyst activity towards ORR. In comparison with Vulcan

XC-72, the mass activity at 0.9 V vs. RHE is 2.1 fold higher when N-doped reduced graphene oxide is

used as substrate. In conjunction with the experimental results, DFT calculations describe the interaction

between supported platinum clusters and oxygen where the support was modelled accordingly with the

carbon-based materials used as substrate. It is demonstrated that the presence of N-species in the

support although leading to a weaker O2 adsorption, induces elongated O–O distances suggesting

facilitated dissociation. Additionally, it is revealed that the strong interaction between Pt clusters and N-

containing substrates leads to very slight changes of the cluster–substrate distance even when oxygen is

adsorbed at the interfacial region, thus leading to a lower resistance for electron charge transfer and

enabling electrochemical reactions.
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, France.
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1. Introduction

To address environmental and energy challenges polymer
electrolyte fuel cells (PEFCs)1,2 represent power sources that are
particularly interesting for applications in transportation and
stationary power plants. For PEFCs, conventional electro-
catalysts are generally based on Pt and Pt-alloy nanoparticles
(NPs) supported on carbon black materials.1,3 Though prom-
ising fuel cell performances are currently achieved, the Pt
loading is still too high for large scale applications. Two routes
to decrease catalyst cost are nowadays explored: (i) reducing Pt
loading, and (ii) exploring non-noble metal catalysts. However,
it is challenging to maintain catalyst activity, especially for the
oxygen reduction reaction (ORR), when the Pt catalyst loading is
reduced. Moreover, it is well-known that due to their low
graphitization degree, carbon black materials are unstable and
electrochemically oxidize at 0.97 V vs. RHE, as detected by
differential electrochemical mass spectrometry (DEMS).4
J. Mater. Chem. A, 2015, 3, 11891–11904 | 11891
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Although the kinetics of the process is rather low, it is known to
be responsible for reducing the cell durability by deteriorating
the electrocatalytic activity of carbon-supported Pt NPs accom-
panied by Pt loss and agglomeration.5–7 Challenges associated
with the use of carbon black substrates can be addressed by
developing improved support materials.5 Therefore, in the past
decades, extensive investigations have been focused on
exploring alternative substrates, e.g. oxide-based5,8–12 and gra-
phene-like,5,13–23 which might induce strong and benecial
catalyst–support interactions, thereby substantially enhancing
catalytic activity while decreasing Pt loading.

Graphene meets the requirements for support materials due
to its large surface area, high conductivity, good chemical and
electrochemical stability.24 As a result, it has been recognized as
a promising support for low-temperature fuel cell electro-
catalysts.15 Graphene-based supports are commonly prepared
by reducing graphene oxide (GO) via a chemical reduction
method which eventually takes to reduced GO (RGO).15,24

However, it is currently very challenging to control the sup-
ported-metal center morphology and dispersion. Recently,
heteroatom-doped graphene materials have received much
attention24,25 as support for electrocatalysts, paving the way for
the growth of catalytically active metals with controlled
morphology and dispersion on the surface of graphene
support.21,24,26

In this paper, low mass loading (ca. 5 wt%) Pt/C catalysts
using either nitrogen-doped or undoped RGO-based materials
as carbon support are prepared and electrochemically charac-
terized with respect to ORR. Nitrogen-doped RGO (NRGO) has
been intensively investigated as Pt catalyst support due to the
possibility to control the composite catalyst functionality by
rationalizing the high affinity between nitrogen groups and Pt
atoms.21,26–28

To better understand the interaction between Pt NPs and
graphene-like substrates, undoped RGO was also used for
comparison. Different interaction modes between Pt NPs and
NRGO were identied and ascribed to charge transfer between
Pt NPs and the graphene support. These interactions are related
to Pt–N interactions due to the presence of nitrogen groups on
the NRGO surface, as also revealed by X-ray photoemission
spectroscopy (XPS) results. This study points out the effect of a
support-driven electronic modication of Pt on the activity of Pt
active centers towards ORR. Density Functional Theory (DFT)
calculations have been performed to understand electronic
modications of Pt NPs induced by graphene-based substrates,
including the effects of the extent of oxidation of graphene and
the doping with nitrogen. The electrocatalytic activities of
NRGO and RGO supported low mass loading Pt NPs towards
ORR were signicantly higher compared to a benchmarking
Pt/C catalyst showing great potential for applications in PEFCs.

2. Experimental
2.1 Synthesis of GO, RGO and NRGO

GO was synthesized according to the well-known Hummers
method.29 A mixture of 3.01 g of aked graphite (Sigma-Aldrich)
and 1.50 g of NaNO3 (Sigma-Aldrich,$99.0%) was prepared and
11892 | J. Mater. Chem. A, 2015, 3, 11891–11904
immersed into ice. Then, 69 mL of concentrated H2SO4 (Nor-
mapur, 95%) was added. Thereaer, 9 g of KMnO4 (Sigma-
Aldrich, $99.0%) was slowly added to keep the temperature of
the reaction under 20 �C. Aer stabilization of the reaction
temperature, the reaction media was heated at 35 �C and stirred
for 30 min. 138 mL of ultra-pure water was then slowly added,
producing an exothermic effect to 98 �C. Additional heating was
also applied aer addition of water to maintain the reaction
temperature at 98 �C for 15 min. The reaction was then cooled
by using a water bath until stabilization of the temperature.
Then the reaction media was neutralized by slowly adding
100 mL of ultra-pure water and 10 mL of H2O2 (VWR, 33%),
producing an exothermic effect. The system was then air cooled.
The reaction media was ltrated by using an 80–100 mm lter,
the ne and the rough part were collected. The fractions
obtained were then let to settle to remove the supernatant. They
were then centrifuged at 12 000 rpm for 10 minutes and the
supernatant was removed. The residues were washed two times
with HCl (Normapur, 37%) : H2O, 1 : 3 (v/v) solution and
subsequently, with ultra-pure water. The nal residues were
then dried at 50 �C. The graphite oxide was then collected for
the following experiments and characterization.

To synthesize RGO, 150 mg of GO was dispersed into 100 mL
of ultra-pure water. The suspension was magnetically stirred for
3 h and then sonicated for 1 h. 2 mL of an 8 M NaOH solution
were then added into the suspension and magnetically stirred
for 30 min. Subsequently, 1.2 g of NaBH4 were added and the
suspension was heated at 80 �C for 1 h. The powder was
recovered by centrifugation at 12 000 rpm for 10 min and
washed with ultra-pure water. Finally, the sample was obtained
by centrifugation at 12 000 rpm for 10min and dried at 60 �C for
48 h. Finally, the powder was calcined at 400 �C for 2 h under a
reducing atmosphere (5% H2 in N2).

To synthesize NRGO material, 80 mg of GO was dispersed
into 60 mL of ethanol and magnetically stirred for 3 h. GO was
exfoliated by sonication for 2 h. 2 mL of water and 2 mL of
ammonia were then added into the solution and heated at
80 �C, the mixture solution was nally transferred into a Teon
line autoclave (125 mL) and heated at 160 �C for 3 h.
2.2 Synthesis of Pt/C catalysts (C: graphite, Vulcan XC-72,
RGO, NRGO)

Pt–carbonyl complex ([Pt3(CO)6]5
2�) was synthesized through

the reaction of H2PtCl6$6H2O (99.95%, Alfa Aesar) and sodium
acetate (anhydrous, 99%, Alfa Aesar) under a saturated CO
atmosphere at ca. 55 �C for 24 h. Methanol (anhydrous, 99.8%,
Sigma-Aldrich) was used as solvent and the solution was stirred
until the color turned into black green.30 The molar ratio
between Na+ and [PtCl6]

2� was xed to 6. Aer the synthesis of
the Pt–carbonyl complex, NRGO, RGO, graphite and Vulcan XC-
72 (Cabot, pre-annealed at 400 �C under N2 for 4 h) were
respectively added to the carbonyl complex solution under an
inert gas atmosphere and stirred for 12 h in order to obtain ca.
5 wt% Pt/C catalysts. The solvent was let to evaporate and the
sample was rinsed with ultra-pure water. Finally, the powder
was dried at 60 �C overnight. The mass loading of Pt in the
This journal is © The Royal Society of Chemistry 2015
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investigated samples was determined by thermogravimetric
analysis (TGA) and was 4.6 wt%, 4.4 wt%, 4.1 wt% and 4.8 wt%
for Pt/NRGO, Pt/RGO, Pt/graphite and Pt/Vulcan catalysts,
respectively.

2.3 Physical–chemical characterization

Raman spectroscopy (RS) was used to characterize the chemical
status of the carbon atoms of the different supports investigated
in this study. A Horiba Jobin Yvon Labram HR800UV RS spec-
trometer, equipped with an Ar+ (Melles Griot) laser as illumi-
nation source and a CCD cooled detector, was used. The RS
instrument was coupled to an Olympus microscope with
analyzed region of 100� microscope objective. The wavelength
of the laser was 514.5 nm and the power 0.04 mW. The spectra
were recorded at a resolution of 1 cm�1. Simulations were per-
formed by using Fityk soware.31

The supported Pt catalysts were analyzed by transmission
electron microscopy (TEM) (JEOL JEM-2100) operating under
200 kV.

XPS measurements were performed with a KRATOS AXIS
ULTRA DLD using monochromatic Al Ka radiation (1486.6 eV,
150 W) as exciting source. The pressure during analysis was
6.0� 10�8 Pa. The binding energy (BE) of the target elements (Pt
4f, N 1s and C 1s) was determined with a pass energy of 20 eV
and the resolution was ca. 0.4 eV. Spectrometer energy cali-
bration was carried out using a gold sample (Au 4f at 84 eV). The
N 1s and Pt 4f photoemission lines were separated into chem-
ical-shied components (aer Shirley background removal)
using Voigt shaped peaks, imposing a FWHM in the 0.8–1.4 eV
range, except for the metallic Pt component where an asym-
metrical shape was used. In the case of the C 1s peak, seven
different components were considered (although not all of them
are present in all materials). An asymmetrical shape32 was used
for the sp2 component, whereas symmetrical Voigt functions
were used for the sp3 component and the C–O and C–N func-
tional groups.

2.4 Electrochemical characterization

Electrocatalytic inks of supported Pt NPs were prepared as
follows: 10 mg catalysts, 250 mL Naon® solution (5 wt% in
water/aliphatic alcohol solution, Sigma-Aldrich) and 1250 mL
Milli-Q water (18.2 MU cm) were mixed and sonicated for 1 h.
Thereaer, 3 mL of the mixture were taken and dropped on a
glassy carbon electrode, previously polished with alumina 5A.
Then it was dried in a stream of inert gas at room temperature
for 30 min.

The electrochemical measurements were carried out in a
three-electrode one-compartment cell by using a potentiostat
(Autolab PGSTAT 30). The electrolyte was prepared fromH2SO4

(99.6% Suprapur, Merck) and Milli-Q water (18.2 MU cm). A
plate of glassy carbon and a reversible hydrogen electrode
(RHE) with a Luggin capillary were used as counter and
reference electrode, respectively. A rotating disk electrode
(RDE) served as working electrode. The catalysts were evalu-
ated at 25 �C with cyclic voltammetry (CV) and linear sweep
voltammetry (LSV) techniques, in N2- and O2-saturated 0.5 M
This journal is © The Royal Society of Chemistry 2015
H2SO4, for CV and ORR measurements, respectively. The
samples were cycled between 0.05 and 1.2 V vs. RHE at a scan
rate of 50 mV s�1, and ORR was studied at 900 rpm using a
scan rate of 5 mV s�1.
2.5 DFT models and methods

First, a single graphene 4 � 4 layer was used to model the
interaction between a small metallic cluster (Pt4) with the gra-
phenic network. The GO was modelled according to the most
stable conguration reported by Lahaye et al.33 Two oxidation
degrees denoted as low oxidation graphene (LOG) and high
oxidation graphene (HOG) were simulated. In both of them one
side of the graphene layer is covered with hydroxyl groups while
on the other only epoxy groups are present. The number of
hydroxyl groups in one side of LOG is 4 and the number of epoxy
groups in the other side is also 4, while for HOG there are
double amount of functional groups in each side. Nitrogen was
added to the graphene and GO systems in the form of pyridinic
N: replacing one C atom by one N and eliminating one neigh-
boring carbon; this structure is called G-1N. By doing so,
dangling bonds naturally arise, which were eliminated by add-
ing hydrogen atoms. To investigate the effect of a higher doping
degree, two more pyridinic N sites were added (G-3N), then the
interaction with the Pt4 cluster was analyzed. The structures of
the substrates are provided as ESI.† Fig. S1† depicts the gra-
phene sheet, LOG, and HOG systems. In all the cases of modi-
cation of the graphene structure, atomic positions, and cell
size and shape were allowed to change while for the interaction
with the metallic cluster only atomic positions were allowed to
change during DFT optimization.

In order to explore the effect of the cluster size on the metal–
support interactions, we also report DFT calculations of Pt38
deposited on graphene and G-3N (3% at N). In addition, to allow
more N atoms in contact with the larger cluster, we built a new
graphene structure with a higher N concentration (6% at N) that
was called G-6N.

The electronic structure calculations were performed using
the DFT approach with the projector augmented wave (PAW)
pseudopotential for the inert core electrons and plane-wave
basis set for the valence orbitals,34,35 as implemented in the
Vienna ab initio Simulation Package (VASP).36,37 The general-
ized gradient approximation (GGA) in the form of the PBE
exchange correlation functional was used. The plane wave
basis was set up to a kinetic energy cut-off of 400 eV. The
integration of the Brillouin-zone was performed using 5 � 5 �
1 Monkhorst–Pack grid38 with G points included for the 4 � 4
graphene sheet and doped and functionalized supports while
3 � 3 � 1 for the 7 � 7 graphene sheet and doped systems. For
DOS calculations the k-points were augmented to 9 � 9 � 1
and 5 � 5 � 1 respectively. For the partial occupancies the
Methfessel-Paxton of rst order with a smearing width of 0.2
was used. A conjugate-gradient algorithm is used to relax the
atoms into their ground state. The convergence criteria for the
electronic self-consistence loop is that the total energy change
between two steps is smaller than 1 � 10�4 eV and 1 � 10�3 eV
for atomic relaxation respectively.
J. Mater. Chem. A, 2015, 3, 11891–11904 | 11893
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Table 1 Raman parameters obtained, after curve fitting, for all inves-
tigated samples. ID and IG respectively correspond to D and G bands
positions. u1/2D and u1/2G respectively correspond to full-width at half-
maximum (FWHM) of D and G bands. La represents the in-plane
crystallite size and is determined from eqn (1)

Vulcan Graphite GO RGO NRGO

nD (cm�1) 1350 1354 1353 1348 1352
u1/2D (cm�1) 131 30 70 41 65
nG (cm�1) 1598 1583 1602 1588 1587
u1/2G (cm�1) 66 10.7 39 30 37
ID/IG 2.1 0.3 2.4 2.1 3.7
La (nm) 8.0 56.1 7.0 8.0 4.6
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3. Results and discussion
3.1 Physical–chemical characterization

Raman analysis of the carbon supports. Results obtained for
Vulcan, GO, RGO, NRGO and graphite supports in the spectral
region of 900–1700 cm�1 are shown in Fig. 1. This spectral
region presents several overlapping bands. The rst one, placed
at ca. 1190–1200 cm�1, is observed for all investigated carbon-
based materials except for graphite support. The origin of this
vibrational mode is currently not fully understood. It has been
successively associated to nanocrystalline diamond,39 hexag-
onal diamond40 and sp3 rich phase.41,42 The band located at ca.
1350 cm�1 corresponds to the well-known D mode. The
appearance of the D-band (A1g symmetry) is the consequence of
the symmetry breakdown for carbon atoms located at the edge
of graphite sheets.43 The third broad band, centered at ca.
1500 cm�1, has been associated to the presence of amorphous
sp2 phase.44 The G-band is centered at ca. 1580–1590 cm�1. This
band (corresponding to the E2g symmetry) is of particular
interest since it provides information about the in-plane
vibration of sp2-bonded carbon atoms.45 For graphite, NRGO
and RGO materials, another band can be identied at ca.
1620 cm�1. It corresponds to the D0 mode. This D0 mode is not
identied in Vulcan and GO samples because it probably
interferes strongly with the G mode that clearly complicates the
interpretation of the parameters characterizing the G band
(Table 1). The D and D0 bands are defect-induced bands. It is
clearly deduced that the graphitic structure of all samples,
except graphite, possesses a high degree of interstitial disorder
along the c-axis between the crystallite planes.45 This assertion
is based on the observation of the intensity of the band centered
at ca. 1500 cm�1 which essentially reaches a high intensity for
RGO, NRGO, GO and Vulcan samples. In addition, the previ-
ously mentioned materials contain more sp3 rich phases than
graphite, since the intensity of their 1200 cm�1 band is larger.
Fig. 1 Raman spectra of NRGO, RGO, GO, Graphite and Vulcan
substrates.

11894 | J. Mater. Chem. A, 2015, 3, 11891–11904
The tting of different spectra was performed. Lorentzian
line shapes were used for D and G bands,45,46 whereas Gaussian
ones were used to t D0 band46,47 as well as the bands centered at
ca. 1200 cm�1 45,48 and 1500 cm�1.45 For the replication, posi-
tions of D and G bands were set by taking into account the
second order Raman spectrum and particularly the positions of
2D (ca. 2700 cm�1) and D + G (ca. 2940 cm�1) bands (data not
shown). As a result of the t, several parameters were extracted
and presented in Table 1. The ID/IG and ID0/IG values respectively
correspond to integrated intensity ratios of D to G bands and of
D0 to G bands.

An upward shi of the G-band of all samples can be observed
with respect to the position of the G-band for the graphite
sample. This shi probably results from the high degree of
disorder of Vulcan, GO, RGO and NRGO materials. It is in fact
well-known that the G band of disordered solids is shied to
higher Raman wave numbers than the G band of ordered
ones.49 However, it can be noticed that the graphitic structure of
RGO and NRGO materials is relatively more ordered than the
graphitic structure of GO (G-band located at 1602 cm�1), since
the G-bands of RGO and NRGO are respectively located at 1588
and 1587 cm�1. As the upward shi of G-band increases, it
becomes difficult to separate G and D0 bands. As a result, for
Vulcan and GO materials, the observed band includes both G
and D0 ones and it can be considered that the magnitude of the
shi is directly related to the percentage of contribution of D'.50

The highly disordered character of both Vulcan and GO samples
is moreover in fair agreement with the observed D and G line-
widths of these two samples (Table 2). The decrease in both line
widths is an evidence for the increase of the ordering degree for
RGO and NRGO materials. ID/IG ratio allows evaluating the
graphitization degree of a carbon-based material. The ID/IG is
used as an indicator of the amount of defects in the carbon-
basedmaterials as well as to evaluate the in-plane crystallite size
(La) which is a measure of the inter-defects distance. One of the
relations describing the evolution of La with the integrated
intensity ratio of G to D bands is the following one:51

LaðnmÞ ¼ 2:4� 10�10l4laser
IG

ID
(1)

llaser is the laser wavelength in nm.
From the La values calculated for all investigated samples,

it can be deduced that all samples except graphite have a low
This journal is © The Royal Society of Chemistry 2015
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Table 2 Deconvolution of the C 1s XPS data into single chemical components for the carbon substrates and Pt/C catalysts. For each single
chemical component, the BE (eV), FWHM (eV) and amount (%) values are given

C sp2 C sp3 C–N Alcohols Epoxy groups Carbonyl groups Carboxylic groups

Graphite 284.2 eV 285.3 eV — 286.4 eV — 287.9 eV —
0.52 1.4 1.4 1.2
86.5% 7.5% 5.1% 0.9%

GO 284.1 eV — — 286.2 eV 287 eV 287.9 eV 288.9 eV
1.33 1.03 0.77 1.37 1.4
49.8% 38.8% 2.7% 7.0% 1.7%

NRGO 284.4 eV — 285.5 eV 286.4 eV 287.2 eV 288.0 eV 288.9 eV
0.83 1.3 1.19 1.03 1.4 1.4
64.8% 17.1% 5.0% 4.2% 6.7% 2.2%

Vulcan 284.4 eV 285.6 eV — 286.3 eV — — —
0.85 1.2 0.7
93.7% 4.1% 2.2%

Pt/graphite 284.2 eV 285.3 eV — 286.3 eV — 287.9 eV —
0.53 1.3 1.4 1.4
87.6% 4.1% 6.0% 2.3%

Pt/RGO 284.2 eV 285.6 eV — 286.3 eV 287 eV — —
0.72 0.8 0.6 1.4
92.5% 3.8% 1.6% 2.1%

Pt/NRGO 284.3 eV — 285.4 eV 286.4 eV 287.2 eV 287.9 eV 288.9 eV
0.88 1.3 1.06 0.85 1.25 1.4
67.5% 14.7% 5.0% 3.5% 6.4% 2.9%

Pt/Vulcan 284.2 eV 285.4 eV — 286.3 eV — — —
0.89 1.4 1.0
89.9% 3.5% 6.6%

Fig. 2 TEM images of Pt/NRGO (a), Pt/RGO (b), Pt/graphite (c) and Pt/
Vulcan (d) nanomaterials.
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crystallite size and do not possess extended graphitic
domains. Additionally the broadness of the D-band of these
samples (GO, RGO, NRGO, Vulcan) can reect a broad distri-
bution of in-plane crystallite size. It comes as no surprise that
graphite possesses larger in-plane crystallites (56.1 nm). The
oxidation of graphite allowing to obtain GO is responsible for
an extremely high decrease of the in-plane crystallite size (La
value, see Table 1) which cannot be restored by chemical
treatments leading to formation of RGO and NRGO materials.
This assertion is highly supported by the evolution of La values
from sample-to sample (Table 1). It can be noticed that La
value for NRGOmaterial (4.6 nm) is lower than La value for GO
material (7.0 nm). This is probably due to the graing of N-
containing chemical groups at the surface of the basal planes
of carbon.

TEM analysis of the Pt/C catalysts. TEM images of Pt/NRGO,
Pt/RGO, Pt/Graphite and Pt/Vulcan catalysts are shown in Fig. 2.
From TEM micrographs we observed that Pt NPs were highly
dispersed on the NRGO and Vulcan substrates, while Pt NPs
deposited onto RGO and graphite substrates were agglomer-
ated. The higher graphitization degree of graphite, as revealed
by Raman spectra, is probably responsible for a decrease of
nucleation sites that favor the formation of large agglomerates
due to a higher effective surface energy responsible for
increasing the free energy barrier.18,52 The mean particle sizes
for Pt/NRGO and Pt/Vulcan are 2.8 � 1.2 nm and 2.0 � 1.0 nm,
respectively (see Fig. 2a and d). Due to the large agglomeration
degree of Pt NPs onto RGO and onto graphite, it was difficult to
estimate the size of isolated Pt NPs.
This journal is © The Royal Society of Chemistry 2015
XPS analysis of the Pt/C catalysts. In order to investigate the
surface chemical status of Pt and substrate atoms in the
investigated Pt/C samples, XPS measurements were carried out.
The C 1s, N 1s and Pt 4f XPS data are shown in Fig. 3, as well as
the deconvolution of the experimental proles into single
J. Mater. Chem. A, 2015, 3, 11891–11904 | 11895
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Table 3 Deconvolution of the N 1s XPS data into single chemical
components for the NRGO and Pt/NRGO materials. For each single
chemical component, the BE (eV), FWHM (eV) and amount (%) values
are given

Pt–N Pyridinic Pyrrolic Graphitic NOx

NRGO — 398.4 399.7 401.2 402.7
1.4 1.38 1.19 1.4
42.6% 46.4% 6.5% 4.5%

Pt/NRGO 397.7 398.7 399.8 401.2 402.5
1.0 1.4 1.36 1.07 1.4
25.1% 35.2% 28.6% 5.0% 6.1%

Table 4 Deconvolution of the Pt 4f XPS data into single chemical
components for the Pt/C catalysts. For each single chemical
component, the BE (eV), FWHM (eV) and amount (%) values are given

Pt0 Pt2+ Pt4+
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chemical components. The BEs, FWHMs and relative amounts
(%) of the different components in the different samples are
reported in Tables 2–4, where the nature of each component is
also briey described. This process can furnish interesting
information on the nature of the oxygen and nitrogen groups of
the different carbon supports and their effect on the electronic
properties of platinum.

In order to make a reliable deconvolution process, an accu-
rate cross check of the BE and FWHM associated to each single
components with literature data is needed. In this respect, we
can also capitalize on the results of our previous studies on
related systems (RGO53,54 and N-HOPG55–57).

Regarding the C 1s region, the main peak is always centered
at 284.2 eV and it is associated to sp2 hybridized carbon atoms
(C sp2). A minor component centered at 285.3 eV is also
observed in some samples and it is associated to sp3 hybridized
carbon atoms (C sp3). The Graphite samples (graphite and
Pt/graphite) show also two minor components at 286.4 and
Fig. 3 Deconvolution of the C 1s, Pt 4f and N 1s photoemission lines of
the carbon supports and of the Pt/C catalysts into single chemical
components. The raw data is represented by a solid black line, whereas
the fit is represented by red cycles. Assignation of components in C 1s
photoemission line: (a) C sp2, (b) C sp3, (c) C–N, (d) alcohols, (e) epoxy,
(f) carbonyl, (g) carboxylic groups.

Pt/graphite 71.0 72.2 74.6
0.9 1.4 1.6
65.7% 26.5% 7.8%

Pt/Vulcan 71.2 72.4 74.1
1.0 1.4 1.5
54.5% 31.5% 14%

Pt/RGO 70.9 72.2 73.9
0.9 1.5 1.6
66% 21% 13%

Pt/NRGO 71.2 72.1 73.7
1.0 1.6 1.8
40.2% 41.6% 18.2%

11896 | J. Mater. Chem. A, 2015, 3, 11891–11904
287.9 eV, attributed to tertiary alcohols and carbonyl groups,
respectively, whereas the Vulcan samples (Vulcan and Pt/
Vulcan) contain only a small amount of tertiary alcohols (286.3
eV). As expected, the GO sample contains a large amount of
surface oxygenated groups, mainly tertiary alcohols (286.2 eV,
ca. 38.8%), which are strongly reduced in samples containing
RGO and NRGO. In fact, the t of the C 1s photoemission line
for NRGO conrms the presence of a graphitic sp2 core whose
basal planes are decorated by a small amount of oxygen func-
tional groups, like tertiary alcohols (286.3 eV, ca. 5%) and epoxy
(287 eV, 4.2%) groups. Small amounts of carbonyl and/or
carboxylic groups, which are usually decorating the edges/holes
of the basal plane, are also persisting in NRGO. Finally, the
deconvolution process also reveals the presence of C–N bonds
(peak centered at 285.4 eV). The nature of the C–N bonds will be
discussed below with the analysis of the N 1s region. Only minor
changes in the C 1s composition are found when passing from
the clean substrates to the corresponding Pt/C catalysts (see
Table 2).

The N 1s photoemission line can be separated into four
components centered at 398.7, 399.8, 401.2 and 402.5 eV which
are ascribed to pyridinic, pyrrolic, graphitic (substitutional),
and oxidized nitrogen, respectively.58 From the peak areas
analyses (see Table 3), the main components of the N 1s lines
are pyridinic and pyrrolic species. Pyridinic nitrogen is bonded
to two carbon atoms and donates one p electron to the aromatic
This journal is © The Royal Society of Chemistry 2015
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Fig. 4 Comparison of catalytic properties of carbon supported Pt
electrocatalysts. (a) CV curves recorded at 25 �C in N2-saturated 0.5 M
H2SO4 at a scan rate of 50 mV s�1. (b) ORR curves in an O2-saturated
0.5 M H2SO4 at a scan rate of 5 mV s�1 and a rotating rate of 900 rpm.
(c) Tafel slopes extracted from ORR polarization curves. (d) Relative
mass activity (MA, black color) and relative specific activity (SA, blue
color) at 0.9 V vs. RHE for the investigated electrocatalysts. Mass and
specific activities are given as kinetic current densities (jk) normalized
to the loading amount and electrochemical surface active area (ESA) of
Pt, respectively.
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p system (C–N]C), whereas pyrrolic N atoms, incorporated
into ve-membered heterocyclic rings, are bonded to two
carbon atoms and donate two p-electrons to the p-conjugated
system. In the case of the Pt/NRGO sample, an additional
component at 397.7 eV had to be included in the t. To the best
of our knowledge, no such a low BE component has been so far
reported in literature for the N 1s peak in related systems. We
suggest a correlation of such component with the effects of a
strong Pt–N interaction. However, it is rather difficult to relate it
to a specic type of N atom. It is interesting to highlight that this
Pt–N component contributes signicantly (25.1%) to the whole
N 1s peak area.

Regarding the Pt 4f region, the spectra contain two peaks,
which correspond to Pt 4f7/2 and 4f5/2 states from the spin–
orbital splitting, and each peak was deconvoluted into three
different Pt oxidation states (Pt0, Pt2+ and Pt4+) to identify the
predominant oxidation state of Pt. As seen in Table 4, Pt0 is the
predominant oxidation state in all the Pt catalysts (around 54–
66%) except in the Pt/NRGO, where the Pt0 and Pt+2 species are
comparable. The higher amount of Pt+2 species in the Pt/NRGO
sample could also be interpreted as an evidence of the Pt–N
interaction. This effect has been already reported in ref. 62. On
the other hand, all samples present a variable amount of Pt+2

and Pt+4 species, deduced from the Pt 4f7/2 peaks at 72.1–74.6
eV. Their presence in all the samples can be attributed to the
contact of the Pt NPs surface with air giving rise to Pt oxide
phases. The fact that there is a considerable amount of oxidized
species could be attributed to the small size of the Pt NPs
(determined by TEM), resulting in a high percentage of Pt atoms
on the surface of the NPs. A decrease in the amount of oxidized
species can be observed for Pt/graphite and Pt/RGO samples.
This can be associated with the formation of Pt islands resulting
from the coalescence of small Pt nanoparticles leading to the
formation of nanostructures possessing a higher crystallite size
and consequently showing a different interaction with oxygen
from the air. We note that the presence of oxides in supported
Pd nanoparticles has been recently reported based on X-ray
photoelectron spectroscopy analysis.59 The presence of posi-
tively charged Pt ions could also suggest that there is an
electron transfer from the Pt NPs to the underlying carbon
support. The electron transfer from the Pt NPs to the carbon
support has already been conrmed by theoretical calcula-
tions and experimental observations.60–62 Moreover, there is a
positive shi of around 0.3 eV of the Pt0 component for the Pt/
NRGO sample (71.2 eV), compared with the Pt/RGO sample
(70.9 eV). This shi in the BE could conrm the electronic
transfer from the Pt NPs to the carbon support through the N
groups and be related to the Pt–N interactions observed in the
N 1s photoemission at the lowest BE. In the literature, the Pt
core-level f-band modication associated to N-doping effects
has already been observed,28,62 and it has been stated that the
N functional groups might increase the electron affinity of the
substrate, facilitating the Pt electron donation behavior, which
may be the main reason for the improved Pt catalytic activity
and durability of the N-doped Pt/C systems compared to the
undoped Pt/C ones. We come back to this point in our DFT
analysis in a later section.
This journal is © The Royal Society of Chemistry 2015
3.2 Electrochemical measurements

The electrocatalytic properties of the prepared graphene-sup-
ported Pt nanocatalysts were studied using cyclic voltammetry
(CV) and rotating-disk electrode (RDE). Results are shown in
Fig. 4. Fig. 4a shows CV curves of the investigated electro-
catalysts in the potential range varying from 0.05 to 1.2 V
RHE�1. The CV curves showed two distinctive potential regions
associated with hydrogen adsorption/desorption process (Hupd)
between 0.05 and 0.4 V RHE�1, and with Pt oxidation beyond 0.7
V RHE�1, where Hupd refers to the under-potential deposition of
hydrogen. Platinum electrochemical surface area (ESA) values,
calculated from Hupd region, assuming a charge transfer of
210 mC cm�2 on Pt surface,63 were 34 m2 g�1, 28 m2 g�1 and
20 m2 g�1 for Pt/NRGO, Pt/RGO and Pt/graphite catalysts,
respectively, indicating that the utilization of Pt/NRGO and
Pt/RGO were approaching that of conventional Pt/Vulcan cata-
lyst with 30 m2 g�1 (see Table 5). Additionally, in comparison
with Pt/Vulcan, Pt/RGO, Pt/graphite and Pt/NRGO showed
higher potentials for the Pt oxide reduction peak, revealing that
the Pt surface can be reduced at higher potentials, which can
lead to an enhancement of the ORR activity. It should be
noticed that the –OH formation at the surface of Pt/NRGO
catalyst is to some extent inhibited in comparison with the
other catalysts. The inhibition for H2O activation is well-known
to be responsible for enhancing the activity of Pt towards ORR.64

This fact is greatly supported by XPS results with a down-shi
BE of Pt 4f electrons. A similar effect was previously reported
and contributes to the benecial strong interaction between
Pt–C hybridization.5,18
J. Mater. Chem. A, 2015, 3, 11891–11904 | 11897
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Table 5 Electrochemical active surface area (ESA), half-wave potential
(E1/2) and Tafel slopes calculated from the Hupd and ORR polarization
curves of carbon supported Pt electrocatalysts

ESA (m2 g�1)
E1/2
(V vs. RHE)

Tafel slope
(mV dec�1)

Pt/NRGO 34 0.825 95.3
Pt/RGO 28 0.820 81.4
Pt/graphite 20 0.785 84.6
Pt/Vulcan 30 0.795 85.2

Fig. 5 Partial DOS (in states/eV) for the studied support materials: (a)
Graphene, (a0) N-doped graphene, (b) LOG, (b0) N-doped LOG, (c)
HOG and (c0) N-doped HOG. Positive and negative DOS branches
represent spin up and down electrons respectively. The horizontal axis
displays relative energies E � Ef (in eV) where Ef is the Fermi level.
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The ORR polarization curves obtained with the investigated
samples are shown in Fig. 4b. It can be seen that Pt/NRGO
shows a remarkably high electrocatalytic activity towards ORR
in acid medium since the half-wave potential was ca. 0.825 V
RHE�1 and largely higher than what can be obtained (ca.
0.795 V RHE�1) with the conventional Pt/Vulcan catalyst,
whereas half-wave potentials were respectively 0.820 V RHE�1

and 0.785 V RHE�1 for Pt/RGO and Pt/Graphite catalysts (see
Table 5). Further kinetic information on the electron–transfer
reaction mediated by the Pt/NRGO, Pt/RGO, Pt/Graphite cata-
lysts in comparison with Pt/Vulcan catalyst, is shown in Fig. 4c.
It shows Tafel plots aer mass-transfer correction. The Tafel
slopes indicate that the reaction pathway and the rate-deter-
mining step are similar for Pt/RGO (81.4 mV dec�1), Pt/graphite
(84.6 mV dec�1) and Pt/Vulcan (85.2 mV dec�1) catalysts,
whereas a small variation of the Tafel slope can be observed
with Pt/NRGO (95.3 mV dec�1) materials (see Table 5). This can
be associated with a different adsorption isotherm and with a
different rate determining step. The kinetic current was calcu-
lated from the ORR curves according to the Koutecky-Levich
equation65 as follows:

1

j
¼ 1

jd
þ 1

jk
(2)

where j is the measured current, jd is the diffusion-limiting
current, and jk is the kinetic current. The kinetic current was
calculated by the equation:

jk ¼ j � jd

jd � j
(3)

Additionally, it is obvious that the kinetic current densities
of Pt/NRGO and Pt/RGO are higher than that of Pt/Vulcan
highlighting the improved ORR activities on graphene-sup-
ported Pt catalysts.

The mass and specic activities at 0.9 V RHE�1 for all the
investigated catalysts are reported in Fig. 4d. It can be
observed that Pt/NRGO exhibits a mass activity, which is 2.1-
fold higher than that of conventional Pt/Vulcan catalyst.
Moreover, Pt/RGO displays a mass activity, which is 1.6-fold
higher than that of Pt/Vulcan catalyst. In contrast, Pt/Graphite
shows the lowest mass activity in reason of the low utilization
of Pt in this sample. This is in agreement with the calculated
ESA values.66 Interestingly, the specic activities of Pt/NRGO,
Pt/RGO and Pt/Graphite are higher than that obtained with
conventional Pt/Vulcan catalyst. This difference in ORR
11898 | J. Mater. Chem. A, 2015, 3, 11891–11904
activity most likely arises from the electronic modication of
Pt generated by the substrate effect.
3.3 Theoretical considerations

Properties of the support. The presence of the functional
groups and dopants affect the geometric and electronic prop-
erties of the carbon support. The geometric changes are very
small leading to a slight increase in the lattice parameters and
bond distances. However, the changes in the electronic struc-
ture are more evident as the functional groups and nitrogen are
more electronegative as shown by their Bader charges (ESI Table
S1†). Therefore, the Density of States (DOS) of the studied
systems present interesting features as depicted in Fig. 5. The
electronic population distribution of graphene is observed in
Fig. 5a. The addition of pyridinic N leads to the formation of
new states especially at the Fermi level (Fig. 5a0). These new
states will be responsible for enhancement of the electric
conductivity as they increase the metallic behavior of the
system. Another peak at ��1.0 eV (below the Fermi level) may
be responsible for a higher number of electrons available for
transfer during the interactions of the surface with metallic
clusters or molecules. The electronic structure of graphene
oxide changes signicantly as the amount of functional groups
is raised (Fig. 5b, b0, c, and c0). When the quantity of oxygenated
functional groups is higher (HOG) the system becomes semi-
conductor with a band gap close to �3.0 eV (Fig. 5c); for LOG
conditions the system is still metallic but O and OH almost
discrete states are present below and above the vicinity of the
Fermi level (Fig. 5b). The addition of a single N atom (�3 at.%)
causes changes in the DOS of GO, under LO conditions there is
broadening of the distribution of states near the Fermi level but
the inuence is less dramatic since the system was already
This journal is © The Royal Society of Chemistry 2015
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metallic (Fig. 5b0), but for HOG the band gap decreases by
�0.5 eV (Fig. 5c0).

Interaction of the substrate with Pt4. A Pt4 cluster was
relaxed in the tetrahedral geometry, and once optimized it was
allowed to interact with the support. Fig. S2† depicts the Pt4
cluster interacting with O2, and supported clusters interacting
with nitrogen doped supports. Fig. S3† depicts the interaction
of the cluster with LOG and HOG. The interaction energy (Eint)
of the cluster with the support was calculated as the energy
difference between the separated systems and the resultant
geometry aer the relaxation procedure. Table 6 indicates that
Eint varies depending on the structure of the support and the
participating site. Several structures and sites were analyzed;
however, as the size of the cluster is very small and has a low
cohesive energy, in some cases the deformation of the cluster is
very large. It should be noted that the interaction energy
calculated in this way does not take into account cluster
deformation which is observed as a consequence of this inter-
action. Nevertheless, the interaction of the support with this
small cluster is strong and all effects resultant from this inter-
action are enhanced with respect to the unsupported cluster.
For example, reactivity trends of CO adsorption on supported
clusters are qualitatively well represented,67,68 while quantitative
information can be obtained analyzing the interaction of the
support with a larger cluster, as reported in a later section.

The weakest metal–substrate interaction is obtained with the
intrinsic sites of the graphene layer (Table 6); stronger effects
depend on the specic site and closeness of the metallic sites
from the functional groups that decorate the support. In the
case of the structures doped with nitrogen (G-1N and G3-N) the
interaction energy is more than twice that obtained with gra-
phene (Table 6). Stronger metal–support interaction energies
represent advantages in fuel cell electrocatalysts where the
mobility and aggregation of the cluster is one of the main
problems associated to durability. The stronger metal–support
interactions for N-doped graphene are in agreement with the
TEM images of the N-doped support revealing well distributed
particles while all other samples show evidence of particle
agglomeration. The interaction of the cluster with three
nitrogen atoms-support (G-3N) not only enhances the interac-
tion energy but leads to a higher charge transfer from the
Table 6 DFT calculated interaction of Pt4 with the various supports and

S–Pt4

Eint/eV Pt–C/Å Pt charge/a.u.

Pt4 0.0
Graphene �1.15 2.28 (Bridge) +0.10
G-1N �2.74 2.04(2.15 – N) +0.26
G-3N �2.43 (2.13 – N) +0.44
LOG OH side �2.67 2.18 +0.16

O Side �7.85 2.23(2.01 – O) +0.98
HOG OH side �1.89 2.25(2.01 – O) +0.55

O Side �2.01 (2.14 – O) +0.78
LOG-N �2.8 2.12(2.10 – N) +0.34
HOG-N �2.16 +0.89

This journal is © The Royal Society of Chemistry 2015
cluster to the support as shown by the average Pt charge in
Table 6, in agreement with the observations reported by Gracia
Espino et al.69 in core–shell Pt–Ni clusters. The extent of charge
transfer is a very important property for the catalytic activity
because electron transfer from the metal directed towards the
support may limit the metallic surface ability to provide elec-
trons for the chemical or electrochemical reduction reactions.
Stronger metal–support interaction energy is found for GO in all
of the oxidation states and in presence of functional groups.
The degree of oxidation also affects the interactions: in LOG the
smaller amount of functional groups allows the cluster atoms to
interact mostly with carbon atoms; whereas in the HOG the
cluster is able to mostly interact with the functional groups
instead of carbon. Therefore, in the OH side of LOG, when the
cluster is interacting totally with carbon atoms the interaction
energy is stronger than in graphene but the charge transfer is
similar to that in graphene. Conversely, in the O side of HOG
the cluster is totally in contact with the epoxy groups and not
interacting with carbon atoms. At these conditions, the inter-
action energy is weaker but the charge transfer is very high. The
most signicant charge transfer is obtained in the O side of the
LOG, where the cluster interacts with carbon atoms in the
support but also with oxygen atoms of the epoxy groups.
Therefore, in general the oxygen functional groups enhance the
metal–substrate interaction strength and lead to higher charge
transfer but an excessive amount of oxygenated groups as in
HOG offers disadvantages. This is primarily because of the HOG
semiconducting behavior discussed above and secondly
because of the higher feasibility of oxidation and formation of
CO2. The addition of nitrogen to GO slightly modies the
interaction energy strength and enhances the charge transfer
but only when the cluster interacts directly with the nitrogen
atom, in any other case the behavior is very similar to the non-
nitrogenated substrates.

Under the effect of O2 adsorption the deformation of the
cluster was found to be more severe, thus only the simulations
in which the cluster retains its original shape are reported. The
adsorption was modeled by addition of O2 directly on one of the
bridge sites of the cluster. It is worth mentioning that in the
unsupported cluster the adsorption of oxygen is the strongest
compared to those on any of the supported clusters. The
changes in O2 adsorption energy

S–Pt4–O2

Oxygen Ads/eV O–O distance O2 charge O–Pt

�1.97 1.438 �0.61 1.971–1.974
�1.33 1.396 �0.57 1.989–2.037
�1.41 1.430 �0.64 1.898–1.948
�1.50 1.451 �0.65 1.891–1.931
�1.33 1.386 �0.57 1.960–2.095
�1.26 1.493 �0.63 1.902–1.923

�1.35 1.398 �0.56 2.028–1.988

J. Mater. Chem. A, 2015, 3, 11891–11904 | 11899
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distance Pt–O2 also changes. Two Pt–O distances are reported in
Table 6 (last column): the rst corresponds to the oxygen
adsorbed on a Pt atom not interacting with the support while
the second corresponds to the Pt atom interacting directly with
the support. On the unsupported Pt cluster both of them are
equal, but in the supported clusters the rst is shorter and the
second larger, indicating that the interaction of Pt with the
support causes weaker oxygen adsorption (larger Pt–O distance)
especially near the Pt–support interface. The charge transferred
from the cluster to the adsorbate is higher when the cluster is
only donating electrons to the O2 molecule. The presence of the
C support diminishes the O2 adsorption energy (Table 6 and
Fig. S2†) and also reduces the amount of charge that is trans-
ferred from the cluster to O2 because the cluster is also donating
charge to the support. Therefore the distances O–Pt are larger
and the O–O distance is shorter (Table 6 and Fig. S2-a, and -b†)
i.e. the reduction of O2 is more difficult.

The interaction of Pt4 with N-doped graphene causes
stronger O2 adsorption than that in Pt4–graphene but still
weaker than that on the unsupported cluster. The Pt–O
distances are shorter than those in Pt4–graphene and the
unsupported case. Also the charge transfer to the adsorbate
(Table 6) is even higher than that in the unsupported case.
Moreover, a higher number of dopant N atoms (G-3N) enhances
this charge transfer to O2 leading to an elongated O–O distance
indicating that the mere presence of nitrogen is able to facilitate
the O–O bond breaking, again in agreement with the analysis of
Gracia Espino et al.69 For the interaction with GO, the charge
transferred from Pt4 to O2 is lower indicating that the presence
of oxygenated species in the support (because of the oxygen
higher electronegativity) causes electron retention. Part of these
electrons are needed for the cluster–substrate interaction;
therefore, especially in the O-side of the HOG in which the
cluster interacts totally with oxygen atoms and not with carbon
atoms the charge transfer is the lowest and the O–O distance
becomes only slightly higher than its gas phase value while the
Pt–O distances are large. Especial attention deserves the LOG in
the O-side (Fig. S3b†) which presents higher charge transfer to
O2 and the largest O–O distance; in this case the Pt4 cluster
interacts with epoxy groups but with carbon atoms as well. This
scenario seems to be favorable for O2 reduction suggesting that
a lower amount of decorating functional groups is more favor-
able for reactivity. Note that the geometry of the cluster also
changes signicantly in this case.

The analysis of the interaction of a small cluster with doped
and functionalized supports led us to conclude that charge
transfer from the support to the adsorbed molecule is a very
important property. If the dopant or functional groups retain
the electrons very strongly, the cluster will have a limited
capacity to donate electrons to O2 but if the cluster can receive
electrons from the support and is able to donate them during
the catalytic reaction then the catalytic activity could be
enhanced.

The experimental results of N-doped graphene reported
nitrogen concentrations close to 15 at.%. In the simulations
reported so far, the N concentration was close to 3 at.% N. The
simulations in this section are aimed to better represent the
11900 | J. Mater. Chem. A, 2015, 3, 11891–11904
effect of the N-doped support on a more realistic nanoparticle
size and higher N concentrations. A Pt38 cluster �0.8 nm
diameter was allowed to interact with a 7� 7 graphene layer. To
model the interaction with N-doped graphene support two
degrees of doping were used: 3N-doped (N 3 at.%) and 6N-
doped (N 6 at.%). The 3N-doped was simulated by eliminating
one carbon atom and exchanging the carbon atoms with
dangling bonds by N. For the 6N-doped three carbon atoms
were eliminated and the formed carbon dangling bonds were
exchanged with pyridinic nitrogen. The inuence of oxygenated
functional groups is supposed to be minimal according to the
experimentally found low concentration of oxygenated species.
For the cluster Pt38 interacting with the 3N-doped graphene, the
three nitrogen atoms interact only with one Pt atom while the
other Pt atoms are interacting with carbon atoms (Fig. S4-c†); on
the other hand on the 6N-doped support each nitrogen interacts
with a platinum atom at the interface, so six out of seven Pt
atoms at the interface are interacting with nitrogen (Fig. S4-d†).
It is important to point out that the DFT results suggest the
formation of Pt–N bonds observed both in the Pt4 and Pt38
models (Fig. S2-c and -d, and S4-c and -d† respectively), in
agreement with the conclusions from our XPS experiments and
also with previous calculations.69

Properties of the support. Fig. 6 shows the density of states of
the graphene sheet compared with those of the doped graphene
with various N concentrations. As discussed above, new states
arise near the Fermi level and those are enhanced with a higher
N concentration. There is also a higher charge transfer from
carbon atoms to nitrogen being reected on the total charge of
the graphitic structure. Table S2† reports the total charge
donated as the amount of nitrogen increases. The interaction
energy was calculated as in the previous section. However, here
we included the deformation effects of both support and
cluster. Table S2† shows that for graphene the interaction
energy is very weak even becoming slightly positive if the
deformation is not taken into account, also charge transfer
occurs, but graphene donates a small amount of charge to the
cluster. For N-doped graphene the interaction energy without
considering deformation effects is stronger compared to pure
graphene and is enhanced as the N concentration increases.
However if the deformation is taken into account the interac-
tion energies of the cluster with the two N-doped substrates are
comparable but very strong in comparison to that of the cluster
supported on graphene, thus conrming the strong cluster–
support interaction in the N-doped substrate.

Also the charge transfer follows the same trend observed in
Pt4 in which the Pt cluster donates charge to N and carbon
atoms. In ESI Fig. S4,† the geometry of the Pt38 cluster is
depicted showing the main (111) and (100) planes. The clusters
interact with the support through one of the (111) planes, and as
the number of N atoms increases the cluster becomes closer to
the support due to strong Pt–N interactions. We acknowledge
that for this cluster size, other morphologies may also be
present in fuel cell environments. Previous DFT studies of
growth of Pt clusters70 have determined that clusters evolve
from icosahedral type (approximately 13–38 atoms) towards fcc-
This journal is © The Royal Society of Chemistry 2015

http://dx.doi.org/10.1039/c5ta01285f


Fig. 6 Partial DOS (in states/eV) of the support (a) graphene, (b) 3N-
doped graphene and (c) 6N-doped graphene. Insets show the struc-
ture, carbon atoms in brown and nitrogen in blue spheres.

Fig. 7 Partial density of states (in states/eV) vs. relative energies E � Ef
where Ef is the energy of the Fermi level. Contributions of Pt atoms at
the top of the cluster and at the interface are separated for the sup-
ported cluster. The DOS for the unsupported cluster (involving all
atoms) is also shown.
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like (>38 atoms). Thus we may expect a mixture of icosahedral
and fcc-like clusters at this cluster size.

Electronic properties of the supported Pt38 cluster. The
partial DOS of the cluster is depicted in Fig. 7. To identify
contributions from interfacial atoms and atoms in the top of the
cluster they are shown separately. In the unsupported case there
are no interfacial atoms; therefore both sides of the cluster, as
the cluster is symmetrical, are the same. For the supported
cluster, the partial DOS of interfacial atoms are very different to
those of the atoms located at the top of the cluster (far from the
support). Moreover, the DOS at the top of the cluster are shied
slightly towards more positive values than the unsupported
cluster. For the atoms in the upper part of the cluster a relatively
large shi toward the Fermi level is found with respect to the
DOS of the unsupported cluster when the cluster interacts with
graphene, and with G-3N and G-6N. On the other hand, the
interaction of G-6N with the cluster atoms at the interface with
the substrate leads to higher changes. These changes are
expected to have an effect on the catalytic behavior of the
nanoparticles, O2 and O adsorption (key stages in the oxygen
reduction) as discussed in the next section.
This journal is © The Royal Society of Chemistry 2015
Table 7 reports the calculated O2 and O adsorption energies
on top of the cluster. The O2 adsorption energies in the various
systems are very comparable. However, they are weaker
compared to the case of the unsupported cluster. On the other
hand, the O–O distance is shorter in the unsupported cluster
while the effect of the support facilitates O2 dissociation leading
to slightly longer O–O distances. Although these differences are
small, and the changes in charge transfer to the adsorbate are
also small, the supported cases always lead to higher charge
transfer in comparison to graphene.

The presence of nitrogen makes the extent of the charge
donation from the cluster to the adsorbed molecule slightly
lower in comparison to the trends observed for the small Pt4
cluster.

We also evaluated the adsorption of atomic oxygen, to have a
measure of the interactions with the ORR intermediate species.
The strongest O adsorption is found on the unsupported
cluster, whereas it is slightly weaker on all supported clusters;
however the differences between doped and non-doped are
small and no signicant differences are observed as the
concentration of dopant is increased. On the other hand, the
charge transfer from the cluster to the adsorbed molecule is
higher on supported clusters; however, the extent of charge
donation seems to be smaller as the N concentration in the
support increases. Finding materials that adsorb oxygenated
compounds slightly weaker than on Pt may represent advan-
tages for the oxygen reduction reaction. This is especially
important for the OH species which can poison the catalyst if
strongly adsorbed. Therefore the interaction of the supported
metallic cluster may be benecial because of the weaker
adsorption of oxygenated species. In addition, as the interaction
of the cluster with the support is higher in the doped support,
this will provide enhanced stability.

Finally, given that the inuence of the support can be greater
or lower depending on the location of the O2 adsorption site on
the nanoparticle surface. To probe this statement we allowed O2

adsorption in two additional sites, one at the middle of the
cluster and another in a site in which one of the oxygen atoms is
J. Mater. Chem. A, 2015, 3, 11891–11904 | 11901
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Table 7 Adsorption energies and properties of O2 and O on Pt38 unsupported and over the supports discussed in this study

Pt38–O2 Pt38–O

Eads (eV)

d/Å Charges (e)

Eads (eV)

Charges (e)

O–O Pt–O G N Pt O2 G N Pt O

Pt38 �1.42 1.401 1.953 — — 0.5764 �0.5764 �4.98 — — 0.6760 �0.6760
G–Pt38 �1.39 1.410 1.956 0.1318 — 0.4993 �0.6310 �4.79 0.1032 — 0.5836 �0.6865
G3N–Pt38 �1.38 1.411 1.948 2.8106 �3.0126 0.8221 �0.6199 �4.83 2.7955 �3.033 0.9275 �0.6900
G6N–Pt38 �1.31 1.410 1.953 5.9439 �6.3993 1.0685 �0.6128 �4.81 5.9056 �6.3406 1.1208 �0.6859

Journal of Materials Chemistry A Paper

Pu
bl

is
he

d 
on

 0
1 

M
ay

 2
01

5.
 D

ow
nl

oa
de

d 
by

 T
ec

hn
is

ch
e 

U
ni

ve
rs

ita
et

 M
ue

nc
he

n 
on

 1
1/

09
/2

01
5 

15
:3

0:
45

. 
View Article Online
interacting directly with a Pt atom located at the interface (ESI,
Fig. S5† depicts the sites for O adsorption in the three cases).
The position of oxygen is similar in the supported clusters i.e. in
the same type of cluster facet (111), bridge site in atoms with
similar connectivity; the only difference is in the closeness
respect to the support). We note that the spin polarization
distribution in both Pt4 and Pt38 may be also affected by the
adsorption of the oxygenated species probably also affecting
their reactivity.

The values for O2 adsorption reported in Table 8 indicate
that the effect of the support is accentuated when the mole-
cules are closer to the support. Two values for adsorption
energy are reported, one calculated without considering the
changes in geometry aer adsorption and the second
including the geometry changes. Results for adsorption on the
top of the cluster without cluster reconstruction the results
have already been discussed in the previous section. For O2

locations at the middle of the cluster surface the adsorption in
all cases is weaker (than in the unsupported case and that in
the top of the cluster); among them the G-3N is considerably
weaker than all the others. At the cluster–support interface the
G-3N support leads to the lowest adsorption energy. In the G
and G-6N supports, even though the initial site and geometry
for oxygen adsorption in the three supports was the same, the
oxygen molecule tends to migrate from the interface to the
middle leading to adsorption in a hollow site (Fig. 8). Aer
migration the adsorption is stronger (even stronger than in the
supported case for Pt38–G and very similar to the unsupported
case in Pt38 G-6N). In order to compare the O2 adsorption in
the same site, a new simulation in a hollow site in the G-3N
was performed (value in parenthesis in Table 8). In that case
the O–O distance is longer and the charge transferred to the O2

molecule is larger, conrming an additional higher effect
owed to the N-doped support. When the reconstruction is
Table 8 O2 adsorption energy (in eV) in Pt38 as a function of the adsorp
value (after the slash) is the adsorption energy taking into account th
adsorption at the interface in the Pt38–G-3N corresponds to the hollow

Top Middle

Pt38-unsupported �1.42/�1.96 Eads O–O/Å B.C/e�

Pt38–1G �1.39/�2.01 1.37/�1.97 1.4093 �0.62
Pt38 G–3N �1.38/�1.96 1.19/�1.63 1.4092 �0.61
Pt38 G–6N �1.31/�1.82 �1.33/�1.87 1.4051 �0.61

11902 | J. Mater. Chem. A, 2015, 3, 11891–11904
taken into account the same trends are observed. However the
O2 adsorption on top of the G–Pt38 is stronger than that in the
unsupported case, while for O2 adsorptions closer to the
support the presence of N-species in the support leads to a
weaker O2 adsorption.

To investigate this point, it is useful to examine the inter-
actions between the cluster and the support. In some cases the
adsorption of O2 has an effect on the separation between the
cluster and the support. When adsorption is allowed in the top
or in the middle of the cluster the changes in cluster–support
separation for all the supports are negligible; however, when
O2 is very close to the interface the distance cluster–support is
elongated, especially in the undoped graphene-supported
cluster where the changes lead to the an almost total separa-
tion of the cluster from the support. In contrast, in the G-3N
case only two of the interacting platinum atoms are slightly
more separated from the support and in the G-6N support the
connectivity of the cluster remained the same (Fig. 8). There-
fore, this conrms that the strong interaction with the
nitrogen-doped support besides enhancing the catalytic
activity may also lead to a higher stability. Moreover, the
differences in catalytic activity of Pt on the N-doped support
can also be related to a stronger metal–substrate interaction
which leads to no changes in the cluster–support separation in
the presence of oxygen. On the contrary, the separation
between the cluster and support in the non-doped system
could lead to a higher resistance for electron transfer. Inter-
estingly, the interaction of the cluster with only pyridinic
nitrogen does not lead to a further enhancement of the cata-
lytic activity; the presence of carbon and nitrogen atoms
interacting with the cluster is the best option to enhance both
the catalytic activity and stability of the nanoparticle for
cathodes in fuel cells, cf. Section 3.2.
tion site. The first value is the total adsorption energy and the second
e deformation of both cluster and support. Value in parenthesis for
site

Interface

Eads O–O/Å B.C/e�

�1.90/�2.18 1.4827 �0.73
�0.97/�1.27, (�1.71/�2.18) 1.3813, (1.4896) �0.55, (�0.75)
�1.43/�2.03 1.4837 �0.74

This journal is © The Royal Society of Chemistry 2015
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Fig. 8 Final configuration of the adsorption of oxygen at the cluster–
support interface (Pt, C and O in blue, gray and red spheres respec-
tively). The initial geometry of the supported cluster without oxygen is
depicted in the back as green shadows. (a) Pt38–G, (b) Pt38–G-3N and
(c) Pt38–G-6N.
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4. Conclusions

In this study, low-mass loading catalysts (ca. 5 wt% Pt/C) were
synthesized via the carbonyl chemical route allowing for the
heterogeneous deposition of Pt nanoparticles onto different
carbon-based substrates. N-doped RGO, RGO, GO graphite and
Vulcan XC-72 were used as substrates. Raman spectroscopy
showed that except for graphite all the graphitic materials
investigated in this study presented low inter-defect lengths. On
the N-doped material, the XPS data analysis revealed that the N
1s photoemission line can be deconvoluted into different
chemical signatures namely, pyridinic, pyrrolic, graphitic and
oxidized nitrogen. The main components were pyridinic and
pyrrolic species. The examination of Pt 4f photoemission peaks
showed that a non-negligible amount of Pt atoms (25%) are
chemically bound to N atoms, which was conrmed by the DFT
analysis. This strong interaction between Pt clusters and N
atoms allows for an electronic transfer from Pt to the carbon
support, also predicted by our DFT calculations. Electro-
chemical measurements have shown that NRGO as substrates
led to an increase in the mass activity of the catalyst at 0.9 V vs.
RHE. This can be related to changes in the oxygen adsorption
energy at the platinum surface. DFT calculations show that the
molecular and atomic oxygen adsorption is weaker for the N-
containing substrates. The DFT results reveal that the O–O
distance is much elongated in the case of the N-doped
substrates, which suggests lower barriers for O2 dissociation.
This is a rst point to explain the increased electrocatalytic
activity of Pt/NRGO toward the ORR. It should be added that the
weaker O2 and O adsorption suggest that other oxygenated
compounds, such as OH may also be weaker on the catalysts
supported in the N-doped substrates, which would further
enhance the catalytic activity given that strongly adsorbed OH is
a well-known catalyst poison. Additionally, in contrast to the
non-doped systems, calculations have shown that the strong
interaction between Pt clusters and N-doped graphene led to no
changes in cluster–support separation with the presence of
adsorbed molecular oxygen. We suggest that this stronger
interaction may be responsible for a decrease in the resistance
for electron transfer between the cluster and the substrate
facilitating the electrochemical reactions. All results obtained in
This journal is © The Royal Society of Chemistry 2015
this study are of major importance and lay the basis for the
development and demonstration of new cathode architectures
for low temperature proton exchange membrane fuel cells.
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A B S T R A C T

This work summarizes the advanced materials developed by various research groups for improving the
stability of platinum (Pt), and Pt-based catalysts center toward the oxygen reduction reaction (ORR) in
acid medium. The ORR stability enhancement of Pt catalytic center can be classified according to the
different nature of the supporting materials, namely, carbon-, oxide-based-, and oxide-carbon
composites. The enhancement and stability of a catalytic center can be related to either its electronic
modification induced by a strong interaction with the support, another metal (alloy), or to geometric
effects. In addition, other parameters come into play, the size, the morphology of the catalytic center, the
temperature, the dispersion, and mass loading, along with the measuring methods. This mini-review
mainly focusses on the stability improvement, depending on the substrate nature. This latter can be
further modified via functionalization or by the chemical interaction nature between the substrate and
catalyst.

ã 2015 Elsevier Ltd. All rights reserved.
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1. Introduction

Besides the electrocatalytic activity of nanomaterials for the
oxygen reduction reaction (ORR), the stability of any catalytic
center is still a major issue in low temperature fuel cell systems,
such as proton-exchange membrane fuel cell (PEMFC), in particular
for the best known catalyst: platinum (Pt) [1,2]. It is well known
that degradation and contamination of Pt active sites result in a
* Corresponding author. Tel.: +33 5 4945 3625; fax: +33 5 4945 3580.
E-mail address: Nicolas.Alonso.Vante@univ-poitiers.fr (N. Alonso-Vante).

1 ISE Member

http://dx.doi.org/10.1016/j.electacta.2015.04.098
0013-4686/ã 2015 Elsevier Ltd. All rights reserved.
decrease of catalysts’ performance in PEMFC [3,4]. Indeed, the
conventional support of Pt-based nanoparticles (NPs) is carbon
black. The corrosion of this support starting at 0.97 V vs. RHE
(reversible hydrogen electrode) [5] leads nanoparticles to detach
and aggregate into larger ones resulting in a loss of active surface
area [6–9], hence lowering the performance of the electrochemical
generator [2,6,9,10]. Efforts have been devoted to enhance the
stability of this kind of catalysts via various methods, which can be
divided into two routes, namely with or without Pt surface
modification.

The first strategy, referring to Pt electronic modification, was to
tailor Pt center in Pt-M with M = transition metals or rare earth

http://crossmark.crossref.org/dialog/?doi=10.1016/j.electacta.2015.04.098&domain=pdf
mailto:Nicolas.Alonso.Vante@univ-poitiers.fr
http://dx.doi.org/10.1016/j.electacta.2015.04.098
http://dx.doi.org/10.1016/j.electacta.2015.04.098
http://www.sciencedirect.com/science/journal/00134686
www.elsevier.com/locate/electacta
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elements. The Pt alloyed rare earth (RE) bulk model confirmed the
prediction of highly efficient and stable catalysts towards ORR
[11–14]. And PtxY nanoalloy showed excellent ORR kinetic and
durability [15]. Pt-M nanoalloys, where M could be Co, Ni, Cu, Fe,
etc. [16–22], also showed a high ORR activity and/or stability. One
explanation for such an ORR enhancement in such Pt-based
nanoalloy is the “ligand effect” and “geometric effect” [22–25].
Another phenomenon that favors the ORR stability is the strong
metal-substrate interaction (SMSI) between Pt NPs and the
substrate. In fact, strong interaction of Pt centers with the graphitic
domain of carbon materials, such as carbon nanotube (CNT) and
reduced graphene oxide (RGO) sheet supported Pt catalysts, was
observed [26–29]. Oxides were also identified as good candidates
to support Pt-based NPs basically because of their better corrosion-
resistance with respect to carbon materials [5]. Pt supported by
oxides can be prepared via a chemical and/or photochemical route
[30–32]. Both methods, reveal that SMSI in Pt and oxide should be
responsible for the enhanced catalytic activity and/or stability
towards ORR [30,33,34]. As defined by Tauster et al. [35,36], SMSI is
related to formation of an interfacial bond occurring between the
metal and the metal of the oxide’s surface. The modification of the
metal electronic structure which takes place is also induced by
strain effects [37]. Compared with carbon materials, the conduc-
tivity of pure oxides may limit their application as cathodic
substrate materials. Therefore, doped oxides and oxide-carbon
composites become attractive supports for catalytic nanoparticles
[32,38,39] In fact, SMSI can be also identified in oxide-carbon
composite supported Pt NPs [40]. The ORR stability was enhanced
Table 1
Low graphitized carbon supported Pt NPs towards ORR stability.

Catalyst Particle diametera /
Shape

Durability test parameters 

Cycles Potential
intervalb

Electrolyte an
cell

PtxY/GCE 9/ Spherical 9,000 0.6–1.0 O2-saturated 

half-cell.Pt/GCE* N.M. 

Pt1.5Ni/CB 11/ Octahedral 4,000 0.6–1.0 0.1 M HClO4 i
PtNi/CB 12/ Octahedral 

PtNi1.5CB 13/ Octahedral 

Pt/CB* N.M. 

Pt2.5Ni/CB 9/ Octahedral 5,000 0.65–1.0 O2-saturated 

half-cell.Pt/CB* N.M. 

Pt3Co/CB -700 7.2/ Spherical 5,000 0.05–1.0 N2-saturated 

half-cell.Pt/CB* 4.4/ Spherical 

PtCu3 600C/CB 2.65/ N.M. 30,000 0.5–1.0 H2/N2-saturat
MEA.PtCu3 800C/CB 4.2 / N.M. 

PtCu3 950C/CB 5.4 / N.M. 

Pt/CB* 2.9 / N.M. 

Pt3Pd/CB 11.3/ Octahedral 2,000 0.4–0.9 O2-saturated 

half-cell.Pt3Pd/CB 3.9/ Spherical 

Pt/CB* N.M. 

PtCu3/CB (ordered) N.M. 7,000 0.6–1.2 0.1 M HClO4in
PtCu3/CB
(disordered)

N.M. 

Pt/Au 3–5/ Spherical 30,000 0.6–1.1 O2-saturated 

cell.Pt/CB* N.M. 

Pd@Pt 5/ Spherical 60,000 0.7–0.9 0.1 M HClO4in
Pt/CB* 3.5/N.M. 

N.M. = not mentioned in literature.
MEA = membrane electrode assembly.
RT = room temperature.

a nm.
b V vs. RHE.
c mV s�1.
d ORR mass activity (MA) @ 0.9 V vs. RHE / mA mg�1

Pt; Hydrogen under-potential de
e Normalized by the initial value.
f Data not provided in the literature, these ones were estimated from figures.
* Reference catalyst to compare with the catalytic activity of alloyed Pt NPs.
with respect to carbon black supported Pt NPs [39]. Recently,
another type of interaction, between oxide clusters and Pt center
supported by carbon black, was observed for ORR stability
enhancement. Such an interaction is induced by micro-strain
between oxide nanoclusters and Pt [41,42], leading to Pt surface
change.

Besides Pt surface modification, other parameters could come
to play. Norskov et al. predicted that, based on density function
theory (DFT) calculation, the ORR surface specific activity (SA),
defined as kinetic current normalized by Pt active surface, should
be enhanced with increasing particle size in the range of 2–30 nm
and maximum mass activity (MA), defined as kinetic current
normalized by Pt mass, should be observed on particles of 2–4 nm
in HClO4 [43]. In addition particle-size effect in Pt-based catalysts
towards both ORR activity and stability were observed [44,45].
Octahedral Pt-Ni facetted (111) dominant [18,46,47], Au cluster
stabilized Pt [48] and Pt-based core-shell NPs [49,50] showed an
enhanced ORR activity and stability with respect to the Pt center.
Moreover, Pt NPs dispersion, mass-loading, substrate conductivity,
working condition (e.g. temperature), etc., affect the ORR process
[51–55].

Since the Pt surface modification has a positive influence on the
ORR process, this mini-review summarizes recent experimental
progress obtained so far by various research groups using modified
Pt centers and various substrates’ nature to anchor or hybridize the
catalytic center. Other parameters (e.g. NPs size/morphology effect,
temperature, and working condition will be mentioned but not
discussed in detail.
Durability test results Ref.

d electrochemical Scan
ratec

Temperature Initial
valued

Remaining
valuee

0.1 M HClO4 in 50 23 �C MA = 3050 MA = 63% [15]
MA = 500f N.M.

n half-cell. 50 N.M. MA = 1200f MA = 84% [18]
MA = 1700f MA = 55%
MA = 1100f MA = 34%
MA = 150 N.M.

0.1 M HClO4 in 70 N.M. MA = 3300 MA = 60% [47]
MA = 200 MA = 67%

0.1 M HClO4 in 50 RT MA = 520 MA = 73%f [16]
MA = 60 N.M.

ed 0.1 M HClO4 in 100 80 �C MA = 303 MA = 83% [21]
MA = 530 MA = 40%
MA = 320 MA = 97%
MA = 160 MA = 81%

0.1 M HClO4 in 50 RT ECSA = 54 ECSA = 98% [61]
ECSA = 61 ECSA = 43%
ECSA = 95 ECSA = 47%

 half-cell. 1000 N.M. MA = 580 MA = 72% [22]
MA = 450 MA = 67%

0.1 M HClO4in half- 50 RT N.M. Hupd = 100% [48]
N.M. Hupd = 55%

 MEA. N.M. 80 �C MA = 300 MA = 81% [49]
MA = 130 MA = 32%

position (Hupd)/cm2; Electrochemical surface area (ECSA) / m2 g�1
Pt.
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2. Carbon-based substrate for Pt NPs

2.1. Low graphitized carbons

Metal black NPs, e.g. Pt, Ru, etc. have been investigated as model
systems for various electrocatalytic reactions. In this sense, novel
unsupported alloys made of Pt and rare earth elements have been
synthesized via physical methods, e.g. PtxY nanoalloy coated on
glassy carbon electrode (GCE), showed excellent ORR activity and
stability (in Table 1 and Fig. 1) [15]. Moreover, low graphitized
carbons are widely used as supports for catalytic NPs.

Carbon black (CB), e.g. from Vulcan and Ketjen, are the most
widely used supporting materials for catalysts’ nanoparticles
towards ORR. The enhancement of ORR activity and stability of
carbon black supported Pt NPs is essentially based on the design of
the catalytic center. In platinum nanoalloys, two main concepts, in
the control of Pt catalytic center, are devised: the “geometric”
and/or “ligand effect”, where the Pt electronic modification change
Pt catalytic performance. In the presence of alloyed 3d transition
metals, and rare earth elements, e.g. Yttrium (Y), Gadolinium (Gd),
with Platinum, the geometric effect can be related to a change of
the Pt-Pt inter-atomic distance. The 3d transition metals or rare
earth elements which can leach out during the electrochemical
activation of platinum in acid medium, leading to pure Pt skin and
thus altering the Pt-Pt atomic distance [15,16,18,56]. Such Pt-Pt
atomic distance is more compressed in PtxY nanoalloy than
on pure Pt. A similar phenomenon takes place on the Pt-M
(M = 3d transition, metals) e.g., Pt-Cu [15,57]. The surface
de-alloying process of Y atoms in PtxY leads to close packed Pt
atoms forming a Pt overlayer skin on alloyed Pt-Y core. Therefore,
on Pt-M (M = transition, and rare earth metals) nanoalloys, the
ligand effect can be attributed to a Pt electronic modification
induced by M metals [12,14,58–60]. The ORR process that occurs at
the Pt surface can be rationalized as follows: First the activation of
O2 molecule on Pt surface, involving one H+ and e� transfer, form
adsorbed OOH. Secondly, this surface adsorbed species dissociates
into O and OH. If the electronic structure of the catalytic center
changes, the adsorption/desorption energy of the species changes
as well. Based on DFT calculation the process of adsorption of OOH
and desorption of O and OH, for example at Pt3Y, is smaller in
comparison to that of pure Pt surface atoms, leading to an
enhanced ORR activity and stability [12].
Fig. 1. ORR activity before and after stability test: surface specific activity (SA) vs.
mass activity (MA). The degradation is shown by an arrow for PtxY/GC [15]; Pt2.5Ni/
CB [47]; Pt1.5Ni/CB, PtNi/CB and PtNi1.5/CB [18]; (inset) for Pt3Co/CB-700 [16]; PtCu3/
CB 600C, PtCu3/CB 800C and PtCu3/CB 950C [21]; PtCu3/CB (ordered) and PtCu3/CB
(disordered) [22]; Pt/Pd/CB [49]; DOE 2015/2017 target [3].
The ORR activity of Pt-M (M = transition metals and rare earth
elements), as well as stability tests performed on various CB
substrates are summarized in Table 1. The selected system was
based on the ORR activity with respect to DOE (department of
energy, USA) 2015 (MA = 440 mA/mgPt) / 2017 (SA = 770 mA/cm2

Pt)
targets [3]. The Pt-M catalysts listed in the Table are more efficient
for the ORR with respect to the DOE target. Before the stability test,
it can be seen that the ORR mass activity (MA) on Pt-M is higher
with respect to Pt taken as a reference catalyst. Likewise, one can
notice that the ORR mass activity on Pt-M on CB or GCE supports
follows such DOE’s trend. Indeed, the initial MA value of catalysts
in the decreasing order are: octahedral Pt2.5Ni supported on CB
(Pt2.5Ni/CB) [47] > PtxY supported on GCE (PtxY/GCE) [15] > PtNi
supported on CB (PtNi/CB) [18] > Pt1.5Ni supported on CB (Pt1.5Ni/
CB) [18] > PtNi1.5 supported on CB (PtNi1.5/CB) [18] > ordered PtCu3

supported on CB (PtCu3/CB ordered) [22] > PtCu3, annealed at
800 �C, supported on CB (PtCu3/CB-800) [21] > Pt3Co, annealed at
700 �C, supported on CB (Pt3Co/CB-700) [16] > carbon black
supported PtCu3, annealed at 950 �C, supported on CB (PtCu3/CB
950) [21] > PtCu3, annealed at 600 �C, supported on CB (PtCu3/C
600C) [21]. Unfortunately, in order to have a complete picture of
the stability measurements on Pt-Y [15], Pt-Ni [18,47], Pt-Co [16]
materials, measurements on Pt reference materials are needed.
Furthermore, different working conditions employed differ, cf.
columns 3–6 of Table 1. We can only assess that PtxY/GCE [15]
retains the highest ORR mass activity among Pt-M (M = transition,
and rare earth metals) centers, e.g., PtNi/CB [18], PtNi1.5/CB [18],
Pt2.5Ni/CB [47] and Pt3Co/CB-700 [16]. Furthermore, tunable ORR
kinetic and stability related to Pt and Ni ratio could be generated on
octahedral Pt-Ni nanoalloy [18]. The different ORR kinetics on Pt-Ni
catalysts with different Pt/Ni ratio was associated with the Pt
surface morphological change as a result of leaching of Ni during
ORR [18]. The MA on other nanoalloys such as Pt3Co/CB-700
catalyst was reported to be around 73% after 5,000 potential cycles
[16], ordered PtCu3/CB remained 72% after 7,000 cycles [22] and for
PtCu3/CB annealed at 950 �C it was 97% ORR after 30,000 cycles
[21]. Nevertheless, as compared to PtxY/GC [15] and Pt2.5Ni/CB [47]
nanoalloys, the initial ORR activity of PtCu3 [21] is lower by a factor
of ca. 10.

The MA vs. the SA at 0.9 V vs. RHE, and stability for the ORR on
various catalysts supported onto carbon are contrasted in Fig. 1.
The loss of activity is marked by an arrow. Since different durability
working conditions were reported, one should not directly
compare ORR stability between different catalysts. However, one
can appreciate two groups of catalysts, namely the most perform-
ant ones, e.g., PtxY/GCE [15], Pt2.5Ni/CB [47], Pt1.5Ni/CB [18] and
PtNi/CB [18], and the less performant ones, e.g. PtNi1.5/CB [18],
ordered PtCu3/CB [22], Pt3Co/CB-700 [16] and annealed PtCu3/CB
catalysts [21]. Considering the DOE 2015/2017 target as a reference
for the most performant catalysts, the ORR kinetics before and
after stability tests is higher than the reference. For the less
performant catalysts, the ORR activity after stability tests is lower
than the reference. This picture shows us that ligand and/or
geometric effect can also be correlated to the materials particles’
size/morphology. Among octahedral shaped PtNi nanoalloys, the
Pt2.5Ni/CB, with the smallest diameter (cf. Table 1), delivered the
highest initial MA and SA [18,47] supporting the favorable effect of
particle size towards ORR.

The tuning of Pt active center activity was devoted to control the
morphology of nanoparticles. In this connection, Zou et al. [46]
reported that octahedral Pt3Ni NPs with dominant (111) facet
showed an enhanced ORR activity with respect to Pt3Ni nanocubes.
Similarly, Park et al. observed that the ORR stability on octahedral
ones was improved [61] as compared to spherical Pt3Pd/CB
catalyst, cf. Table 1. Moreover, the high activity and stability of
catalysts can be favored by engineering core-shell structures.



Fig. 2. Anodic polarization curves obtained by potential cycling at scan rate of
2 mV s�1, from 0.7 to 1.3 V vs. RHE, in N2-saturated 0.1 M HClO4, for bare Au
electrode, CB (Vulcan XC-72, pretreated at 400 �C under N2 for 4 h), MWCNT
(purification following the method in reference [101]) on Au electrode, TiO2

(prepared via sol-gel route in [32]), TiO2-C composite (50 wt% TiO2, prepred via sol-
gel route in [32]) coated on Au electrode.
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The data shown in Fig. 1 contrast Pt-M (M = transition or rare earth
metals) catalysts having an induced core-shell structure developed
by leaching or dealloying process, e.g., on PtxY/GCE [15], Pt3Co/CB
[16], PtxNi/CB [18] and PtCu3/CB [21,22]. It thus turns out that the
increased activity can be associated with the electronic effect
induced by micro-strained Pt overlayer atoms as a result of
leaching/dealloying [15,16,18,21,22]. An alternative way to stabilize
Pt catalytic centers can be obtained from, e.g. Au cluster or by core-
shell morphology, where the Pt is not alloyed [48,49,62]. It was
reported that Pt/Au [48] and Pd@Pt [49] supported on CB showed
no active surface area degradation after 30,000 potential cycles for
the former and 19% loss of MA after 60,000 cycles for the latter.
Pt/CB used as reference under the same conditions showed 45%
and 68% loss, respectively, cf. Table 1. It is thus clear, that data
shown in Fig. 1, indicates that these kinds of catalyst having
non-alloyed cores possess an enhanced stability but lower ORR
activity.
Table 2
ORR stability on multi-walled carbon nanotube (MWCNT), functionalized graphene she

Active
Center

Particle diametera/
shape

Durability test parameters 

Cycles Potential
intervalb

Electrolyte and elec
cell

Pt/MWCNT 2.2/Spherical 3,000 0.05–1.2 N2-saturated 0.5 M 

cell.Pt/CB (R1)* 1.9/Spherical 

Pt/MWCNT 2.9/Spherical 10,000 0.5–1.0 0.1 M HClO4in half-

Pt/CB (R2)* 2.5/Spherical 

Pt/FGS 5.5/Spherical 5,000 0.6–1.1 N2-saturated 0.5 M 

cell.
Pt/CB (R3)* 6.9/Spherical 

Pt/RGO/CB 5/Spherical 20,000 0.6–1.1 0.1 M HClO4in half-

Pt/CB (R4)* 3/Spherical 

N.M. = not mentioned.
RT = room temperature.

a nm.
b V vs. RHE.
c mV s�1.
d ORR mass activity (MA) @ 0.9 V vs. RHE / mA mg-1Pt; electrochemical surface area 

e Normalized by the initial value.
f Data not provided in the literature, these ones were estimated from figures.
* Reference catalyst to compare ORR stability.
2.2. High-graphitized carbon

Other types of carbons, such as carbon nanotube (CNT)
and reduced graphene oxide (RGO) were reported as substrates
to favor the ORR process of Pt NPs [26,28,29,63]. As shown in Fig. 2,
the onset corrosion potential for high graphitized carbon
(e.g. multi-walled CNT) is higher than that for low graphitized
carbon (e.g. CB). Thus, improvement of ORR stability on Pt/(high
graphitized carbon) catalyst was reported, see Table 2 and
Fig. 4. The corrosion resistance of the substrate minimize Pt NPs
agglomeration.

Another mechanism for such an activity enhancement revealed
that a SMSI is also responsible for stabilizing Pt NPs [26,64].
Recently, Alonso-Vante et al. reported the interaction between Pt
center and graphitic domain of carbon materials [26,65]. For such a
comparison, care was taken in controlling the size/morphology of
Pt NPs (cf. Fig. 3A-C), obtained via the carbonyl chemical route
synthesis [26,65,66]. Using CO as a molecular probe, a series of
experiments were done on well-defined substrate conditions.
Fig. 3D shows the CO-stripping voltammograms on Pt/CB
(CB = Vulcan XC-72), Pt/MWCNT (MWCNT = multi-walled carbon
nanotube) and Pt/HOPG (HOPG = highly oriented pyrolytic graph-
ite). The oxidation of carbon monoxide is shifted to negative
potential and it is a function of the degree of graphitization of the
substrates as revealed by the Raman spectroscopy (cf. insets of
Fig. 3D). These results, indeed, disclose that the ratio of the D-band
(disordered band) intensity with the G-band (graphitic band)
decreases. The favorable interaction of Pt NPs onto graphitic
domains of carbon was further verified via XPS analysis (not shown
here).

Table 2 summarizes the ORR stability on CNT or graphene
supported Pt NPs. It is noticeable that the ORR stability of CNT or
graphene supported Pt NPs is enhanced with respect to Pt/CB
reference catalysts. As an example, the remaining ECSA of
Pt/MWCNT [26], which measured up to 3,000 cycles, was 68%
whereas the reference Pt/C catalyst was 25%. The origin of
stability on this kind of systems can be related to both the
higher corrosion potential of substrate and the SMSI effect
developed by the hybridization of d-orbitals of Pt with sp2

domains of carbon. Strasser et al. [63] also reported an enhanced
et (FGS) and reduced graphene oxide/carbon black (RGO/CB) supported Pt NPs.

Durability test results Ref.

trochemical Scan
ratec

Temperature Initial valued Remaining
valuee

H2SO4in half- 50 25 �C N.M. ECSA = 68% [26]
ECSA = 25 %

cell. 50 RT ECSA = 47 � 12 ECSA = 105% [63]
MA = 120 � 20 MA = 90%
ECSA = 53 � 4 ECSA = 74%
MA = 150 � 10 MA = 66%

H2SO4in half- 50 RT ECSA = 108 ECSA = 68% [28]
MA = 39 MA = 50%
ECSA = 75 ECSA = 40%
MA = 65e MA = 35%

cell. 100 RT ECSA = 56.4 ECSA = 95% [29]
MA = 170f MA = 69%f

ECSA = 58.9 ECSA = 50%f

MA = 170f MA = 35%f

(ECSA) / m2 g�1
Pt.



Fig. 3. TEM images for Pt/CB (A) and Pt/MWCNT (B). Reprinted with permission from [26]. Copyright (2013) American Chemical Society. STM image for Pt/HOPG sample (C),
zone A and B represent Pt NPs and zone C for HOPG. CO-stripping voltammograms (D) for Pt/CB, Pt/MWCNT and Pt/HOPG; (insets) Raman spectra for CB, MWCNT and HOPG.
Data extracted from [26,65].

Fig. 4. Electrochemical surface area evolution for Pt/MWCNT compared with Pt/CB
(R1) [26] and [63], Pt/RGO/CB compared with Pt/CB (R4) [29] and Pt/FGS compared
with its Pt/CB (R3) [28].
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ORR stability after 10,000 cycles on Pt/MWCNT with respect to
Pt/CB catalyst. In this work the MA of Pt/MWCNT remained 90%
with no degradation of ECSA, whereas the remaining ECSA and MA
were 74% and 66% on Pt/CB, respectively. Reduced graphene
oxide (RGO) and CB composite were reported as a more durable
substrate than CB for Pt NPs [29]. It was reported that ECSA
showed only a loss of 5% on Pt/RGO/CB catalyst after 20,000 cycles,
while the active surface area of Pt/RGO and Pt/CB, as reference
catalysts, remained respectively around 50% and 60%. In spite of
the relatively low initial activity of Pt/RGO/CB catalyst towards
the ORR, the remaining MA after stability test was of 69%.
Under the same conditions Pt/CB degradation is higher and the
remaining MA is 35%. Additionally, functionalized graphene
sheet (FGS) supported Pt NPs showed an enhanced ORR stability
in comparison to the commercial Pt/C catalyst after 5,000 cycles.
The extent of the electrochemical surface area variation of the
various Pt NPs- carbon systems with the number of cycles is
contrasted in Fig. 4. One can further notice that Pt/CB reported in
the literature strongly differ, probably because of different sources
and different cycling potential intervals. One can, however, state
that Pt NPs can be positively stabilized on carbon with graphitic
domains.

3. Oxide-based materials

3.1. Pure-, doped-oxides

Wide band-gap semiconducting oxides, such as TiO2, SnO2, and
WO3 [32,34,39,67–71], are good candidates as supports for Pt NPs,
not only because of their corrosion resistance with respect to
carbon-based materials (cf. Fig. 2), but also because of their strong
interaction with metallic particles inducing the so-called SMSI
effect for the ORR activity as well as stability enhancement [33].
SMSI was reported between Pt and oxides, e.g., TiO2, SiO2, CeO2, and
so on [72–75]. This phenomenon is defined as an interfacial
interaction between the catalytic metal and the metal of the oxide
resulting in an electronic structure modification of the catalytic
metal [35,36]. Taking Pt/TiO2 system as an example, DFT
calculation indicated a strong interfacial reaction between Pt
and Ti atoms forming a metal-metal bond [76]. The modification of
Pt electronic structure can also be associated with a charge transfer
at the interfacial Pt-Ti alloy [40]. Hwang et al. attested [33],via
X-ray absorption near edge structure (XANES) data, Fig. 5A, charge
transfer from oxide (Ti0.7Mo0.3O2) to Pt NPs. Compared with Pt/C
catalyst and PtCo/C catalyst, dramatic decrease of number of
unfilled d-states could be observed in Pt/Ti0.7Mo0.3O2, Fig. 5B. Thus
indicating that electron donation from oxide to Pt takes place.
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However, some reports revealed that, besides charge transfer,
lattice strain effect should also be taken into account as an
important factor enhancing the ORR activity [37]. In this sense, Kim
et al. described that charge transfer from Cr-TiO2 to Pt (Pt/Cr-TiO2)
takes place as a result of a strong OH adsorption on Pt
surface leading to a decrease of ORR activity [37]. Nevertheless,
ORR activity on Pt/Cr-TiO2 was improved with respect to the
reference Pt/C. To put in evidence such phenomena (SMSI and/or
strain effects), Pt NPs were deposited onto oxides using either the
photo-deposition, or depositing via a chemical route
[32,39,40,77,78].

With respect to Pt NPs supported onto doped-oxides, the
activity and stability vis-à-vis the ORR are summarized in Table 3
and Fig. 6. For Pt/TiO2, and Pt/Nb0.25Ti0.75O2 [34,38], the initial
specific activities are lower than the reference Pt/CB. After 2,500
potential cycles, SA value on Pt/TiO2 and Pt/Nb0.25Ti0.75O2 catalyst
remain respectively 52% and 41%, whereas the loss on the
reference Pt/CB attains 96 %. When considering, the ECSA
evolution, after stability tests, Pt/TiO2 and Pt/Nb0.25Ti0.75O2

materials preserve, respectively, 44% and 45%, i.e., more stability
than the loss of 93% recorded for Pt/CB. It should also be noted
that ORR stability between Pt/TiO2 and Pt/Nb0.25Ti0.75O2 catalyst
is very close, but ORR activity is obviously enhanced on
Pt/Nb0.25Ti0.75O2 with respect to Pt/TiO2. Besides, doped oxides
Fig. 5. Pt LIII-edge XANES spectra (A) and variation in unfilled d-states for Pt/
Ti0.7Mo0.3O2 and Pt-based NPs on carbon. Reprinted with permission from [33].
Copyright (2011) American Chemical Society.
can improve the ORR activity and enhance stability of Pt [79].
Sn doped TiO2 can also be applied as substrate for Pt center
towards ORR. Hou et al., reported that the enhanced ORR
activity on Pt/Ti0.7Sn0.3O2 is due to its high conductivity with
respect to Pt/TiO2 [79]. After 500 potential cycles, the remaining
ECSA for Pt/Ti0.7Sn0.3O2 was 62%, whereas for Pt/CB catalyst it
was only 26%. Enhanced ORR activity and stability on
Pt/Ti0.7Mo0.3O2 was also obtained [30,33]. Indeed, after 5,000
potential cycles, the ORR activity on Pt/Ti0.7Mo0.3O2 was 92%,
whereas Pt/CB decreased to 50%. It revealed that a strong bonding
between Pt and oxide is at the origin of the SMSI effect,
preventing Pt NPs from agglomeration [33]. Pt NPs on Nb- and
Sb-doped SnO2 showed enhanced effect on stabilizing Pt NPs after
stability test with respect to carbon supported Pt NPs [51,80]. The
authors claimed that enhanced stability should be attributed to
SMSI. In Fig. 6 one can notice that it is very difficult to compare
ORR stability between Pt/Oxide catalysts due to the different
stability test procedures. Nevertheless, it can be concluded that
Pt centers on oxides are more stable than on carbon or carbon-
oxide composite as substrate, see below, attributing to both
higher corrosion potential and SMSI.

3.2. Oxide-modified catalytic center

Oxide-modified Pt center supported by carbon can be
essentially synthesized via a chemical route [41,42]. Such system
is significant for Pt-based catalyst with rare-earth (RE) elements.
Alloyed Pt-RE has been predicted for its excellent ORR activity and
stability [12–14,58]. The synthesis of Pt-RE nanoalloy is a great
challenge via soft chemical route as compared to the relatively
facile chemical synthesis of Pt-Ni and Pt-Co nanoalloys [16,18]. The
reason is that the reduction potential of RE elements is very
negative (ca. -2 V) [82]. Therefore, co-reduction of RE and Pt in
aqueous solution is not appropriate for Pt-RE nanoalloy synthesis.
Results from various groups confirm that chemical co-reduction of
Pt and Y precursors lead to Y-oxide in Pt catalysts [41,42,83,84].
Surprisingly, ORR activity and stability of Pt-Y2O3/C was enhanced
in comparison to Pt/C catalyst [41,42,83,84]. This phenomenon can
be, however, associated to the interaction of amorphous RE-oxide
cluster interacting with Pt surface atoms [41,42]. Our group
recently observed enhanced ORR activity as well as stability with
Y2O3 and Gd2O3 modified Pt center on CB, noted as Pt-Y2O3/C and
Pt-Gd2O3/C, with respect to the reference Pt/C [42]. It was found
that ORR activity was actually enhanced after heat-treatment,
even though no evidence of modification of the Pt electronic
structure and formation of Pt-Y or Pt-Gd alloy could be assessed
yet [41,42]. Thus, such an effect should be distinguished from SMSI,
since no Pt electronic modification can be brought to light. As
shown in Fig. 7A, the micro-strain value, estimated from
Williamson-Hall plots based on XRD data, was enhanced from
as-prepared to heat-treated Pt-M2O3/C (M = Y and Gd) samples.
Conversely, such a phenomenon decreased from as-prepared to
heat-treated Pt/C sample. Compared with Pt/C sample, the TEM
images showed that the Pt NPs was much less agglomerated after
heat-treatment in Pt-M2O3/C (M = Y and Gd) samples. The ORR
stability, evaluated from remaining active surface and kinetic
current (Fig. 7B), was found more stable for Pt-M2O3/C (M = Y and
Gd) samples after heat-treatment, than for Pt/C sample after heat-
treatment. These results confirm the effect of rare earth oxides in
stabilizing the Pt center. In fact, a decreased micro-strain value
and ORR activity was found, however, in TiO2-CB supported Pt NPs
(Pt/TiO2/C) after heat-treatment, which could be related to a Pt
center healing process [85]. Therefore, an increased micro-strain
value and ORR activity/stability in Pt-M2O3/C (M = Y and Gd)
systems can be associated to the presence of surface oxide
clusters on Pt surface defects serving as nano-supports. Besides,



Table 3
Titanium oxide (TiO2), Niobium doped titanium oxides (Nb0.25Ti0.75O2), Tin doped titanium oxide (Ti0.7Sn0.3O2) and Nb-/Sb- doped tin oxide (Sn0.96Nb0.04O2�d /
Sn0.96Nb0.04O2�d) supported Pt NPs towards ORR stability.

Active Center Particle diametera/
shape

Durability test parameters Durability test results Ref.

Cycles Potential
intervalb

Electrolyte and
electrochemical cell

Scan
ratec

Temperature Initial valued Remaining
valuee

Pt/TiO2 3–5/Spherical 2,500 0.6–1.4 0.5 M H2SO4in half-cell. 50 N.M. ECSA = 31.2
SA = 2300

ECSA = 44%
SA = 52%

[34,38]

Pt/Nb0.25Ti0.75O2 3–4/Spherical ECSA = N.M.
SA = 2970

ECSA = 45%
SA = 41%

Pt/CB (R1)* 2–3/Spherical ECSA = 56.4
SA=3180

ECSA = 7%
SA = 4%

Pt/(Nb-TiO2) 2.3/Spherical 1,000 0.05–1.2 N2-saturated 0.1 M
HClO4in half-cell.

50 80�C ECSA = 36 ECSA = 73% [81]
Pt/(C-TiO2)(R2)* 2.3/Spherical ECSA = 24 ECSA = 8%
Pt/Ti0.7Sn0.3O2 2.4/Spherical 500 0.6–1.2 0.5 M H2SO4 N.M. N.M. ECSA = 43.6 ECSA = 62% [79]
Pt/CB (R3)* N.M. ECSA = 66.9 ECSA = 26%
Pt/Ti0.7Mo0.3O2 N.M./Dendrite 5,000 0.2–1.2 O2-saturated 0.5 M H2SO4in

half-cell.
N.M. 25�C ECSA = 81.1

MA = 3.1
MA = 92% [30]

Pt* N.M./Dendrite ECSA = 81.1
MA = 0.75

MA = 75%

Pt/CB (R4)* N.M. ECSA = 71.2
MA = 0.55

MA = 50%

Pt/Ti0.7Mo0.3O2 3–4/Spherical 1,000 0.0–1.1 0.5 M H2SO4in half-cell. 50 25�C SA = 800f SA = 92% [33]
Pt/CB (R5)* 3–4/Spherical SA = 100f SA = 49%
Pt/Sn0.96Nb0.04O2�d 2.8 � 0.4/N.M. 4,000 0.9–1.3 N2-saturated 0.1 M HClO4in

half-cell.
N.M 25�C ECSA = 79.7 ECSA = 90%f [51,80]

Pt/Sn0.96Nb0.04O2�d 2.7 � 0.5/N.M. ECSA = 68.6 ECSA = 88%f

Pt/CB (R6)* 2.2 � 0.5/N.M. 1,000 ECSA = 80.7 ECSA = 38%f

N.M. = not mentioned.
RT = room temperature.

a nm.
b V vs. RHE.
c mV s�1.
d ORR specific (SA) and mass activity (MA) @ 0.9 V vs. RHE / mA mg�1

Pt; electrochemical surface area (ECSA)/m2g�1
Pt.

e Normalized by the initial value.
f Data not provided in the literature, these ones were estimated from figures.
* Reference catalyst to compare ORR stability.

114 Y. Luo, N. Alonso-Vante / Electrochimica Acta 179 (2015) 108–118
XPS (X-ray photoelectron spectroscopy) analyses revealed that the
surface Pt/M ratio, for Pt-M2O3/C (M = Y and Gd) catalysts,
increased after heat-treatment. This further proves the micro-
strain change induced Pt surface modification. These results give
insights to understand that RE oxides are different source of
favorable interaction with Pt centers.

3.3. Oxide-carbon composite

Another kind of catalyst substrate material is the oxide-carbon
composite (MxOy/C). Using chemical route, e.g., sol-gel chemical
Fig. 6. Electrochemical surface area degradation for Pt/TiO2 and Pt/Nb0.25Ti0.75O2

compared with Pt/CB (R1) [34,38], Pt/(Nb-TiO2) compared Pt/(C-TiO2) (R2) [81],
Pt/Ti0.7Sn0.3O2 compared Pt/CB (R3) [79], Pt/(Sn0.96Nb0.04O2�d) and
Pt/(Sn0.96Sb0.04O2�d) compared Pt/CB (R6) [51,80].
process [39], the oxides are synthesized in the presence of carbon
to form the composite. The composite revealed enhanced
corrosion resistance with respect to carbon (e.g. CB), as shown
in Fig. 2. It is worth to note that, depending on the mass ratio of
oxide to carbon, the composite shows a similar relative powder
conductivity to that of carbon [5]. For instance, in the range of
0–20 wt% TiO2/C, the conductivity of the composite is close to that
of CB [5]. The in-situ synthesis of the oxides favors an intimate
contact in such a way as to form an ohmic junction at the oxide-
carbon interface [86–88]. Oxides in the composites are interesting
[5,89], in spite of their low conductivity (large-gap materials)
[41,42,90,91] since they serve as anchoring points of catalytic
centers. As shown recently, the deposition of Pt NPs was selectively
performed onto the oxides of the oxide-carbon composite
(Pt/MxOy/C), using UV light [92,93] or a chemical route [94,95].
This system proved to be efficient to enhance the ORR activity and
stability [39,41,92,96]. Such a phenomenon, as described by
Tauster et al. [35,36] is due to an important interaction of the
catalytic center with the metal of the oxide sites of the composite
named SMSI. Although Koudelka et al. claimed the absence of SMSI
in Pt/TiO2 prepared via photo-deposition, due to the absence of any
shift of the binding energy (BE) of Pt 4f peak in XPS [97]. Recent
works, however, confirm SMSI based on modified Pt electronic
structure in presence of TiO2 [32,39,40,92,94,98–100]. Results
generated in our group, revealed that the BE of Pt 4f peak is
negatively shifted in Pt/TiO2/C and Pt/WO3/C, whereas no shift was
observed on Pt/C [40].

From Fig. 8, where ECSA degradation is depicted, composites
supported Pt NPs show less ECSA loss with respect to reference
Pt/CB catalysts. Table 4 summarizes some results on oxide-carbon
composites supported Pt NPs towards ORR stability. From this



Fig. 7. Williamson-Hall plots and TEM images (A) and ORR stability, measured by cycling 6,000 potential cycles from 0.6 to 0.95 V vs. RHE at scan rate of 50 mV s�1 in N2-
saturated 0.1 M HClO4 (B) for as-prepared (AP), heat-treated at 100 �C and 300 �C (HT-100 and HT-300) Pt/C, Pt-Y2O3/C and Pt-Gd2O3/C samples. Data extracted from [42].
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Table, it can be seen that the loss of ECSA in Pt/MxOy/CB catalysts is
less than in reference Pt/CB catalyst. For Pt/TiO2/CB prepared via
photo-deposition, it was reported that ECSA remains at 42%,
whereas it decreases to 28% on Pt/CB after 3,000 potential cycles
[92]. Besides, Wang et al. reported similar trends, where ECSA
decreased by 78% and 51%, respectively on Pt/TiO2/CB and Pt/CB
catalyst prepared by chemical route [96]. Moreover, Pt/SnO2/CB
shows enhanced stability with respect to reference Pt/C during
3,500 potential cycles [39]. And Pt/ZnO/CB shows more ECSA loss
within 2,000 potential cycles, but more Pt active sites after 3,500
cycles remain in comparison to reference Pt/CB catalyst [39]. It is
clear that ZnO in Pt/ZnO/CB is not stable in acid medium. SMSI in
Pt/SnO2/CB was probed by CO-stripping via in-situ infra-red (FTIR)
spectroscopy. The FTIR results confirmed that oxide-carbon
composites influence the electronic effect of the catalytic center,
therefore influencing their activity and durability.



Fig. 8. Pt/TiO2/CB compared with reference Pt/CB catalyst [92,96]; Pt/SnO2/CB and
Pt/ZnO/CB compared with reference Pt/CB catalyst [39].

Table 4
Titanium oxide (TiO2)-carbon, Yttrium oxide (Y2O3)-carbon and Gadolinium oxide (Gd2O3)-carbon composite supported Pt NPs towards ORR stability.

Active
Center

Particle diametera

/shape
Durability test parameters Durability test results Ref.

Cycles Potential
intervalb

Electrolyte and electrochemical
cell

Scan
ratec

Temperature Initial
valued

Remaining
valuee

Pt/TiO2/CB N.M./Spherical 3,000 0.05–1.2 N2-saturated 0.5 M H2SO4in half-
cell.

50 25 �C N.M. ECSA = 42% [92]
Pt/CB (R1)* N.M./Spherical N.M. ECSA = 28%
Pt/TiO2/CB 3.5/Spherical 1,000 0.53–1.13 0.5 M H2SO4in half-cell. N.M. 25 �C ECSA = 72.7 ECSA = 78% [96]
Pt/CB (R2)* 2.85/Spherical ECSA = 81.5 ECSA = 51%
Pt/SnO2/CB N.M. 3,500 0.05–1.2 N2-saturated 0.5 M H2SO4in half-

cell.
50 25 �C ECSA = 89.5 ECSA = 60 � 3% [39]

Pt/ZnO/CB N.M. ECSA = 17.8 ECSA = 50 � 2%
Pt/CB (R3)* N.M. ECSA = 37.8 ECSA = 50 � 3%

N.M. = not mentioned.
a nm.
b V vs. RHE.
c mV s�1.
d Electrochemical surface area (ECSA) / m2 g�1

Pt.
e Normalized by initial value.
* Reference catalyst to compare ORR stability.
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4. Summary and outlook

We have made an analysis of the various substrates used to
support nanoparticles of platinum or alloyed platinum. The
examination of such catalyst/substrate systems toward the oxygen
reduction reaction was assessed in three parts according to the
nature of the substrates, namely carbon, oxide, oxide-carbon
composites. Besides the electronic modification of the catalytic
center to create more active catalytic centers with less massif
material is the search of the ideal substrate (good conductivity and
stability) to stand the harsh electrochemical conditions of the
cathode when submitted to the on-off condition of low tempera-
ture fuel cells. Electronic modification is attained using the
hybridization phenomenon, as in the case of the interaction of
sp2 of graphitic domains, and/or the metal oxide with the metal d-
orbitals, and/or the effect of oxide clusters (e.g. rare-earth oxides)
decorating the catalytic center. However, efforts need to be
expanded in the design of the catalytic center modification either
via substrate-metal interaction and/or by the catalytic center
modification itself.
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a  b  s  t  r  a  c  t

The  combination  of  surface  science  and  electrochemistry  is  an  effective  method  to approach  a  funda-
mental  understanding  of electrocatalytic  systems,  especially  of  the catalyst/support  assemblies.  Extrinsic
chemical  defects  in  the support  can  affect  the performances  and  this  topic  is much  investigated  in  recent
electrocatalyst  research.  In  this  work,  nitrogen  functional  groups  are  introduced  into  the  outermost  layers
of  highly  oriented  pyrolytic  graphite  (HOPG)  by  ion implantation  with a beam  energy  of  100  eV.  Palla-
dium  nanoparticles  (Pd  NPs)  are  then  electrochemically  deposited  onto  both  pure and  nitrogen  doped
HOPG  (N-HOPG).  Pd2+ species  located  at the interface  between  the  NPs  and  the  nitrogen-rich  surface
lectrocatalysis
ubstrate effect
PS
itrogen doped HOPG

were  observed  in  the  latter  case.  The  supported  Pd  NPs  on  N-HOPG  show  the  same  electrocatalytic  activ-
ity  for  oxygen  reduction  reaction  (ORR)  as compared  with  those  supported  on  pure  HOPG.  However,  the
stability  of  Pd  NPs  on N-HOPG  towards  potential  cycling  decreases  strongly  due  to  the  existence  of Pd2+

at  the  interface,  which  can accelerate  the  dissolution  of Pd atoms.  This  result  is  contradictory  to  results
on  supported  Pt NPs  from  the  literature  where  the  merit  of the  N-doping  was  outlined.

© 2014  Elsevier  Ltd. All  rights  reserved.
. Introduction

Supported metal nanoparticles (NPs), as the most common
eterogeneous catalysts and electrocatalysts, have attracted a sig-
ificant amount of research. A single supported NP in contact
ith an electrolyte is a complex system whose general perform-

nces, such as activity, selectivity and stability, depend on many
actors, i.e. surface composition, facets, lower-coordinated atoms
nd defects, size effects, support effects, specific properties of
he electrochemical interface, electrolyte composition, and other

arameters [1]. To achieve the goal of developing electrocatalysts
ith optimized efficiency and durability, the knowledge of the
hole set of parameters included in the electrocatalytic processes

∗ Corresponding author. Tel.: +498928918105; fax: +498928918107.
E-mail addresses: oliver m.schneider@tum.de (O. Schneider),

aetano.granozzi@unipd.it (G. Granozzi).
1 1Tel: +390498275158, Fax: +390498275161
2 2W.  Ju and M.  Favaro contributed equally to this work and should be considered
rst authors

ttp://dx.doi.org/10.1016/j.electacta.2014.06.141
013-4686/© 2014 Elsevier Ltd. All rights reserved.
is essential. Therefore, a surface science and electrochemistry (EC)
approach to characterize the catalyst/support assembly at the
nano-scale is fundamental to achieve a full understanding of an
electrocatalytic system under investigation.

There is still an open debate on the influence of a support
material on the catalytic performance of supported metal NPs [2].
Significant progress has been made in the past ten years especially
in theoretical description of the elementary steps of electrocat-
alytic reactions. Both geometrical and electronic effects have been
reported and been explained theoretically [3–5]. The introduction
of tailored defects onto the support surface can improve the disper-
sion of metal NPs so as to reduce the amount of catalyst without
compromising the electrochemical performance [2]. The defects
can act as trapping sites for anchoring the metal NPs in order to
prevent the decrease in the surface area caused by the agglomera-
tion of metal NPs [6,7]. A charge transfer and electronic interactions
between support and catalyst can modify the electronic structure of

supported metal NPs, and thus can influence their activity for some
specific reactions such as CO oxidation and O2 reduction [8–10]. A
lattice strain introduced into supported metal NPs by adjusting to
the lattice structure of the support material can lead to a change

dx.doi.org/10.1016/j.electacta.2014.06.141
http://www.sciencedirect.com/science/journal/00134686
http://www.elsevier.com/locate/electacta
http://crossmark.crossref.org/dialog/?doi=10.1016/j.electacta.2014.06.141&domain=pdf
mailto:oliver_m.schneider@tum.de
mailto:gaetano.granozzi@unipd.it
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f the electronic structure, and further to a change in the cat-
lytic activity and particle stability [3,11,12]. Additionally, extrinsic
hemical defects can modulate the electronic properties of the sup-
ort material, as well as change the catalyst/support interfacial

nteraction, which can affect the stability and activity of supported
atalyst [13–16].

Highly oriented pyrolytic graphite (HOPG) is the most suitable
p2-carbon model substrate. Its weak binding to the noble metal
Ps leads to the prevalent localization of supported metal NPs at

teps and defects [17–19]. Particle-support interaction takes place
early exclusively by van-der-Waals forces, and strain and ligand
ffect play no role with this support material [20]. When nitro-
en functional groups are introduced by ion implantation into the
OPG surface, the support morphology as well as its electronic
roperties are modified. Several chemical defects, i.e. trapped N+

nd N2
+ ions in carbon vacancies, C-sp2-N defects (pyridinic, pyrrolic

nd N substitutional)  and -C N terminal groups have been identi-
ed by a high resolution X-ray photoemission spectroscopy (XPS)
nalysis [21,22]. Several studies have reported a beneficial influ-
nce of N-HOPG on the electrochemical activity of supported NPs:
hou et al. [14] observed a significant enhancement of N-HOPG
nto the catalytic activity and durability of supported Pt NPs for
he methanol oxidation reaction (MOR). They used N ion impla-
ation at an implantation energy of 100 eV and electrodeposited
t using a single pulse deposition from a rather diluted solution
f H2PtCl6 in diluted perchloric acid. The particle size distribu-
ion on HOPG was very large and most particles had sizes between

 nm and 30 nm.  On the N-HOPG, on the other hand, most particles
ad a size of around 2 nm.  Zhou et al. combined in a subsequent
tudy results from theoretical calculations with impedance and
ork function measurements [15]. They were able to correlate an

ncreased downward band bending at the surface to the optimal
eposition potential used in their study. They also found a shift in
he core level f-electron levels due to the doping by XPS, and iden-
ified Pt2+ and Pt4+ species formed. From this, they concluded that

 charge transfer from Pt particles to the support is possible. Holme
t al. [16] reported a down shift of the Pt d-band center when Pt
articles sit on N-HOPG compared to undoped HOPG, which weak-
ns the adsorption bonding towards atomic oxygen and therefore
ncreases the activity for ORR. These calculation were done for Pt
lusters, and the effect of nanoparticle size was not considered.
alladium and its alloys could be an alternative to Pt-based ORR cat-
lysts. Similar to Pt, it binds the oxygen slightly too strong, which
s why a manipulation of the d-band by support effects is desirable
23,24]. In recent work, palladium (Pd) NPs were evaporated from a
igh-purity metal rod onto HOPG and nitrogen-doped HOPG under
ltra-high vacuum (UHV) [7]. Their electrocatalytic activity for the
xygen reduction reaction (ORR) was observed to be almost inde-
endent of the nitrogen implantation, but depended mainly on the
mount of Pd deposited. However the nitrogen ion implantation
as carried out with 500 eV nitrogen ions and the derived N-defects
ere mostly buried below the surface [7]. On the other hand, the

nhanced electrocatalytic activity of the Pt/N-HOPG system was
btained on an implanted sample obtained with 100 eV nitrogen
ons [14], so that the N-derived defects are more surface-localized.

Therefore, the N-HOPG supports were prepared in this work
y ion implantation with a beam energy of 100 eV. The Pd NPs
ere electrochemically deposited with the potentiostatic double-
ulse technique, which provides a high control of the NPs sizes
nd particle density. The final Pd/N-HOPG specimens have been
hen thoroughly characterized by Surface Science tools, namely
apping-mode atomic force microscopy (AFM) and X-ray pho-

oemission (XPS). The electrochemical behavior of pure HOPG,
-HOPG, Pd/HOPG and Pd/N-HOPG was investigated in acidic
edia with respect to the ORR behavior. The general results provide

ew insights that are in part contradictory to literature data.
cta 141 (2014) 89–101

2. Experimental

2.1. Preparation and characterization of N-HOPG samples

Clean HOPG samples (MikroMasch, ZYB grade) were prepared
by cleaving the surface with a scotch tape, followed by a ther-
mal  annealing cycle from 500 ◦C to 800 ◦C after the transfer into
the Ultra High Vacuum (UHV) environment. The UHV prepara-
tion chamber (base pressure < 5 × 10−9 mbar), was equipped with
a double anode X-ray source (Omicron), a hemispherical electron
analyzer (VG Scienta) and an ion gun (Thermo VG Scientific) for the
implantation process. The N-HOPG samples were prepared by ion
implantation using a cold plasma produced in a 2.2 × 10−6 mbar
background of N2, a beam energy of 100 eV (which is close to the
lower limit at which a stable beam can be achieved) and an expo-
sure duration of 45 min, with an incidence angle of the ion beam
equal to 45◦ with respect to the sample surface. The ionic cur-
rent measured during the ion implantation was  1.5 �A and the
total dose of implanted argon and nitrogen was around 1 × 1016

ion cm−2. The nitrogen amount was determined normalizing the
intensity of the N 1s XPS peak by the integrated area of the C
1s photoemission line, obtaining a nitrogen dose of 7.5 at%. The
in-situ XPS measurements were performed at room temperature,
using non-monochromatized Mg-K� radiation (h� = 1253.6 eV) and
a pass energy of 50 eV and 20 eV for the survey and the single spec-
tral windows, respectively. The calibration of the binding energy
(BE) scale was  carried out using Au 4f as reference. The XPS peaks
of carbon and nitrogen were deconvoluted into individual compo-
nents (after Shirley background removal), using a Doniach-Sunich
function for the sp2-C component and symmetrical Voigt func-
tions for the “molecular-like” components. The �2 minimization
was ensured by the use of a nonlinear least squares routine.

The ex-situ atomic force microscopy (AFM) images were taken in
tapping mode (TM-AFM) with a Veeco Nanoscope V, using a phos-
phorus(n) doped silicon (P:Si) cantilever (RTESPA, Bruker) with a
resonance frequency in the range of 345-384 kHz and a spring con-
stant of 20-80 N/m. The AFM images were evaluated with WSxM 5.0
image analysis software [25]. The size of electrodeposited nanopar-
ticles was  determined as the height of particles, as the convolution
between AFM tip and particle leads to a strong overestimation of
the particle size.

The Monte Carlo simulations have been carried out using the
SRIM-013 (Stopping and Range of Ion in Matter) package [26].

2.2. Electrochemical deposition and characterization

Electrochemical experiments, such as metal deposition, elec-
trochemical characterization, activity and stability measurements,
were performed in glass cells with a standard three electrode
arrangement by use of a Potentiostat-Galvanostat (Autolab PGSTAT
30). Peroxymonosulfuric acid (Caro’s acid) was prepared with
H2SO4 (95∼97%, Merck, p.a.) and H2O2 (30%, Merck, p.a.) at a vol-
ume  ratio of 1:1. All glassware was  cleaned in Caro’s acid and
rinsed extensively with deionized water obtained from a Milli-
Q water purification system (Millipore, 18.2 M�cm,  3 ppm total
organic carbon). Hg/Hg2SO4 (Schott, B3610) in 0.1 M H2SO4 ref-
erence electrodes (Eref = 660 mV  vs. SHE) and Pd wires (Ögussa) as
counter electrodes were utilized in all experiments. Potentials in
this paper have been converted to the standard hydrogen electrode
(SHE) scale by adding 66omV. Pure HOPG and N-HOPG samples,
which were encapsulated in a Teflon tape with a 0.126 cm2 geo-
metric area exposed to the electrolyte, were used as substrates.

The solutions were prepared from H2SO4 (96%, Merck, Suprapur),
Pd(NO3)2 (Pd(NO3)2 solution, 16.27%, Mateck), and Na2SO4 (99.5%,
Merck) with deionized water. The pH value was  measured by a
pH-meter (Voltcraft, pH-100ATC).
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ig. 1. Double-pulse potential for the Pd deposition applied in this study. A short
ucleation pulse of 10ms at E = -140 mV  precedes a long growth pulse of 100s at

 = 150 mV.  The equilibrium potential of Pd2+/Pd is around 820 mV.

Cyclic voltammetry (CV) and electrochemical impedance spec-
roscopy (EIS) measurements for pure HOPG and N-HOPG
ere carried out at room temperature in Ar saturated 0.1 M
a2SO4 + xmM H2SO4 (pH = 3) solution. The CVs were measured

n a potential range from -0.64 to 1.96 V on the HOPG electrodes,
nd from -0.14 to 1.46 V on the N-HOPG electrodes. All scan rates
ere 100 mV/s. The EIS was performed at the open circuit potentials

OCPs) of both HOPG and N-HOPG, which were 0.654 V and 0.584 V,
espectively. 50 values of impedance were captured at frequencies
rom 10 kHz to 0.1 Hz.

Pd deposition was performed from an aqueous solution of
.5 mM  Pd(NO3)2 in 0.1 M H2SO4. The solution was  deaerated with
rgon (Ar) gas, but the solutions were unstirred during the electro-
hemical experiments. The potentiostatic double-pulse technique
as applied for particle deposition. A short nucleation pulse of

0ms at E = -140 mV  preceded a long growth pulse of 100s at
 = 150 mV.  Before and after Pd deposition, the potential was  kept at
45 mV,  which is about 25 mV  more positive than the equilibrium
otential of Pd2+/Pd (Eeq≈820 mV), to avoid further deposition.
fter deposition, the sample was removed from the cell and rinsed
ith deionized water. Fig. 1 shows the double-pulse procedure for

he Pd deposition. The amount of Pd deposited was  estimated from
he deposition charge. Electrochemical deposition of metals on
OPG typically leads to three-dimensional growth, and the shape of

he particles can be approximated as hemispherical [17,18], there-
ore the particle height can be considered equal to the particle
adius.

The electrochemical properties of Pd NPs supported on HOPG
nd N-HOPG were investigated by CV measurements in Ar sat-
rated 0.1 M Na2SO4 + x mM H2SO4 (pH = 3) solution, in order to
reserve the stability under polarization of the PdO overlayer
ormed at elevated potentials, according to the corresponding Pour-
aix diagrams [27]. The potential range from 0.26 V to 1.46 V was
pplied in the CV at a scan rate of 50 mV/s. The CV measurements
n HOPG and N-HOPG were performed in the same conditions in
rder to obtain baselines. The active area of supported Pd was  deter-
ined by integrating the current of the Pd surface monoxide layer

eduction from cyclic voltammetry (424 �C/cm2) [28]. Repeated
ycling under these conditions served for evaluation of the Pd par-

icle stability. The electrocatalytic activity for ORR was measured
n O2 saturated 0.1 M Na2SO4 + x mM H2SO4 (pH = 3) solution, both
or bare and Pd-containing HOPG and N-HOPG. CV was  performed
n the potential range from 0.765 V to 0.275 V at a scan rate of
Fig. 2. Implanted nitrogen profiles obtained with Monte Carlo simulation of the
implantation process.

5 mV/s. As the binding forces of Pd NPs to HOPG and N-HOPG are
extremely weak, all activity measurements were carried out in a
half-cell setup without any stirring. Experiments using a RDE or
RRDE setup could also not be carried out due to the impossibility of
machining single-crystalline HOPG with the accuracy required for
mounting in an RDE holder.

3. Results and Discussion

3.1. Monte Carlo simulation of the implantation process

For a quantitative estimation of the distribution of the mor-
phological and chemical defects introduced by the implantation
process, Monte Carlo simulations of the nitrogen implanta-
tion process have been carried out assuming the Kinchin-Pease
modeling[29] of the ion-target atoms interaction. Under the exper-
imental conditions of the present study, the nitrogen plasma
contains both N+ and N2

+ ionic species [21]. Fig. 2 reports the N+ and
N2

+ ion distributions in the HOPG target, simulated in two  distinct
runs with a kinetic energy of 100 eV. The N+ distribution is cen-
tered at 9 Å (where the origin of the abscissa axis represents the
topmost layer of the HOPG) with a Full Width at Half Maximum
(FWHM) of 6 Å, while the N2

+ distribution is located closer to the
surface, with a projected range (Rp) of 6.7 Å and a straggling of 8 Å.
The sum of the two  single distributions, that represents the exper-
imental conditions of the ion implantation, is finally characterized
by a Rp of 7.9 Å and a FWHM of 10.3 Å, as can be observed from
the Fig. 2.

Fig. 2 shows that the morphological defects distribution (cou-
pled with the mass and energy deposition induced by the collision
processes) has the maximum located on the topmost layer because
of the low kinetic energy of the incoming ions; for this reason, the
induced re-hybridization sp2-sp3 takes place almost exclusively at
the surface of the sample. Furthermore, since the graphite lattice
constant perpendicular to the plane is equal to 3.35 Å [30], the Rp

of the total ion distribution is located in the second and in the third
layer of the sample. Then, the Pd NPs deposited on N-HOPG will be

well-dispersed (by the interaction with the morphological defects)
and well-interacting with the nitrogen-based chemical defects (as
will be documented in the following sections).
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ig. 3. XPS survey scans taken in the 0∼600 eV spectral region for HOPG and Pd/H
he  core level photoionization of C (1s), Pd (3d), N (1s) and O (1s) are highlighted.

.2. XPS characterization of N-HOPG and Pd/N-HOPG

In order to characterize the chemical changes induced by the
on implantation, we have carried out a XPS investigation. In the
arge interval measurements (surveys reported in Fig. 3), the pho-
oionization peak of the C 1s (284.4 eV) is observed as main feature
n all the analyzed samples. Concerning the N-HOPG samples, the

 1s peak is centered at 400.0 eV, while the surveys relative to the
d/HOPG and to the Pd/N-HOPG systems show the presence of the
d 3d peak (335 eV) and of the O 1s peak (531.0 eV). For the last
wo mentioned, the presence of the O 1s features is imputable to
-O groups present at the step edges and bound to the surface
orphological defects after the metal deposition in the aqueous
edia.
In order to get more precise information about the chemical

dentity of the defects induced by the ion implantation, the C 1s
nd N 1s energy regions have been recorded with high resolution
nd the corresponding peaks have been fitted with Voigt functions
mposing a FWHM in the 1.0-1.4 eV range.

Fig. 4 reports the multi-peak analysis of the C 1s signals for
ure HOPG (a), N-HOPG (b) and Pd/N-HOPG (c) samples. For the N-
OPG system, the presence of three components is clearly visible,
ne centered at 284.4 eV which can be attributed to sp2 hybridized

arbon (sp2-C) forming the pure graphitic lattice, one at 285.5 eV,
onnected to sp3 hybridized carbon (sp3-C) and therefore tetrago-
ally coordinated carbon clusters [31,32] and finally the third at

Fig. 4. Core level photoemission lines of C 1s and relative deconvolution into singl
) and for N-HOPG and Pd/N-HOPG (b). In the figure the single spectral regions for

286.5 eV, which, according to literature, can be assigned to C-N
bonds [33].

From these data, we can deduce that N-doping can induce chem-
ical defects (the C-N signal accounts for 12% of the total C 1s
photoemission line) whose characteristics have been studied in fur-
ther detail by analyzing the N 1s XPS signals, as reported in Fig. 5a
and 5b. Five different components have been identified [21], cen-
tered at 398.1 eV, 400.2 eV and 401.2 eV, corresponding to sp2 C-N
defects, which can be described as pyridinic (N1), pyrrolic (N3) and
N substitutional (N4, or N graphitic) defects, respectively [22,34].
The component centered at 398.9 eV matches with–C N terminal
groups (N2). Finally, the component centered at 402.7 eV can be
attributed to a N+ ion trapped into a carbon vacancy (N5). However,
for a correct fitting procedure of the XPS peaks of the Pd/HOPG and
the Pd/N-HOPG samples, it is necessary to introduce further small
components in the high-BE energy tail of the C 1s (C = O and C(O)OH,
centered respectively at 287.8 eV and at 288.9 eV) and of the N 1s
(NOx at 403.8 eV). The oxygen contamination, as already discussed
above, is probably due to the oxidation of samples after the metal
deposition in the aqueous environment.

Fig. 6 shows the Pd 3d XPS data for the same metal coverage
deposited on pure HOPG and N-HOPG. No further electrochemical
experiments aside from Pd deposition were carried out on these

samples before XPS. The Pd 3d5/2 photoemission peak shows a
FWHM (�E = 1.8 eV) compatible with the presence of both metal Pd
and Pd2+ species (centered at 335.1 eV and at 336.2 eV, respectively

e chemical components for pure HOPG (a), N-HOPG (b) and Pd/N-HOPG (c).
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Fig. 5. Core level photoemission lines and relative deconvolution into single chemical components of N 1s for N-HOPG (a) and Pd/N-HOPG (b). Graph c reports a pictorial
model  of the surface with the nitrogen-based defects.

Fig. 6. Pd 3d peaks for the Pd/HOPG (a) and for the Pd/N-HOPG systems (b), taken under normal (0◦) and grazing (60◦) acquisition angles. (c) 3D Height (Z) profile from AFM
topography of N-HOPG and pictorial model representing the Pd/N-HOPG system. The presence of a thin interfacial layer rich in Pd2+ and in Pdx+ is well supported by the
angle-resolved core level spectroscopy of the Pd 3d peaks.
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In order to characterize the surface morphology of the samples,

F
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35]). The presence of Pd2+ species, that characterize both the depo-
ition of pure and N-doped HOPG, can be attributed to oxidation
f Pd due to the air exposure after the EC deposition. Moreover, on
he N-HOPG, the electron withdrawing power of the nitrogen func-
ional groups (due to the high difference of the electronegativity of
, N and Pd, equal to 2.50, 3.05 and 2.25 with respect to the Pauling
cale, respectively) leads to a charge transfer between the metal
Ps and the nitrogen surface defects. The oxidation of metal Pd to
d2+ at the interface between the metal NPs and the nitrogen-rich
urface is well-represented in the pictorial model reported in the
ig. 6c.

Interestingly, the Pd 3d peak for the Pd/N-HOPG sample taken
nder normal emission conditions (0◦ with respect to the normal
o the sample surface, Fig. 6b) shows a further component centered
t 338.1 eV, which is partially attenuated when the take-off angle
pproximates the grazing emission (60◦ off the normal to the sam-
le surface). For this reason, this component cannot be present at
he surface of the Pd particles but rather be attributed to very small
d nanoclusters decorating surface defect sites (the lateral size of
hese small clusters have to be not more than 2-3 nm,  since the
hotoelectron mean free path for the photoelectrons coming from
he Pd 3d core level, in the condition of the measurements reported
n this work, is equal to 1.2 nm). In these clusters, hosted in the sub-

anometric pits induced by the ion implantation, the coordination
y the nitrogen functional groups leads to the formation of Pdx+

pecies with x = 2–4 at the interface to the substrate.

ig. 7. AFM images reporting the results obtained on pure and N-HOPG (a,b and c,d, resp
fter  the ion implantation.
cta 141 (2014) 89–101

In order to observe the formation of highly oxidized Pdx+ ions,
it is necessary that the Pd atoms trapped in the surface defect
sites interact with a large number of electron withdrawing groups.
As a proof of that, in a previous study on Pd deposited on HOPG
implanted with N ions at 500 eV (with a Rp = 18.2 Å) [7], we did not
observe such photoemission feature in the Pd 3d spectra; due to the
higher implantation energy, the interface between the Pd NPs and
the substrate was  in that case constituted by an amorphous carbon
layer, with a lower amount of nitrogen groups. Hence, in order to
observe the high binding energy component in the Pd 3d spectrum
(that means the presence of Pdx+ species), it is necessary to have a
surface whose topmost layer is rich in strong electron withdrawing
groups. This phenomenology is also supported by findings reported
in literature; in particular, Seo et al. observed the same component
at high BE after the Pd deposition on graphene sheets functional-
ized by surface epoxy, hydroxyl and carboxyl groups [35]. This is
in line with literature reports on Pt on N-HOPG, where oxidized Pt
species due to charge transfer to the support were observed as well
[15].

3.3. AFM characterization
we have performed ex-situ AFM measurements. Fig. 7 shows the
surface of pure HOPG (at two different magnifications) before and
after the nitrogen implantation. As can be observed by comparing

ectively). The inset reported in d shows a 3D magnification of the sample surface
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ig. 8. AFM images obtained after the deposition of Pd on pure HOPG and N-HOPG 

ispersion and decrease of the NP size that can be reached by the chemical (and mo

ig. 7a and 7c, the long range morphology is preserved; on the
ther hand, the high magnification images (Fig. 7b and 7d) of pure
nd N-HOPG confirm the predictions of the Monte Carlo simula-
ion: the topmost layer undergoes an amorphization induced by
he ion implantation, as also highlighted by the inset reported in
ig. 7d showing a 3D projection of the surface after the nitrogen
mplantation.

Fig. 8 shows the AFM topography of the Pd/HOPG and of
he Pd/N-HOPG (at two different magnifications). The deposition
harge was very similar for both samples, indicating that the total
mount of Pd deposited is the same. The AFM data reveal that
he nucleation of Pd is facilitated on the N-doped surfaces; con-
equently, for the same coverage and under the same deposition
onditions, a higher NPs density is observed with respect to cor-
esponding NPs grown on pure HOPG (cf. Fig. 8a and 8c). At the
ame time, the average size of Pd NPs deposited onto N-HOPG
d = 8.1 ± 3.1 nm,  Fig. 8c) is smaller with respect to the NPs grown
n pure HOPG (d = 13.4 ± 2.0 nm,  Fig. 8a), but with a wider size
istribution. This is in line with the usual behaviour of metals elec-
rodeposited on HOPG at room temperature, which leads to an
nhomogeneous distribution of 3D islands, with a higher nucleation

ensity on step edges than on terraces, and a wide size distribution
6,36]. On the pure HOPG support the NPs on terraces, not trapped
y low-coordinated sites (within the TSK or Kossel-Stranski model),
re weakly bonded to the substrate and consequently they may
d c,d, respectively). The comparison between Figure a and Figure c shows the high
ogical) modification of the HOPG surface.

diffuse and be captured by other NPs or substrate step edges (that,
acting as low-coordination sites, can bind efficiently the metal NPs).
On the other hand, on N-HOPG samples, the presence of low coordi-
nation sites formed even on the terraces by the ion bombardment,
reduces the mobility of NPs and permits an extended nucleation
(as well documented from the comparison between Fig. 8b and 8d).
Both the improved dispersion and the smaller particle sizes are in
agreement with observations in literature for Pt, where, however,
the particle sizes on N-HOPG were around 2 nm instead of 8 nm in
this work. This is due to the different electrochemical behaviour
of the Pd electrolyte and the different electrodeposition protocol
applied. Even after a long time electrochemical growth pulse (as
long as 100s in this work), although some NPs coalesce due to the
relatively short interparticle distance, the NPs on N-HOPG are still
widely dispersed with a much higher particle density as compared
with that of NPs on HOPG.

3.4. Electrochemical characterization and activity for ORR

The typical CV curves of HOPG and N-HOPG under deaerated
conditions are shown in Fig. 9a. The currents measured on both

electrodes are normalized to the geometric area of 0.126 cm2.
The pure HOPG exhibits a chemical inertia in pH = 3 solution
with a potential window as wide as 1.85 V. When the potential
is above 1.6 V and below -0.25 V, the oxygen evolution reaction
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Fig. 9. (a) Cyclic voltammetry of HOPG and N-HOPG in different potential ranges in Ar saturated 0.1 M Na2SO4 + xmM H2SO4 (pH = 3) solution. Both currents are normalized
t 2 Nyqui
s  inset 
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o  the geometric area of the electrode of 0.126 cm . The scan rate is 100 mV/s; (b) 

olution at open circuit potential. The x- and y-axis are plotted in linear scale. The
00  Hz The electrode/electrolyte interface is simulated as the inserted circuit diagra

OER) and hydrogen evolution reaction (HER) occur on its surface,
espectively. As compared with pure HOPG, the N-HOPG electrode
ehaves more active for OER and HER. The onset potentials for HER
nd OER on the N-HOPG surface are about 0 V and 1.2 V, respec-
ively. Therefore it can be already expected that N-HOPG shows
lso an increased activity for the ORR. The current density dur-
ng double-layer charging at the N-HOPG/electrolyte interface is
lmost 4 times higher than that at HOPG/electrolyte interface.
rom the currents in the double layer region, capacitance values
f Cdl = 38.9 ± 1.4 �F/cm2 for N-HOPG and Cdl = 8.5 ± 0.2 �F/cm2 for
OPG can be derived. The impedance behavior of HOPG and N-
OPG at pH = 3 is shown as Nyquist plots in Fig. 9b (the inset
orresponds to a zoom for the same plot in the high frequency
egion from 10k to 500 Hz). Both EIS measurements were car-
ied out at the OCP of each sample. The almost linear behavior in
he Nyquist plot demonstrates the absence of significant Faradaic
rocesses in both cases. Due to the significant tilt in the curve espe-
ially for N-HOPG, the electrode/electrolyte interface is simulated
y an equivalent circuit with a CPE (constant phase element) and
e representing the double layer capacitance and the electrolyte
esistance, respectively. The impedance expressed in terms of a CPE
s

(ω)CPE = Re + 1
(jω)˛Q

(Eq. 1)

here Re is a resistance, � is an angular frequency, and � and Q are
he CPE parameters which are independent of frequency [37]. Brug
t al. [38] developed a relationship for a blocking electrode between
he effective interfacial capacitance Ceff and the CPE parameter Q
s

eff = [QR1−˛
e ]

1/˛
(Eq. 2)

When the value of � is closer to unity, the surface of the elec-
rode is more approaching the ideal 2-D surface. From linear fits of
he logarithm of the (absolute) imaginary part of the impedance as
unction of ln(�), the value of � and Q for HOPG and N-HOPG are
btained as � HOPG = 0.977, � N-HOPG = 0.896, Q HOPG =0.79 × 10−6

�/�cm2 and Q N-HOPG= 1.71 × 10−6 s�/�cm2, respectively. From
he results full impedance spectra were calculated from Eq.1 and
re included in Fig. 9b as solid lines. For HOPG a slight deviation of
he measured data from linearity is seen at low frequencies, point-

ng to the presence of some parasitic faradaic reactions (maybe due
o trace oxygen in the Ar gas). The results for the CPE parameters
ndicate that the HOPG surface is very flat and close to the ideal
apacitance behavior, while the lower � for N-HOPG is consistent
st plots of HOPG and N-HOPG in Ar saturated 0.1 M Na2SO4 + xmM H2SO4 (pH = 3)
corresponds to a zoom for the same plot in the high frequency region from 10k to

with its higher roughness seen in AFM. Calculation of Ceff based on
Eq.2 leads to very similar values for both materials (5.01 �F/cm2

for HOPG and 4.75 �F/cm2 for N-HOPG). The higher interfacial
capacitance of N-HOPG obtained by cyclic voltammetry is there-
fore mainly attributed to the higher roughness compared to the
pure HOPG and to a lesser extent to the contribution of introduced
chemical defects.

N-HOPG shows an enhanced activity for OER and HER as well as
an increased double-layer capacitance compared with pure HOPG
because of the surface modifications from the nitrogen doping pro-
cess. A pure HOPG surface, as an extremely smooth surface with a
low defect density, performs more like a semi-metal on the terrace
region due to the low electronic density of states (EDOS) near the
Fermi level [39]. Through the nitrogen implantation process, the
HOPG surface becomes rougher and nitrogen functional groups are
introduced at the HOPG surface. The defect and step regions have a
higher EDOS such that the electrons with suitable energy are able
to transfer to a redox system with a higher probability [21]. Fur-
thermore, nitrogen functional groups can significantly reduce the
hydrophobic effects of pure HOPG and increase the EDOS near the
Fermi level [40]. Both modifications can enhance the activity of
N-HOPG for some redox reactions such as OER and HER. Addition-
ally, the enhanced EDOS could improve the screening of an external
electric field, so that the capacitance of N-HOPG electrode in contact
with an electrolyte solution is much greater than that of pure HOPG
in addition to the contribution from surface roughening [40]–this
is however not supported by the impedance data.

Pd NPs supported on HOPG (Pd/HOPG) and on N-HOPG (Pd/N-
HOPG) exhibit different CV plots in the potential range from 0.26
to 1.46 V (Fig. 10). The current traces of the pure substrates (dashed
curves in Fig. 10) show that the contribution of the Pd to the total
capacitance of the specimens is negligible, whereas the contribu-
tion of the support to the Faradaic processes is minor. Although the
onset potentials of Pd oxidation and Pd monoxide (PdO) reduction
for both samples are located at equal values, the current densi-
ties measured during the cathodic scan in the potential range of
0.26 V - 0.4 V do not show an agreement for the two types of sam-
ples, which indicates that some other reactions apart from the PdO
reduction are involved on the Pd/N-HOPG sample in this potential
range. The N-HOPG substrate behaves almost inert in Ar saturated
0.1 M H2SO4 in this potential range, which can be concluded from its

almost flat CV curve in Fig. 10. The CV of Pd/N-HOPG was captured
by increasing the potential from a starting value of 0.45 V anodi-
cally to 1.45 V, and lowering it then in the cathodic sweep to 0.26 V,
finally returning to 0.45 V. The Pd oxidation and the OER are the
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Fig. 10. Cyclic voltammetry of Pd/HOPG and Pd/N-HOPG in Ar saturated 0.1 M
Na2SO4 + xmM H2SO4 (pH = 3) solution. The potential is scanned from 0.26 V to 1.46 V
at  50 mV/s. The CVs of HOPG and N-HOPG are plotted as the baselines. The onset
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Fig. 11. Specific current density for ORR on Pd HOPG and Pd/N-HOPG electrodes
with decreasing potential in O2 saturated 0.1 M Na2SO4 + x mM H2SO4 (pH = 3) solu-
tion. The x-axis is the overpotential corresponding to the OCP of each electrode
immersed in the working electrolyte. The arrow indicates the direction of the
otential of Pd oxidation is at around 0.75 V, and the onset potential of Pd monoxide
eduction is at around 0.55 V. The charge transfer in both anodic and cathodic scans
s  shown as the integration over the shadow region.

wo major reactions occurring during the anodic scan up to 1.45 V,
hich introduces two main products, PdO and O2, at the electrode.
any authors have reported that nitrogen-doped graphene is an

ctive metal-free electrocatalyst for ORR in both alkaline and acidic
olutions [41–46]. This has also been observed in previous work
21]. Liu et al. [41] reported that the ORR catalyzed by nitrogen-
oped graphene foam occurs at 0.83 V vs. RHE in O2 saturated 0.1 M
ClO4. In our work, the N-HOPG catalyzed ORR occurs in the O2

aturated pH 3 solution when the potential is lower than 0.6 V (not
hown). The ORR current density on N-HOPG is around -12 �A/cm2

t 0.26 V vs.SHE, while only -2 �A/cm2 on HOPG. Therefore, the ORR
irectly on the N-HOPG substrate cannot be neglected in the poten-
ial range of 0.26 V - 0.4 V when adsorbed O2 formed at the Pd during
he anodic scan and transferred to the nitrogen functional groups
till is present during the cathodic sweep.

The reduction peak of PdO on HOPG support is a typical Gaussian
urve with a peak potential of 0.42 V. When the potential is more
egative than 0.29 V, the reduction process is almost complete. The
ctive area of Pd NPs on HOPG is evaluated by the transferred charge
uring PdO reduction. The reduction peak of PdO on N-HOPG sup-
ort is asymmetric with an excess charge transfer compared to that
uring the PdO reduction, which is attributed to the ORR catalyzed
y N-HOPG in this potential range. In order to evaluate the active
rea of Pd NPs on N-HOPG, the excess charge transfer contributed
rom ORR should be eliminated mathematically. The active area is
pproximately determined by the charge integrated over a Gauss-
an curve, which is fitted based on the right half peak (shown as the
hadow region in the cathodic scan of Pd/N-HOPG).

The transferred charge in the anodic scan on Pd/HOPG (the con-
ribution of the support has been subtracted for the data analysis,
he charge is integrated over the shadowed region shown in Fig. 10)
s nearly 1.5 times of the charge transferred during PdO reduction in
he cathodic scan. The excess charge in the anodic scan is attributed
o the charge transfer with the OER and the decreasing of the Pd
ctive area due to dissolution and agglomeration. In the case of
d/N-HOPG, the transferred charge in the anodic scan, corrected for
he contributions from double-layer charging and reactions related

o the substrate in absence of Pd, is almost 3 times the charge
ransferred during the PdO reduction process, and is almost 2.3
imes the total charge transferred during the cathodic scan (con-
aining contributions of PdO reduction and ORR). Besides the charge
potential scan, which is at a scan rate of 5 mV/s. The inserted diagram shows the
mass-transfer corrected Tafel plot of ORR. The kinetic current density is obtained
from equation 3.

transfer during the OER, the excess charge in the anodic scan of
Pd/N-HOPG suggests that the loss of Pd active area is more seri-
ous compared to the Pd/HOPG. This issue is discussed below in
the stability measurement. An alternative to the explanation of
the reduction process occurring at lower potential than the nor-
mal  PdO reduction peak by adsorbed oxygen reduction reaction
could be correlated to the small Pd NPs suggested by the XPS data
(see above). One could imagine that the oxide on such clusters is
more stable than on larger Pd NPs and therefore reduced at lower
potentials. However, the intensity of the corresponding signal in
XPS suggests that these smaller particles are much less prevalent
than the larger particles, and cannot explain the large currents
observed.

In Fig. 11, the specific ORR current density of each sample is
plotted versus the applied potential, after subtracting the currents
measured on bare HOPG and N-HOPG under identical condi-
tions from the raw data. The corrected current density increases
first exponentially from the onset potential until it approaches
the diffusion-limited current density due to the sluggish mass
transport of O2, that itself is time-dependent under the applied
experimental conditions. Generally, it is well accepted in practice
that the contribution of mass transport can be neglected for low
overpotentials where the measured current density is less than 10%
of the diffusion limited current density [18,47]. In order to work
with a larger potential range and to eliminate the influence from
diffusion limitation of the reactant, the data in Fig. 11 were analyzed
using the well-known equation:

1
j

= 1
jk

+ 1
jd

(Eq. 3)

where j is the measured current density, jk and jd are kinetic and
limiting current densities, respectively. In this case the maximum
current densities, i.e. peak current densities of the respective curves
in Fig. 11 were taken instead of jd. For linear sweep voltammetry of
an irreversible, one electron transfer reduction reaction with pla-
nar diffusion geometry [48], one can show that this approach is

reliable for potentials well positive of the peak potential. Also for
the situation in this work it is believed that the approach is valid,
even though in the beginning hemispherical diffusion is expected
for the individual Pd nanoparticles. The mass-transfer corrected
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ig. 12. The potential cycles of Pd/HOPG (left) and Pd/N-HOPG (right) in the stab
otential applied during the measurements is from 0.26 V to 1.46 V at a scan rate of

afel plots of ORR are shown in the inserted graph of Fig. 11. When
he potential is more negative than 0.55 V, the Tafel slopes of both
lectrodes are around (105 ± 3) mV/dec. In a four-electron trans-
er mechanism of O2 reduction, the Tafel slope should be around
20 mV/dec [49,50]. Hence, the measured Tafel slopes from our
xperiments indicate that some H2O2 is produced.

The specific current densities for ORR on both Pd/HOPG and
d/N-HOPG do not show a relevant difference and therefore it is
ossible to conclude that the nitrogen functional groups do not
ffect the activity of supported Pd NPs for ORR in these experiments,
ifferent to some reports of Pt NPs supported on nitrogen doped
raphite [14,16,51]. Holme et al. [16] investigated theoretically that
yramidal Pt4 cluster supported on pyridinic and pyrrolic nitrogen
efects of N-HOPG had a weaker binding to oxygen atoms than that
n pristine HOPG because of larger electron transfer from Pt on
itrogenous defects. As the Pt-O binding energy is a little stronger
han the optimal value [23], the slightly weakened binding of Pt to
xygen atoms points to a more active catalyst for ORR and methanol
xidation reaction (MOR). This conclusion was also supported by
ome experimental works [14,51]. As a member of Pt group, Pd
as expected to present the same behavior as Pt when it was  sup-
orted on nitrogenous defects. The XPS data of Pd/N-HOPG shows
hat, besides the Pd0 state, the +2 oxidation state and even higher
xidation states are also observed. These increased oxidation states
f Pd in nitrogen-containing carbon systems are reported by many
uthors [52–54] as caused by the formation of Pd-O and Pd-N bonds.
owever, the Pd supported on HOPG, which can only form Pd-O
onds, shows much less higher oxidation states than that on N-
OPG. Therefore, the higher Pd oxidation states of Pd/N-HOPG are
ainly caused by interaction with the nitrogenous defects The elec-

ron transfer from Pd onto the nitrogenous defects is confirmed by
his data. On Pd/N-HOPG, the position of the Pd0 3d was  not affected
y the doping process, but that the particle-support interface was
ltered. There are several aspects to be considered in the inter-
retation of these results: For one, any support effect is weakened
radually with the increase of thickness [55]. The estimated opera-
ion range of a support effect is within a few atomic layers [56–59].
n the case of Pd nanostructures, the support effect is assumed to

lay a role only when the thickness of nanostructure is equal or less
han 10ML (around 2∼3 nm). But the majority of electrochemically
eposited Pd NPs in the experiments discussed in this paper have
n average height larger than 2 nm,  different to literature studies
measurements in Ar saturated 0.1 M Na2SO4 + x mM H2SO4 (pH = 3) solution. The
V/s. The current is normalized to the geometric area of the electrode.

on Pt. The average height of Pd NPs on HOPG is (13.4 ± 2.0) nm,
and of Pd NPs on N-HOPG is (8.1 ± 3.1) nm.  The nitrogen functional
groups influence the properties of Pd atoms nearby the support-
particle interface, as clearly demonstrated by the additional XPS
peaks, while the upper part of Pd NPs on N-HOPG possesses the
same electrochemical properties as compared to that on HOPG. As
a result, the Pd NPs on both supports exhibit the same intrinsic
activity for ORR. Another contributing effect may  be the modifica-
tion of the support/Pd interface: Even though the dispersion of the
particles is–in line with literature reports- improved by the intro-
duction of defect sites, the total binding strength of larger particles
still might be mainly due to van-der-Waals interactions, and the
presence of Pd ions at the interface could diminish the electronic
interaction even for smaller particles. This is in agreement with ear-
lier findings for much smaller Pd NPs evaporated on N-HOPG (even
though produced at higher implantation currents), where also for
such small particles no effect of the surface functionalization on
the ORR was  observed [7]. In fact it was even postulated in litera-
ture that surface functionalization can weaken the support/particle
interaction by diminishing the van-der-Waals forces [60]. Particle
size can significantly influence the activity of NPs, especially, when
it shrinks to several nanometers. The electrocatalytic activity of Pd
NPs for ORR decreases with shrinking of particle size, when the par-
ticle size is smaller than a critical value. The onset potential of ORR
becomes more negative in parallel [49]. In this work, although the
average particle sizes of Pd NPs supported on HOPG and N-HOPG
are different, the onset potential of ORR in both measurements are
similar, suggesting that the particle size effect can be neglected.
Therefore it can be excluded that the negative particle size effects
cancel out a positive support effect.

In order to test the stability of the Pd NPs on the studied systems,
potential cycles have been performed on Pd/HOPG and Pd/N-HOPG
electrodes. The CV plots of both samples are shown in Fig. 12. From
the reduction peak of PdO, the loss of Pd active area during the
potential cycles can be observed directly. The peak current density
at the reduction peak of PdO on HOPG decreases gradually from -
3.66 �A/cm2 in the 1st scan down to -2.87 �A/cm2 in the 15th scan,
however, the value of Pd/N-HOPG decreases from -2.78 �A/cm2 in

the 1st scan down to -0.83 �A/cm2 in the 15th scan. Obviously, the
loss rate of Pd active area on N-HOPG is much higher than that
on HOPG. For Pd/N-HOPG, the second reduction process at lower
potentials in the cathodic scan is even more pronounced than that
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Fig. 13. The degeneration of the Pd active area of supported Pd particles in the
stability measurements. The initial active areas of the Pd on HOPG and on N-HOPG
are  0.0094 cm2 and 0.0112 cm2, respectively. The initial active area is fixed as the
100%. The residual active area after potential cycles is normalized to the initial area
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o the exponential decay function shown as the solid lines.

or the sample shown in Fig. 10, and shows a clear decrease with
ecreasing Pd coverage. In line with the explanations above, at
ecreasing Pd coverage less O2 will be transferred to the nitrogen
unctional groups and be available for subsequent reduction.

The active area of Pd NPs, which is determined from the trans-
erred charge during PdO reduction, is used in order to compare
he loss rate of Pd quantitatively. The initial active areas of Pd on
OPG and N-HOPG are 0.0094 cm2 and 0.0112 cm2, respectively.
he active area decreases exponentially (Fig. 13). After 15 cycles,
n Pd/HOPG 69% of Pd active area remains, but the Pd/N-HOPG
nly keeps 31% of initial Pd active area. This indicates that the Pd
upported on N-HOPG has a lower stability as compared with that
n HOPG.

The coalescence of Pd NPs on N-HOPG is a considerable reason of
he rapid loss of Pd active area. Based on the AFM images, the Pd NPs
isperse more densely on N-HOPG with a shorter average interpar-
icle distance (AID) compared with the situation on HOPG support.
he insufficient separation of NPs can cause a high probability for
oalescence, since only a short distance needs to be bridged in order
o establish an interparticle contact [61]. However, the geometric
nd chemical defects on N-HOPG, introduced by the ion implanta-
ion process, seem to be effective obstacles against the migration
f Pd NPs on the surface as the wide dispersion and high density
f Pd NPs are observed even after a relatively long electrochemical
eposition process, where otherwise agglomeration should have
een observed already.

According to the Pourbaix diagram of Pd, PdO is thermodynami-
ally stable at elevated potentials in presence of acidic solution of
H larger than 2 [27]. However, the corrosion and the restructu-
ing of the Pd surface are accelerated in potential cycles, which has
een ascribed to the repeated formation and reduction of a sur-
ace Pd oxide [62]. Aside from the formation of PdO in the potential
ange applied in this experiment, the dissolution of Pd into solution
ccurs in the form of [Pd(H2O)4]2+ [63]. The loss of surface area of
d/HOPG, which has been investigated by AFM measurements, is
orrelated mainly to the loss of Pd from the surface (dissolution and

etachment) and in part to agglomeration. As the surface proper-
ies of the Pd NPs are not altered on N-HOPG, as demonstrated by
PS and ORR data above, the difference in stability should arise from
ther contributions besides the losses of Pd ions into the electrolyte
cta 141 (2014) 89–101 99

from dissolution of surface PdO. For the short AID, the redeposition
of dissolved Pd atoms onto the more stable neighbored NPs (Ost-
wald ripening) is a possible contributor of the catalyst degradation.
Otherwise, the results in this work indicate that the cationic Pd2+

present between the Pd and N-HOPG interface should be consid-
ered as a trigger of rapid degradation. By the angle-resolved core
level XPS of the Pd 3d peaks, the presence of a thin interfacial layer
rich in Pd2+ has been observed. The particle-support interfacial
layer can be attacked easily by the acidic solution, and nitrogen
functional groups interacting with the particles may be electro-
chemically oxidized, thus accelerating the loss of Pd atoms and
entire particles. In conclusion, the introduction of nitrogen func-
tional groups improves the dispersion of deposited Pd particles but
reduces the stability towards potential cycling strongly.

4. Conclusions

N-HOPG was prepared by ion implantation with a beam energy
of 100 eV. According to Monte Carlo simulations, the center of
the distribution of the nitrogen-based chemical defects is located
in the second and third layers. The AFM images show that the
surface of HOPG undergoes an amorphization, and shows more
low-coordinated sites on the terraces modified by the ion bombard-
ment, which can enhance the nucleation of Pd NPs. Through the XPS
characterization, Pd2+ species located at the interface between the
metal NPs and the nitrogen-rich surface were observed as a result
of a charge transfer from the Pd atoms to the nitrogen functional
groups, which can be explained with the higher electron affinity of
the nitrogen functional groups compared to Pd clusters.

In the electrochemical characterization, pure N-HOPG shows an
enhanced activity for OER and HER as well as an increased double-
layer capacitance compared with pure HOPG due to the surface
roughening and extrinsic functional groups introduction. The sup-
ported Pd NPs on N-HOPG do not show an enhanced activity for
ORR as compared with those on HOPG in agreement with XPS data.
This is the case despite a clear interaction between support and Pd
nanoparticles indicated by the additional Pdx+ signals. The major
cause of this is assigned to the relatively large particle size, and pos-
sibly an effect of the charged Pd species at the interface. Among the
elemental catalysts, Pt approaches the peak value of volcano plot
for oxygen reduction activity most closely, but the oxygen bind-
ing force to Pt atom is a little too strong. When Pt is supported on
pyridinic and pyrrolic nitrogen defects, Pt, can show an enhanced
oxygen reduction activity. Pd, as a member of Pt group, has even
a slightly stronger binding force with oxygen than Pt. The lack of
theoretical work about Pd on nitrogen doped carbon hinders the
further understanding of this catalyst, but it is possible that the N
doped defects can form some kinds of chemical interactions with
the Pd atoms, which leads to a change of the valence band. The
XPS in our work shows the existence of a Pd-cation layer at the
interlayer of Pd NPs and N-HOPG, which correlates to the rapid
degradation of Pd active area observed in the electrochemical mea-
surements. Therefore, the stability of Pd NPs supported on N-HOPG
is worse than on pure HOPG, which is influenced by many factors
like the average interparticle distance. However, the presence of
Pd2+ at the particle-support interfacial layer is considered to be a
very significant reason of accelerating the dissolution of Pd atoms as
well as the detachment of entire Pd NPs, which reduces the stability
of supported Pd particles during potential cycling strongly.
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behaviour of palladium electrode: Oxidation, electrodissolution and ionic
adsorption, Electrochimica Acta 53 (2008) 7583–7598.

29] G.H. Kinchin, R.S. Pease, The displacement of atoms in solids by radiation, Rep.
Prog. Phys. 18 (1955) 1–51.

30] Y. Baskin, L. Meyer, Lattice Constants of Graphite at Low Temperatures, Physical
Review 100 (1955) 544.

31] D. Wei, L. Y., Y. Wang, H.,  Zhang, L., Huang, G. Yu, Synthesis of N-Doped Graphene
by Chemical Vapor Deposition and Its Electrical Properties, Nano letters, 9
(2009) 1752-1758.

32] T.S. Wang, J.J. Ding, R. Cheng, H.B. Peng, X. Lu, Y.T. Zhao, Diamond-Like Carbon
produced by highly charged ions impact on highly oriented pyrolytic graphite,
Nuclear Instruments and Methods in Physics Research Section B: Beam Inter-
actions with Materials and Atoms 272 (2012) 15–17.

33] C. Zhang, L. Fu, N. Liu, M.  Liu, Y. Wang, Z. Liu, Synthesis of nitrogen-doped
graphene using embedded carbon and nitrogen sources, Advanced materials
23 (2011) 1020–1024.

34] N. Hellgren, J. Guo, Y. Luo, C. Såthe, A. Agui, S. Kashtanov, J. Nordgren, H. Ågren,
J.-E.  Sundgren, Electronic structure of carbon nitride thin films studied by X-ray
spectroscopy techniques, Thin Solid Films 471 (2005) 19–34.

35] M.H. Seo, S.M. Choi, J.K. Seo, S.H. Noh, W.B. Kim, B. Han, The graphene-supported
palladium and palladium–yttrium nanoparticles for the oxygen reduction and
ethanol oxidation reactions: Experimental measurement and computational
validation, Applied Catalysis B: Environmental 129 (2013) 163–171.

36] C. Binns, S.H. Baker, C. Demangeat, J.C. Parlebas, Growth, electronic, magnetic
and spectroscopic properties of transition metals on graphite, Surface Science
Reports 34 (1999) 105–170.

37] M.E. Orazem, B. Tribollet, Electrochemical Impedance Spectroscopy, John Wiley
&  Sons, Inc, USA, 2008, pp. 523.

38] G.J. Brug, A.L.G. Van den Eeden, M.  Sluyters-Rehbach, J.H. Sluyters, The analy-
sis of electrode impedances complicated by the presence of a constant phase
element, J. Electroanal. Chem. 176 (1984) 275–295.

39] K.K. Cline, M.T. McDermott, R.L. McCreery, Anomalously slow electron transfer
at ordered graphite electrodes: influence of electronic foactors and reactive
sites, J. Phys. Chem. 98 (1994) 5314–5319.

40] M.F. Juarez, L. Mohammadzadeh, W.  Schmickler, The double-layer capac-
ity of nitrogen-doped graphite, Electrochemistry Communications 36 (2013)
50–52.

41] J. Liu, K. Sasaki, S.M. Lyth, Electrochemical Oxygen Reduction on Metal-Free
Nitrogen-Doped Graphene Foam in Acidic Media, ECS Transactions 58 (2013)
1529–1540.

42] K.R. Lee, K.U. Lee, J.W. Lee, B.T. Ahn, S.I. Woo, Electrochemical oxygen reduction
on nitrogen doped graphene sheets in acid media, Electrochemistry Commu-
nications 12 (2010) 1052–1055.

43] L. Feng, L. Yang, Z. Huang, J. Luo, M.  Li, D. Wang, Y. Chen, Enhancing elec-
trocatalytic oxygen reduction on nitrogen-doped graphene by active sites
implantation, Scientific reports 3 (2013) 3306.

44] L. Lai, J.R. Potts, D. Zhan, L. Wang, C.K. Poh, C. Tang, H.  Gong, Z. Shen, J. Lin, R.S.
Ruoff, Exploration of the active center structure of nitrogen-doped graphene-
based catalysts for oxygen reduction reaction, Energy & Environmental Science
5  (2012) 7936.

45] Y. Shao, S. Zhang, M.H. Engelhard, G. Li, G. Shao, Y. Wang, J. Liu, I.A. Aksay, Y.
Lin,  Nitrogen-doped graphene and its electrochemical applications, Journal of
Materials Chemistry 20 (2010) 7491.

46] L. Qu, Y. Liu, J.-B. Baek, L. Dai, Nitrogen-Doped Graphene as Efficient Metal-
Free  Electrocatalyst for Oxygen Reduction in Fuel Cells, ACS Nano 4 (2010)
1321–3126.

47] J.A. Poirier, G.E. Stoner, Microstructural Effects on Electrocatalytic Oxygen
Reduction Activity of Nano-Grained Thin-film Platinum in Acid Media, J. Elec-
trochem. Soc. 141 (1994) 425–430.

48] R.S. Nicholson, I. Shain, Theory of Stationary Electrode Polarography: Single
Scan and Cyclic Methods Applied to Reversible, Irreversible, and Kinetic Sys-
tems, Analytical chemistry 36 (1964) 706–723.

49] H. Erikson, A. Kasikov, C. Johans, K. Kontturi, K. Tammeveski, A. Sarapuu, Oxygen
reduction on Nafion-coated thin-film palladium electrodes, Journal of Electro-
analytical Chemistry 652 (2011) 1–7.

50] H. Erikson, M.  Liik, A. Sarapuu, J. Kozlova, V. Sammelselg, K. Tammeveski, Oxy-
gen reduction on electrodeposited Pd coatings on glassy carbon, Electrochimica
Acta 88 (2013) 513–518.

51] S.C. Roy, P.A. Christensen, A. Hamnett, K.M. Thomas, V. Trapp, Direct methanol

fuel cell cathodes with sulfur and nitrogen-based carbon functionality, J. Elec-
trochem. Soc. 143 (1996) 3073–3079.

52] M.  Hasik, A. Bernasik, A. Drelinkiewicz, K. Kowalski, E. Wenda, J. Camra, XPS
studies of nitrogen-containing conjugated polymers-palladium systems, Sur-
face Science 507-510 (2002) 916–921.

http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0010
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0015
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0020
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0025
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0030
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0035
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0040
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0045
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0050
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0055
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0060
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0065
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0070
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0075
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0080
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0085
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0090
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0095
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0100
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0105
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0110
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0115
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0120
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0125
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0130
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0135
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0140
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0145
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0150
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0160
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0165
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0170
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0175
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0180
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0185
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0190
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0195
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0200
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0205
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0210
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0215
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0220
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0225
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0230
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0235
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0240
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0245
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0250
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0255
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0260


ica A

[

[

[

[

[

[

[

[

[

W.  Ju et al. / Electrochim

53] V.B. Parambhath, R. Nagar, S. Ramaprabhu, Effect of nitrogen doping on hydro-
gen storage capacity of palladium decorated graphene, Langmuir 28 (2012)
7826–7833.

54] X. Xu, Y. Li, Y. Gong, P. Zhang, H. Li, Y. Wang, Synthesis of palladium nanopar-
ticles supported on mesoporous N-doped carbon and their catalytic ability for
biofuel upgrade, JACS 134 (2012) 16987–16990.

55] L.A. Kibler, Hydrogen electrocatalysis, Chemphyschem: a European journal of
chemical physics and physical chemistry 7 (2006) 985–991.

56] A. Roudgar, A. Groß, Local reactivity of thin Pd overlayers on Au single crystals,
Journal of Electroanalytical Chemistry 548 (2003) 121–130.
57] M.  Baldauf, D.M. Kolb, A hydrogen adsorption and absorption study with ultra-
thin Pd overlayers on Au(111) and Au(100), Electrochimica Acta 38 (1993)
2145–2153.

58] M.  Baldauf, D.M. Kolb, Formic acid oxidation on ultrathin Pd films on Au(hkl)
and Pt(hkl) electrodes, J. Phys. Chem. 100 (1996) 11375–11381.

[

[

cta 141 (2014) 89–101 101

59] L.A. Kibler, Dependence of electrocatalytic activity on film thickness for the
hydrogen evolution reaction of Pd overlayers on Au(1 1 1), Electrochimica Acta
53 (2008) 6824–6828.

60] W.B. Schneider, U. Benedikt, A.A. Auer, Interaction of platinum nanoparti-
cles with graphitic carbon structures: a computational study, Chemphyschem:
a  European journal of chemical physics and physical chemistry 14 (2013)
2984–2989.

61] J.C. Meier, C. Galeano, I. Katsounaros, J. Witte, H.J. Bongard, A.A. Topalov,
C. Baldizzone, S. Mezzavilla, F. Schuth, K.J. Mayrhofer, Design criteria for
stable Pt/C fuel cell catalysts, Beilstein journal of nanotechnology 5 (2014)

44–67.

62] J. Llopis, Corrosion of Platinum Metals and Chemisorption, Catalysis Reviews 2
(1969) 161–220.

63] J.F. Llopis, J.M. Gamboa, L. Victori, Radiochemical study of the anodic behaviour
of  palladium, Electrochimica Acta 17 (1972) 2225–2230.

http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0265
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0270
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0275
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0280
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0285
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0290
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0295
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0300
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0305
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0310
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315
http://refhub.elsevier.com/S0013-4686(14)01357-7/sbref0315


E
n

L
A
D

a

A
R
R
A
A

K
D
E
P
N
B

1

e
a
p
n
T
t
p
t
i
r
i
e
c
(
m

fi
e

0
h

Applied Catalysis B: Environmental 144 (2014) 300– 307

Contents lists available at ScienceDirect

Applied  Catalysis B:  Environmental

jo ur nal home p ag e: www.elsev ier .com/ locate /apcatb

lectrocatalysis  at  palladium  nanoparticles:  Effect  of  the  support
itrogen  doping  on  the  catalytic  activation  of  carbon  halogen  bond

orenzo  Perini,  Christian  Durante,  Marco  Favaro,  Stefano  Agnoli,  Gaetano  Granozzi,
rmando  Gennaro ∗

epartment of Chemical Sciences, University of Padova, Via Marzolo, 1, 35131 Padova, Italy

 r  t  i  c  l e  i  n  f  o

rticle history:
eceived 20 May  2013
eceived in revised form 2 July 2013
ccepted 8 July 2013
vailable online 17 July 2013

eywords:
oped glassy carbon

a  b  s  t  r  a  c  t

Pd  nanoparticles  (NPs)  were deposited  electrochemically  on  three  differently  modified  glassy  carbon
(GC)  supports:  pristine  GC,  nitrogen  implanted  GC and  Ar  implanted  GC.  The  aim  of such  an approach  is
to discriminate  whether  the electrocatalytic  activity  of  Pd  NPs  toward  the activation  of  carbon  halogen
bond  is  preferentially  driven  by  chemical  or morphological  defects.  Modified  GC  electrodes  were  prepared
by ion  implantation  whereas  Pd was  deposited  according  to  a double-step  potential  deposition  in a  1 mM
PdSO4 +  0.1  M H2SO4 solution.

The  electrodes  were  fully  characterized  by X-ray  photoemission  spectroscopy,  which  allowed  the  iden-
lectrocatalysis
alladium
itrogen doping
enzyl chloride

tification  of  several  different  N-based  defects.  Pd NPs morphology,  dimension  and  distribution  were
investigated  by  scanning  electron  microscopy.  The  outcomes  indicate  that  the electrodeposition  of  Pd
NPs on  nitrogen-implanted  GC  results  in  smaller  catalyst  particle  sizes  and  higher  particle  dispersion
with  respect  to  pristine  GC. The  palladium  nitrogen-implanted  electrode  was  tested  in  the  electrochem-
ical  reduction  of  benzyl  chloride,  showing  that  Pd  NPs  result  in a  much  higher  catalytic  activity  than  bulk
Pd  and  Pd  NPs  loaded  on the  pristine  GC electrode.
. Introduction

Activation of the carbon halogen (C X) bond is a highly
xplored field in organic electrochemistry since it finds huge
pplication in organic synthesis [1,2], in the control over radical
olymerization [3,4], in pollutant degradation [5–7] and in mecha-
istic investigation on dissociative electron transfer (DET) [8–11].
he main drawback associated with the electrochemical activa-
ion of C X is the very negative potentials required, and this is
articularly true in the case of organic chlorides, which represent
he most investigated ensemble among organic molecules contain-
ng a nucleofuge group. This has boosted over the last decade the
esearch of electrode materials active toward the C X bond break-
ng, and, so far, Ag, Cu and Pd were found to possess extraordinary
lectrocatalytic properties [12–16]. However, attempts to improve
atalytic activity by changing from bulk electrode to nanoparticles
NPs) dispersed on a support, or by introducing a second or a third

etal have not yet led to the desired improvements [17,18].

In principle, the catalytic activity can be increased either by a

ne dispersion of the NPs or by modulating the electronic prop-
rties of the catalyst NPs by interaction with support chemical

∗ Corresponding author. Tel.: +39 049 8275132; fax: +39 049 8275829.
E-mail address: armando.gennaro@unipd.it (A. Gennaro).

926-3373/$ – see front matter ©  2013 Elsevier B.V. All rights reserved.
ttp://dx.doi.org/10.1016/j.apcatb.2013.07.023
© 2013 Elsevier B.V. All rights reserved.

or morphological defects; as an example, a way  to enhance the
durability of the catalyst support assembly in the case of oxygen
reduction is to strengthen the catalyst NPs support interaction by
introducing into the substrate defects that can act as trapping sites
for anchoring the catalyst NPs [19,20]. In this regard, Minguzzi et al.
have recently observed that the electrochemical activation of a car-
bon surface in acidic media introduces oxygen functional groups
which enhances the stability and the electrocatalytic activity of Ag
NPs toward the C X bond activation [21].

Among various forms of carbon, glassy carbon (GC) is the most
important for use as an electrode in electrochemistry, since it shows
very low electrical resistivity, it is non-porous and impermeable
to gases, it has high chemical resistance and the widest potential
range observed for graphitic carbon electrodes and, last but not
least, it can be easily polished and managed [22]. This renders GC
an optimal material for a basic investigation on how the chemical
modifications of the support can affect the activity of the loaded cat-
alyst. The chemical modification (hereafter referred to as doping)
of a GC surface is generally performed by the adsorption or by
the covalent bonding (grafting) of molecular catalyst or electronic
mediators. Another option is to synthetize a doped GC by thermo-

lysis of suitable carbon precursors (usually polymers) containing
the desired heteroatoms [22,23] or by the mixture of resins and an
inorganic source of heteroatoms, such as boric acid and ammonia
[24]. In the present case, following a different approach, nitrogen
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unctional groups have been introduced on a GC support by N2
+

nd N+ ion implantation, producing a modified N-GC support. Here
t will be shown that the presence of nitrogen functional groups on
he carbonaceous support can influence the nucleation and growth
f metal NPs and promote their catalytic activity toward activation
f the C X bond.

In the present case, palladium was employed as metal NPs
ecause of its excellent hydrogenation ability, which makes it an
xcellent catalyst in the electrochemical dechlorination of organic
hlorides in aqueous media or organic–aqueous mixture [25–27].
he Pd NPs electrochemical deposition on N-GC (Pd@N-GC) has
een carried out in a 1 mM PdSO4 + 0.1 M H2SO4 solution by a
ouble-step potential deposition.

The N2
+ and N+ ion implantation, besides the introduction of

ew functional groups, leads to the formation of an increased num-
er of morphological defects; this open a new issue about the
ossibility of disentangling the effects connected to the presence of
ew functional groups from those deriving from the morphologi-
al defects introduced by ion implantation. In order to discriminate
etween the two effects, we have performed the deposition of Pd
lso on pristine GC (Pd@GC) and on an Ar+ implanted GC (Pd@Ar-
C) samples, and used them as an internal reference to gauge the

esults. In particular, Ar-implantation determines relevant mor-
hological defects, consisting in a re-hybridization of carbon atoms
rom Csp2 to Csp3 , but cannot induce chemical defects [28].

The prepared GC electrodes were fully characterized by X-
ay photoelectron spectroscopy (XPS) and scanning electron
icroscopy (SEM), and the electrochemical reactivity was tested

or the reduction of benzyl chloride, which so far is considered as
 standard test molecule for investigating carbon halogen bond
ctivation.

. Experimental

.1. Chemicals

CH3CN, (WWR,  HPLC grade) was distilled over CaH2 under a
2 atmosphere. Tetraethylammonium tetrafluoroborate (TEABF4)

Fluka, >98%) was recrystallized twice from EtOH and dried in a vac-
um oven at 70 ◦C. Benzyl chloride (Fluka, ≥99.5%) and PdSO4 (Alfa
esar, 99.95%) were high-purity reagents and were used without

urther purification. Deionized water used for the experiments was
reviously twice distilled from KMnO4.

.2. Preparation and characterization of Ar-GC and N-GC
ubstrates

The N- and Ar-GC samples were prepared by using the ion beam
roduced by the ion gun (Thermo VG Scientific) under the same
onditions: 2.2 × 10−6 mbar background of N2 or Ar, a beam energy
f 500 eV and exposure time of 10 min, with an incidence angle of
he ion beam equal to 45◦ with respect to the sample surface (the
on current measured during this treatment was  2.0 �A and the
otal dose of implanted atoms was around 5 × 1016 ion cm−2). The
itrogen/argon dose was evaluated to be about 15 at%.

The XPS characterization of the samples was performed in a
HV chamber (base pressure <5 × 10−9 mbar), equipped with a
ouble anode X-ray source (Omicron), a hemispherical electron
nalyzer (VG Scienta). All XPS measurements were performed at
oom temperature, using non-monochromatic Mg-K�  radiation
h� = 1253.6 eV) and a pass energy of 50 eV and 20 eV for the sur-

ey and high-resolution spectra, respectively. The calibration of the
inding energy (BE) scale was carried out using Au 4f as reference.
he N 1s and C 1s peaks were deconvoluted into individual compo-
ents (after Shirley background removal) using symmetrical Voigt
ronmental 144 (2014) 300– 307 301

functions, whereas the Pd 3d photoemission peaks were decon-
voluted into chemical-shifted components using Doniach–Sunjich
shape functions. In both cases, the �2 minimization was ensured
by the use of the nonlinear least-squares routines.

SEM investigations were performed with a dual-beam FEI Nova
600i instrument, with a semi-in-lens cold cathode field emission
scanning electron microscope source.

2.3. Electrochemical instrumentation

Electrochemical measurements were carried out either by use of
a computer-controlled Autolab PGSTAT30 potentiostat or an EG&G
PARC Model 273/A potentiostat. The electrocatalytic activity of the
nanostructured surfaces for benzyl chloride reduction was  investi-
gated by means of cyclic voltammetry (CV) and was carried out
in a three-electrode cell with a GC, either modified or unmodi-
fied, or Pd disk as working electrode. The counter electrode and
the reference electrode were a Pt wire and Ag|AgI|Bu4NI (0.1 M)  in
CH3CN, respectively. The latter was calibrated after each exper-
iment against the ferrocenium/ferrocene couple. The potentials
measured against the Ag|AgI|I− reference electrode were converted
to the SCE scale, to which all potentials in the paper are referred,
by using E0

Fc+/Fc = 0.391 V vs. SCE in CH3CN [12]. The working elec-
trodes were built from a GC plate (Tokai GC-20) and 2-mm diameter
Pd wire (Alfa Aesar, 99.999%) and were polished to a mirror fin-
ish with silicon carbide papers of decreasing grain size (Struers,
grit: 500, 1000, 2400, 4000) followed by diamond paste (3-, 1-,
0.25-�m particle size). They were then cleaned in ethanol in an
ultrasonic bath for about 5 min. In several cases a slight passiv-
ation of the Pd electrode, resulting in a poor reproducibility of the
data, was  observed during the electrocatalytic experiments. When
this happened, the electrode was  activated by CVs until cathodic
discharge.

The Pd NPs on GC, Ar-GC and N-GC were freshly prepared before
each experiment by electrodeposition of Pd on an exposed area of
3-mm diameter GC disk. The GC samples (8 mm diameter) were
either clamped in a Kel-F mask or enveloped in Teflon tape. The
electrochemical deposition of Pd NPs was carried out in a three-
electrode cell containing 1 mM PdSO4 solution in 0.1 M H2SO4. GC,
Ar-GC and N-GC disks were set as working electrode, while the
counter electrode and the reference electrode were a Pt wire and a
Hg|Hg2SO4|K2SO4 saturated electrode, respectively. The reference
electrode was separated from the working electrode compart-
ment through a salt bridge which avoided any contamination of
the working electrode. The conversion of the potential measured
vs. Hg|Hg2SO4|SO4

2− to the SCE scale is obtained by addition of
+0.373 V to the measured value. All experiments were carried out
at 25 ◦C.

3. Results and discussion

3.1. Preparation of Pd nanoparticles (NPs) on pristine and doped
GCs

We first investigated the redox reactions of palladium on GC
by CV in 1 mM PdSO4 + 0.1 M H2SO4 solution. The first negative-
going scan obtained under these conditions shows no well-defined
cathodic peak for the reduction of Pd2+ to Pd(0). CV obtained start-
ing at an initial potential of 0.3 V vs. SCE and scanning in the
negative direction at variable negative potential limits indicate that
Pd deposition starts at a potential more negative than −0.05 V vs.

SCE, which coincides with the equilibrium potential. This was con-
firmed by the appearance of a PdO peak on the reverse scan and by
XPS measurements revealing the presence of Pd over the GC  sur-
face. A similar experiment has been carried out at N-GC, though in
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Table  1
Optimized deposition conditions for Pd NPs on various GC supports.

Er (V)a,b tr (s)c Enu (V)b tnu (s) Egrow (V)b tgrow (s) Q (C)d

GC 0.3 10 −0.25 0.1 −0.077 50 2.74E−4
Ar-GC 0.3 10 −0.25 0.1 −0.077 50 2.75E−4
N-GC  0.3 10 −0.25 0.1 −0.127 50 2.78E−4

a Resting potential.

t
t
N
s
d
c
w
a
a
t
v
A
N
o
c
d
a
t

e
(
p
l
t
g
a

3
p

m
p
s
t
w

F
H

Pd 3d photoemission peak presents a full width at half maximum
(FWHM) compatible with the presence of both metal Pd and Pd2+
b Potentials are vs. SCE.
c Resting time.
d Values obtained from the mean of at least 5 different experiments.

his case the deposition of Pd started at a more negative potential
han at pure GC (−0.1 V vs. SCE). On the basis of these results, Pd
Ps were deposited on GC by a potentiostatic double-step depo-

ition method, since this method allows better control over the
imension and dispersion of metal NPs; the optimized deposition
onditions are summarized in Table 1. The first step (nucleation)
as set at a sufficiently negative potential (Enu = −0.25 V vs. SCE) to

llow the deposition process to be controlled only by diffusion and,
s a consequence, instantaneous nucleation of Pd takes place. In
he second step (growth) the potential was set at Egrow = −0.077 V
s. SCE for GC and Ar-GC and Egrow = −0.127 V vs. SCE for N-GC.
t these potentials the process is kinetically controlled and the Pd
Ps grow without further nucleation of new sites. The solution was
xygen-free and unstirred during the depositions. The deposition
urrent was recorded and integrated in order to determine the total
eposition charge (Table 1). The results indicate that a comparable
mount of charge is consumed for all three samples and therefore
he mass of Pd loaded over the three different GCs is fairly similar.

Pd NPs deposited on GC and modified GCs show the typical
lectrochemical behavior of palladium nanostructured electrode
Fig. 1) [29,30], which is characterized by a hydrogen adsorption
eak labeled as 1c and a hydrogen desorption peak 1a, a zone

abeled as a where hydrogen evolution occurs and a zone b due
o the oxidation of hydrogen atoms adsorbed during the negative-
oing scan onto the Pd(0) NPs, a zone c due to the formation of PdO
nd the zone d due to PdO reduction.

.2. Morphological and chemical characterization of Pd NPs on
ristine and doped GCs

We  first investigated the different GCs surface chemistry by
eans of XPS: in Fig. 2a the survey spectra of the different sam-
les after the electrochemical deposition of Pd (see Table 1) are
hown. The surveys for all three samples clearly show similar fea-
ures that account for the presence of Pd, carbon and oxygen,
hile nitrogen is present only in the case of Pd@N-GC. In this

ig. 1. Cyclic voltammetry of Pd NPs deposited on pristine and modified GCs in 0.1 M
2SO4 solution; scan rate 200 mV s−1.
case, from the analysis of N 1s and C 1s XPS peaks, we  can deter-
mine an overall surface stoichiometry of C0.85N0.15. Furthermore,
while in Pd@Ar-GC we observe only morphological defects, con-
sisting of a re-hybridization from Csp2 to Csp3 , in Pd@N-GC, we
can distinguish between different chemical defects; by deconvo-
luting the N 1s XPS peak (Fig. 2b), we can single out the presence
of pyridinic (398.0 eV), C N terminal groups (398.9 eV), pyrrolic
(400.1 eV), N graphitic defects (401.2 eV) and N+ ion trapped into
carbon vacancies (402.6 eV) [28,31]. A further component present
at high BE (404 eV) can be assigned to the interaction between
nitrogen and oxygen with the formation, of NOx groups, though
in a very limited amount. Although GC has a randomly oriented
structure over large dimensions, it contains a graphitic microcrys-
talline structure; therefore, we  may  assume that the effect of the ion
implantation would increase the number of defects on the graphitic
structures, resulting in an increased numbers of edges. If so, it is
reasonable to assume that nitrogen groups are placed nearby these
new edges of the graphitic microstructure. A pictorial view of nitro-
gen defects is proposed in Fig. 3.

Fig. 2c shows the Pd 3d XPS spectra for the same Pd loading (see
Table 1) deposited onto Ar-GC, N-GC and GC. As can be seen, the
Fig. 2. XPS data of Pd@Ar-GC, Pd@N-GC, Pd@GC for the same Pd loading (see
Table 1): (a) survey wide scans; (b) N 1s XPS peak and relative deconvolution by
means of chemically shifted components in Pd@N-GC; and (c) Pd 3d XPS peaks.
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Fig. 3. Ball-and-stick model of the different chemical species obtained after ion
implantation in GC according to the XPS N 1s data reported in Fig. 2b. The evidenced
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tration of atomic oxygen, which corresponds to the number of Pd
atoms, NPd, exposed per unit surface area. From the NPd per unit sur-
rea corresponds to edge defects.

pecies (BE Pd0 = 335.1 eV, BE Pd2+ = 336.2 eV), and no significant
hange is observed in the three cases.

The morphological surface characterization of Pd NPs on doped
nd undoped GC supports was carried out by SEM (Figs. 4 and 5).
he electrochemical deposition of Pd on GC has been carried out at
hree different deposition time: 25, 50 and 150 s, and results in the
ormation of NPs of an average dimension depending on the time
f the growing step (tgrow). NPs deposited for 25 s have a typical
olmer–Weber growth and average dimension of 23 nm (Fig. 4a
nd b). The increase of the growing step period from 25 to 50 s
ncreases the Pd amount loaded over the GC support and changes
he Pd NPs dimensions according to a Gaussian distribution cen-
ered at 40 nm (Fig. 4c and d). It is worth noting that in this case
Ps agglomerates of 100–300 nm sizes are also present as a result

f the preferential growth of Pd NPs over the preexisting metal
eeds. At a deposition time of 150 s the distribution of the particle

Fig. 4. SEM images and particle size distributions for Pd@GC at different grow
ronmental 144 (2014) 300– 307 303

size assumes a maxima at 45 nm.  In this case the growth of NPs
agglomerates is even more emphasized (Fig. 4e and f).

In Fig. 5a comparative panel for Pd@GC, Pd@Ar-GC and Pd@N-
GC deposited at the same growing period of 50 s, at two different
magnification scale is reported. SEM images of Pd@Ar-GC show Pd
NPs with smaller sizes (centered at 25 nm)  and narrower dispersion
(Fig. 5d–f) with respect to Pd@GC (Fig. 5a–c). Also in the case of
Pd@Ar-GC some large size Pd agglomerates are visible, though to
a lesser extent than for Pd@GC. In the case of Pd@N-GC, roughly
spherical Pd NPs with average sizes of 21 nm are more regularly
distributed with respect to both Pd@GC and Pd@Ar-GC (Fig. 5g–i).

The surface area of the Pd NPs loaded on pristine GC (geometric
area 0.076 cm2) and modified GCs have been estimated from the
integrated charge in the electrochemical formation of a full mono-
layer of PdO [32,33]. This method is based on the identification
of the upper potential limit at which oxygen is chemisorbed in a
monoatomic layer with a one to one correspondence with the sur-
face Pd atoms. This method has been preferred over the one based
on CO stripping, since the N-GC support has shown an anomalous
behavior in the presence of carbon monoxide.

CVs at variable positive potential limits have been performed
(Fig. 6a) and then the integrated charge for the formation of PdO has
been plotted vs. the inversion potential (Fig. 6b). The potential for
a complete formation of a PdO monolayer corresponds to the point
where the straight line changes its slope. The integrated charge at
this potential allows obtaining the Pd NPs surface area according
to Eq. (1):

Q0 = 2eNA�0A (1)

where NA is the Avogadro constant and � 0 is the surface concen-
face area, it is possible to calculate the reference charge qs
0, which

in the case of Pd is ca. 420 C/cm2. The real surface area is therefore

th time: (a and b) tgrow = 25 s; (c and d) tgrow = 50 s; (e and f) tgrow = 150 s.
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ig. 5. SEM images at two  different magnifications and particle size distributions fo
able 1).

btained from the ratio of the integrated charge and the reference
harge as indicated in Eq. (2):

 = Q0

qs
0

(2)

The estimated area for Pd@N-GC was 0.110 cm2, which is higher
han the area calculated for Pd@GC and Pd@Ar-GC, 0.089 and
.085 cm2, respectively.

In conclusion, it is evident that a mere morphological effect of
he GC support is not sufficient to justify such differences in terms
f surface area, metal NPs dimension and dispersion, but it must be
elated to the presence of nitrogen functional groups and a much
tronger interaction between the chemical defect sites of GC and
d [34]. A similar result has been observed for Pt NPs deposited
n N-doped HOPG [35,36], where it was claimed the N-doping is
esponsible for a decrease in Pt NPs size and an increase in NPs
ispersion.

.3. Electrocatalytic activity of Pd NPs on pristine and doped GCs

The electrocatalytic activity of Pd NPs was tested for the

eduction of benzyl chloride, chosen as a model process for the
lectroreduction of organic halides. The mechanism of activation of
rganic halides is generally analyzed in the framework of dissocia-
ive electron transfer (DET) to C X bonds. Whether the activation
) Pd@GC; (d–f) Pd@Ar-GC and (g–i) Pd@N-GC obtained at the same Pd loading (see

occurs at an inert or catalytic electrode, two  reaction pathways are
possible for the reductive cleavage of R X to R• and X−. These are
a stepwise mechanism, involving an intermediate radical anion,
R X•−, which further decomposes to R• and X− (Eqs. (3) and (4))
and a concerted mechanism, where electron transfer (ET) and bond
breaking occur in a single step (Eq. (5)). Whichever of the two mech-
anism is followed, a R• radical is formed that is generally more easily
reducible than R X and readily undergoes a second ET (Eq. (6)).
Therefore, the process involves two  successive one-electron trans-
fers leading to the carbanion R−, which is then rapidly protonated
by any proton donor BH present in solution (Eq. (7)).

R X + e− � R X•− (3)

R X•− → R• + X− (4)

R X + e− → R• + X− (5)

R• + e− → R− (6)

R− + BH → R H + B− (7)
The transfer coefficient ˛, which allows the attribution of the
reduction mechanism, has been determined by voltammetric anal-
ysis. If the peak potential Ep varies linearly with log �, with slope
∂Ep/∂ log �, Eq. (8) can be used to calculate the transfer coefficient,



L. Perini et al. / Applied Catalysis B: Environmental 144 (2014) 300– 307 305

F
f
P

˛
t

E

G
e
m
˛

a
f

T
V

ig. 6. (a) Cyclic voltammograms at Pd@N-GC electrode in 0.1 M H2SO4 with dif-
erent positive potential limits. (b) Integrated charge for the formation of PdO at
d@N-GC electrode as a function of the positive potential limit.

. Alternatively,  ̨ can be calculated by Eq. (9), where Ep/2 − Ep is
he peak width [37].

∂Ep

∂ log �
= −1.151RT

˛F
(8)

p/2 − Ep = 1.857RT

˛F
(9)

The reduction mechanism of benzyl chloride on bulk Pd and
C has previously been reported [12], showing that, on both
lectrodes, the reduction of benzyl chloride follows a concerted
echanism that is typically characterized by an ET coefficient
 � 0.5.
The CVs of benzyl chloride on GC and bulk Pd in CH3CN + TBABF4

re reported in Fig. 7. Generally, the peak potential is the benchmark
or the electrocatalytic properties, and GC is so far considered a

able 2
oltammetric data for benzyl chloride reduction (2 mM)  in CH3CN + 0.1 M TEABF4, measu

Cathode Ep
a (V)  ̨ �Ep

b (V) 

GC −2.21 0.30 

Pd  −1.88 0.26 0.33 

Pd@GC  −1.93 0.19 0.28 

Pd@Ar-GC −1.93 0.23 0.28 

Pd@N-GC −1.78 0.33 0.43 

a Potentials are referred to SCE.
b See �Ep = EPd

p − EGC
p .

c Mass catalytic activity with respect to the mass of Pd electrodeposited.
d Specific catalytic activity.
e Geometric area.
f Real surface area.
Fig. 7. Cyclic voltammetry of 2 mM benzyl chloride recorded in CH3CN + 0.1 M
TBABF4 at GC and bulk Pd electrodes.

non-catalytic electrode [38]. Therefore, the catalytic activity,
expressed as �Ep = EPd

p − EGC
p , indicates that bulk Pd exhibits a

remarkable electrocatalytic effect of 0.33 V with respect to GC
(Table 2).

Fig. 8a shows CV of benzyl chloride reduction at Pd@GC elec-
trodes at different Pd deposition times. From Fig. 8a it is clear that
the overpotential for benzyl chloride reduction depends on the
Pd surface coverage since, as the deposition time of Pd increases
from 25 to 150 s, the reduction peak shifts to a more positive
potential and the peak current increases. The best performance is
observed at Pd@GC deposited for 150 s (Ep = −1.87 V vs. SCE), which
shows comparable electrocatalytic activity with respect to bulk Pd
(Ep = −1.88 V vs. SCE). Therefore, it appears that the catalytic activity
of Pd over a non-modified GC depends more on the Pd loading and
nanoparticles size than on the morphology of the metal catalyst.

The electrochemical behavior of Pd@Ar-GC (tgrow = 50 s) is also
reported in Fig. 8b. As previously discussed, Pd NPs on Ar-GC are
smaller and more uniformly dispersed than on pristine GC; how-
ever, besides a little difference of peak current, which may be
associated with a different active surface area, Pd@Ar-GC shows
similar catalytic activity and reduction mechanism with respect to
Pd@GC (Table 2). These results assert that, even though Ar-GC has
an increased number of defects with respect to pristine GC and the
Pd NPs size is sensibly different between the two  samples, the cat-
alytic activity is not influenced by the morphology of the supports.
Furthermore, it must be stressed that both Pd@GC and Pd@Ar-
GC do not show better performance in terms of catalytic activity
with respect to bulk Pd, and this, also considering the benefit of

employing a small amount of catalyst, puts a limit on the practi-
cal advantage of using a nanostructured electrode with respect to
a bulk one.

red at 0.1 V s−1.

A (cm2) M-CAc (mA  g−1) S-CAd (mA cm−2)

0.071e – –
0.031e – 1.262
0.089f 7.2E+05 1.217
0.085f 6.6E+05 1.156
0.110f 9.0E+05 1.269
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[14] P. Poizot, J. Simonet, Electrochimica Acta 56 (2010) 15–36.
ig. 8. Cyclic voltammetry of 2 mM benzyl chloride recorded in CH3CN + 0.1 M
BABF4 at different electrodes: (a) Pd@GC at different Pd loading; (b) Pd@N-GC,
d@Ar-GC and Pd@GC; and (c) effect of the scan rate at Pd@N-GC.

The electrochemical behavior was tested also at Pd@N-GC
tgrow = 50 s) (Fig. 8b), and, this time, Pd@N-GC is more active in
erms of overpotential, mass catalytic activity (peak current/grams
f Pd) and specific catalytic activity (peak current/surface area)
ot only with respect to Pd@GC or Pd@Ar-GC, but also to bulk Pd
Table 2). The integrated current for the deposition process indi-
ates that the Pd amount loaded on N-GC is comparable to that
t Ar-GC; thus, the improved catalytic activity is not the result of
ifferent Pd loading or particle size on the three supports. This
epresents a clear example where the electrodic support exerts

 synergistic action, promoting the catalytic activity of metal NPs
oward a catalytic process. The nature of this increased catalytic
ctivity derives from the interaction between nitrogen functional
roups and Pd NPs during the reduction process since the Pd free
-GC was found to be not active by itself. Actually, both N-GC and

r-GC supports result to be even less active than pristine GC by
everal mV.  To verify that the increased catalytic activity is not the
esult of a different reduction mechanism, we have evaluated the
ependence of the voltammetric peak from the scan rate (Fig. 8c).

[
[
[

ronmental 144 (2014) 300– 307

The linear dependence of Ip from the square root of the scan rate
indicates a diffusion-controlled process, while values of  ̨ = 0.33
assert a concerted reduction mechanism, as already observed at
Pd@GC and bulk Pd. Furthermore, Pd@N-GC is active even after
several days at open atmosphere, indicating an intrinsic chemical
and mechanical stability. This was  confirmed also by post eventum
XPS measurements that assert the same content of Pd and N.

Compared with other catalysts reported in the literature well-
known to possess high catalytic activity, such as Ag, Pd@N-GC
shows comparable catalytic activity with respect to bulk Ag, that
so far is considered the best catalyst for R X activation in non-
aqueous solution [12], while it is far more active (several hundred
mV)  than Ag NPs of similar size (20–30 nm)  deposited on GC [39].

4. Conclusions

Morphologically and chemically stable Pd NPs deposited on N-
GC have been prepared by a double potential-step deposition in
H2O + 0.1 M H2SO4 containing millimolar amounts of PdSO4. The
NPs are spherical in shape with average dimension of 20 nm and
are uniformly distributed over the N-GC surface. The presence of
nitrogen functional groups introduced into GC support seems to
influence the nucleation and growth kinetics during Pd NPs depo-
sition, which results in smaller catalyst particle sizes and higher
particle dispersion. The most striking result is that the presence of
nitrogen functionalities promotes the catalytic performance of Pd
NPs toward activation of the C Cl bond, so extensively that Pd@N-
GC is more active not only than Pd NPs loaded on undoped GC, but
even than bulk Pd.
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N-doped Highly Oriented Pyrolytic Graphite (HOPG) (obtained by ion implantation)was used as amodel system
for mimicking the effect of N-doping in sp2 hybridized carbon based supports. The electronic structure of such
system has been careful characterized by means of spectroscopic techniques adopting synchrotron radiation.
We demonstrate that it is possible to tailor different functional groups simply by tuning the annealing tempera-
ture after ion implantation. On such chemical modified HOPG, PdY catalyst nanoparticles have been deposited
under strictly controlled conditions in ultra-high-vacuum (UHV) and the nanoparticle/support interactions
studied by photoemission. The formation of the Pd3Y alloy is evidenced by core level shift in Y 3d and Pd 3d states
due to charge transfer.

© 2015 Elsevier B.V. All rights reserved.
1. Introduction

The best way to reach the goal of stable, efficient and cost effective
electrodic materials for fuel cells is to use a rational design of the
metal catalyst/support assembly. In this respect, the approach based
on studies of model electrodes can be of value and their outcomes can
be capitalized to implement efficient real electrodes to be properly
tested in real working conditions.

In particular, HOPG (Highly Oriented Pyrolytic Graphite) is a reliable
sp2-carbon model substrate that represents a simplified playground
where the interaction between the catalyst nanoparticles (NPs) and
the support can be easily studied.

HOPG is a carbon-basedmaterialmadebyhigh-temperature decom-
position of gaseous hydrocarbons, often acetylene, followed by hot
pressing at high pressure and temperature [1]. Pyrolytic carbon usually
has a single cleavage plane because the single graphene sheets crystal-
lize with an ordered stacking, as opposed to graphite that forms micro-
scopic randomly-oriented zones. Because of this peculiar structure,
pyrolytic carbon exhibits several unusual anisotropic properties [1].

Usually, a strong NP/support interaction is beneficial to reduce sev-
eral degradation processes (e.g. agglomeration, detaching…) therefore
increasing the electrode stability. A viable strategy to enhance the
catalyst NPs/support interaction is associated with the introduction of
zi).
nter for Artificial Photosynthesis
n Rd., M/S 6R2100 Berkeley, CA
substrate defects that can act as trapping sites for anchoring highly dis-
persed catalyst NPs. In general, morphological defects introduced by a
carbon atom re-hybridization (sp2 to sp3) and amorphization of the
substrate are beneficial to increase the NP/support interaction [2]. On
the other hand, extended amorphization of the support is detrimental
with respect to the substrate conductivity, so a trade-off is needed.
One route to minimize the conductivity decrease while maximizing
the NP/support interaction is to resort to extrinsic chemical defects
(such as boron, nitrogen and sulfur) rather than to morphological
defects. They can be introduced by means of doping, and specific inter-
actions, possibly modulating the electronic charge of the catalyst NPs,
can be produced. Therefore the modification of the support allows
tailoring the electronic properties of the catalyst.

In the last few years, chemical doping of sp2-carbon materials by
nitrogen has been studied [3–6], and excellent stability and high perfor-
mances over time of the NP/support assembly have been obtained [5,7].
Moreover, specific chemical interactions can trigger enhanced chemical
reactivity so that even normally inert materials become highly reactive.
Even more interestingly, it has been fully demonstrated that a properly
doped support can become catalytically active itself [5,8].

In this study, N-doped HOPG (obtained by ion implantation, hereaf-
ter N-HOPG) was used as a model system for mimicking the effect of
N-doping in sp2 hybridized carbon based supports. The outcomes of
this study can be also of relevance in the field of metal NPs/graphene
composites for advanced energetics, since the special properties of
these composite systems stem from very subtle electronic interac-
tions (i.e. interfacial hybridisation), which very often involve specific
defects of the sp2 carbon lattice [9–11]. On such chemical modified
HOPG, metal catalyst NPs have been deposited under strictly controlled

http://crossmark.crossref.org/dialog/?doi=10.1016/j.susc.2015.08.012&domain=pdf
http://dx.doi.org/10.1016/j.susc.2015.08.012
mailto:gaetano.granozzi@unipd.it
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conditions in ultra-high-vacuum (UHV) and the NP/support interactions
studied by the premises of surface science. We have herein considered
PdY NPs as a potentially innovative catalyst. Actually, large efforts are
currently devoted to test Platinum Group metals (PGMs) alloys with
Rare Earth (RE) metals in order to reduce the content of the PGM
while maintaining a sufficient catalyst activity and durability [12].

We report herein a detailed study of the chemical and electronic
properties of N-HOPG based on several synchrotron-based surface
techniques, namely High Resolution Photoemission Spectroscopy
(HR-PES), Resonance Photoemission Spectroscopy (Res-PES), Near
Edge X-ray Absorption Fine structure Spectroscopy (NEXAFS) and Low
Energy Electron Diffraction (LEED). This study fully confirms the obser-
vations already obtained in our previous works [13–15] on HOPG and
N-HOPG based on standard photoemission, and provides new insights
in the electronic properties of these modified systems, with a detailed
study of the valence band (VB). Moreover, on such HOPG and N-HOPG
substrates we have deposited in UHV ultrathin films of Pd and Y and
prepared by thermal annealing Pd3Y alloyed NPs, as demonstrated by
the use of HR-PES.

2. Experimental

Concerning the morphology, pure HOPG shows microcracks with
varied length andwidth [16]. The existence of these cracks in crystallites
of polycrystalline graphite was proposed firstly by Mrozowski [17]; for
this reason, these features are usually known as Mrozowski cracks. In
situ observations show that these cracks tend to close up heating
HOPG at high temperature. For this reason, in order to obtain a clean
and flat sample surface, annealing in UHV has been performed after
the peeling (by scotch tape) of HOPG (Mikromasch, ZYB) in air, accord-
ing to the procedure depicted in Fig. 1.

The ion implantation by nitrogen has been performed at room
temperature (r.t.) and with a pressure of the precursor gas equal to
2.2 ∙ 10−6 mbar. In order to obtain a short projected range of ions into
the target (to have chemical defect localized close the surface, in the
case of N-implantation) and, at the same time, to study the surfacemor-
phology and chemistry upon nitrogen implantation, the energy of the
incident ions was set to 100 eV, as reported in our previous study [15].

Pd and Y were evaporated in situ by e-beam bombardment from a
high purity Pd rod and Y flakes, respectively (the last mentioned were
contained in a Mo crucible). The deposition rate were equal to 0.25
MLE/min for Pd and to 0.10 MLE/min for Y (1 MLE (monolayer equiva-
lent) corresponds to 2.26 Å [18] and to 1.77 Å [19] for Pd and Y, and rep-
resents the interlayer spacing between (111) planes in ten pure metals,
respectively).

The characterization of the prepared systems was performed in
situ, using HR-PES, Res-PES, NEXAFS and LEED at the Bach beamline
Fig. 1. Thermal annealing cycle carried out on the HOPG sample after the introduction in
the UHV system.
operating at the Elettra Synchrotron Facility. Photoemission data were
collected at RT with a SCIENTA R3000 analyzer set in transmission
mode, using a photon energy of 595 eV (with a total energy resolution
of 100 meV). C 1s and N 1s peaks were separated into individual chem-
ically shifted components (after Shirley background removal) using a
Doniach–Sunjic shape for the sp2 component and symmetrical Voigt
functions for the fitting of the molecular-like C and N 1s components.
The χ2 minimization was ensured by the use of nonlinear least squares
routine. NEXAFS measurements on C and N K-edges were performed in
Total Electron Yield (TEY) mode.

3. Results and discussion

3.1. Characterization of N-doped HOPG

In this part, we will provide a detailed characterization of N-HOPG
using synchrotron light-based techniques. Fig. 2 reports HR-PES data
obtained on annealed HOPG, at Bach beamline. Fig. 2a reports the C 1s
peak of HOPG, acquired with a photon energy of 595 eV. The peak
shows aDoniach–Sunjic shape, with a FHWMof 0.35 eV. The high clean-
liness of the surface and the low presence of defects is also highlighted
by the survey scan reported in inset in Fig. 2a and by the NEXAFS mea-
surements reported in Fig. 2b.

For the NEXAFS measurement acquired in p polarization mode (out
of plane) it is possible to observe the typical 1s-π* sharp transition at
285.0 eV [20], whereas the 1s-σ* transitions (between 290 and
315 eV) can be measured in s polarization mode (in plane) [20].

The effect of the different implantation energies can be visualized by
the LEED patterns reported in Fig. 3. The LEED pattern of the pure sup-
port (Fig. 3b) is a superposition of the diffraction patterns of the single
orientational domains present in HOPG [21]; because ZYB grade HOPG
has little distortion angles between adjacent mosaic tessellation
(≈0.4°), the pattern is not characterized by single spots, but it assumes
a circular geometry [16] due to the overlap of all the single domain dif-
fraction spots (such as the Debye–Scherrer phenomenon that occurs in
X-ray diffraction of powders, see Fig. 3a). Fig. 3c shows that the implan-
tation at 100 eV leads to a weaker and more diffuse LEED pattern,
because of partial surface amorphization with the consequent loss of
crystalline order. On the other hand, ion implantation performed
at higher energies (500 eV) generates a heavily amorphous surface
[13,14], which eventually gives no diffraction. Thus, the surface does
not show a LEED pattern, as shown in Fig. 3d.

In order to have a deeper physical insight into ion implantation pro-
cedure, Monte Carlo simulations of the N-implantation in HOPG have
been carried out assuming the Kinchin–Pease modeling [22] of the ion-
target atom interaction.

Under the experimental conditions of the N-implantation, per-
formed by using common ion guns, the nitrogen plasma contains both
N+ and N2

+ ionic species. By simulating the interaction of both the spe-
cies with the carbon support and taking the average, Monte Carlo simu-
lations give a projected range, Rp, and a full width at half maximum
(FWHM) of the distribution, ΔRp, equal to 7.9 Å and 10.3 Å for 100 eV
implantation, and to 18.6 Å and 17.3 Å for implantation at 500 eV. Pre-
liminary studies using standard photoemission and Monte Carlo simu-
lations, demonstrated that it is possible to tune the projected range of
the implanted atoms [13–15] and that no significant change occurs in
the type or in the relative concentration of the chemical functionalities
introduced by N implantation.

Fig. 4a and b reports the multipeak analysis of the C 1s and N 1s sig-
nals of the as-implanted N-HOPG, acquired in normal emission (NE)
and grazing emission (GE) at Bach beamline (using a photon at
595 eV). The implantation was performed in situ at using 100 eV ions.
In the case of C 1s, four components at binding energy (BE) of 283.7,
284.4, 285.5 and 286.5 eV, can be resolved. According to literature,
they can be assigned to carbon vacancy (dangling bonds) [23,24],
to sp2 hybridized carbon forming the pure graphitic lattice, to sp3



Fig. 2. a: C 1s HR-PES of annealedHOPG, acquired at 595 eV (the inset reports a wide survey scan); b: NEXAFSmeasurements of annealedHOPG acquired in s polarization (in plane) and p
polarization (out of plane).
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hybridized carbon from the partial surface amorphization induced by
the ion implantation [25,26] and finally to C–N bonds [7,8,27], respec-
tively. A fifthminor component, centered at about 288.1 eV can be asso-
ciated with C bound to N and O (formally described as C–N(O)), due to
low oxygen contamination of the preparation chamber or of the gas line
providing the N2 to the ion gun.

N-doping induces many different chemical defects in HOPG (the
C–N signal counts for the 10.2% of the total C 1s photoemission line),
whose characterization has been carried out by analyzing the N 1s
HR-PE signal for the as-implanted HOPG, as reported in Fig. 4b. Five dif-
ferent components have been identified, whose FWHM and BE values
are perfectly in agreement with literature data on related systems [4,5,
8,13–15,30]. The components centered at 398.1 eV, 400.2 eV and
401.4 eV correspond to sp2 C–N defects, which can be described as
pyridinic [7,8,28,29], pyrrolic [7,8,15] and N graphitic defects [7,8,15,
23], respectively. The component centered at 399.0 eV matches
Fig. 3. a: Mechanism at the base of the formation of the “Debye–Scherrer” rings in the LEED pa
patterns (acquired at 170 eV) of pristine HOPG and N-HOPG obtained by nitrogen implantatio
with –CN terminal groups [13,23,29]. Finally, the component cen-
tered at 402.8 eV can be attributed to a N+ or N2

+ ion species trapped
into a carbon vacancy [20].

In order to observe the temperature evolution of these defects, C 1s
and N 1s photoemissionmeasurements at different annealing tempera-
tures (at 500 °C and 750 °C) have been carried out. Every thermal cycle
was 30 min long. The ratio of the area of each chemically shifted peak
over the total core level signal area is shown in Fig. 5 and reported in
Table 1. The most striking feature is the partial removal of the –CN
groups as the annealing temperature increases (see also the change in
the shape of the N 1s signal obtained after annealing at 500 °C and
750 °C, reported in Fig. 4d and f, which is due to the important decrease
of the –CN related peak). This result is in agreement with previous
works [30,31], where the authors report TPD measurements indicating
that desorption of CN species (as HCN by H uptake from the residual
H2 in the UHV chamber) starts from 140 °C. It is important to highlight
ttern of HOPG. The shaded spheres indicate the second graphenic layer; b, c, and d: LEED
n at 100 eV and 500 eV, respectively.



Fig. 4. Multipeak analysis of C 1s and N 1s core levels, for as-implanted N-HOPG (a, b) and annealed samples at 500 °C (c, d) and 750 °C (e, f).
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that the removal of the–CN groups at 750 °C is not complete (even if the
concentration undergoes to an important decrease). In fact, it is still pos-
sible to observe a weak –CN-related component in the N 1s photoemis-
sion line after thefinal annealing at high temperature. As reported in the
following, we will discuss the influence of the –CN group presence on
the electronic properties of the annealed N-HOPG. Another important
consequence of the thermal annealing is the increase of the intensity
of theN substitutionaldefectswith the increase in the annealing temper-
ature. This is in line with the higher thermodynamic stability exhibited
by graphitic N compared to the other N-based configurations, thanks to
the highest coordination of nitrogen with other C atoms. The same
behavior has been observed in the case of the thermal treatment of N-
doped graphene layers obtained by chemical vapor deposition [14].

As a general comment, it is interesting to highlight that the pyrrolic
defects can be efficiently converted in graphitic defects upon thermal
annealing at temperature higher than 500 °C [8,14]. As it possible to
observe from Fig. 5 and Table 1, that the pyridinic defect concentration
(together with the concentration of the other sp2 C–N defects)
undergoes an initial increase at 500 °C, as result of the general decrease
in the overall N 1s signal due to the desorption of HCN andhealing of the
carbon vacancies with the consequent release of N2. For temperature
above 500 °C, the concentration of graphitic N increases since it is a
product of the conversion of the pyrrolic defect, whose concentration
undergoes an important decrease. Moreover, the thermal annealing
cycles are accompanied by an important decrease in the surface
amorphization (as evidenced by the decrease in the sp3 C component),
appreciable in particular at 750 °C. All these results consistently delineate
a picture where HOPG modified surfaces can be used as model system
where to investigate the impact of different C–N functional groups on
specific electrochemical processes.

Another important observation can be discussed about the spatial
localization of the N-based defects, from the angle resolved HR-PES
measurements performed on the as-implanted and annealed N-HOPG.
As it can be observed fromFig. 5 and Table 1, in the as-implanted sample
the –CN defects are localized mainly in the first atomic layers constitut-
ing theHOPG surface, since the relative intensity of the –CN defect com-
ponent is higherwhen the take-off angle approximates theGE condition
(high surface sensitivity). On the other hand, with the exception of the
pyridinic defect, whose concentration is higher close the Rp (Table 1),
the other defects are homogeneously distributed in the sample. At
high annealing temperature (i.e. 750 °C), Fig. 5 and Table 1 show
that the N-defects distribution is quite uniform in the sample, with the
exception of the graphitic N, whose concentration is higher closer to
the topmost layer. Table 1 shows that the concentration trend of pyrrolic
N is closely related to the one observed for the graphitic defect: for both
NE and GE, the pyrrolic N concentration decreases about 18% by chang-
ing the annealing temperature from 500 °C to 750 °C, whereas the
graphitic N concentration accordingly increases by the same amount.

To gain further insight into the site- and symmetry-specific elec-
tronic properties of the N-HOPG, NEXAFS measurements have been
performed on as-prepared and annealed (at 750 °C) samples. It is
well-known that NEXAFS can be successfully applied to explore the ori-
entation and bond length of planar π-conjugated molecules adsorbed
on a surface. Moreover, it was widely used to study the polarization



Fig. 5. Trend of the at.% of the single chemically shifted components for C 1s (a, c) and N 1s (b, d) photoemission peaks, as function of the annealing temperature. Subpanels a–b and c–d
report the results obtained in case of normal emission (NE) and grazing emission (GE), respectively.

136 M. Favaro et al. / Surface Science 646 (2016) 132–139
dependence of the π- and σ-resonances for graphene- and graphite-
functionalized systems. Fig. 6 reports the polarization dependence of
the NEXAFS spectra of C and N K edges. By the analysis of the N K
edges, it is possible to observe a triplet centered between 399 eV and
402 eV, related to the N 1s-π* transition of different chemical states of
N. The first feature, centered at 399.0 eV is associated with pyridinic N
[15,32], while the third one (at 401.8 eV) represents graphiticN defects
[15,26]. The second absorption peak is ascribed to the terminal –CN
groups, as reported in literature [26], supporting the analysis discussed
above. Interestingly, the graphitic N component intensity is strongly in-
fluenced by photon polarization, both for the as-implanted and
annealed system, with the maximum value reached under out of
plane conditions (thanks to the presence of the lone pair in a sp
Table 1
Trend of the at.% of the single chemically shifted components for C 1s and N 1s photoemis-
sion peaks, as function of the annealing temperature and for the two normal (NE) and
grazing emission (GE) geometries.

r.t. 500 °C 750 °C

NE GE NE GE NE GE

Carbon 1s
C vacancy 9.04 5.96 0.40 0.35 0.21 0.16
sp2 47.79 48.73 70.82 66.47 87.21 86.62
sp3 26.71 28.43 16.16 20.40 5.95 6.69
C–N 12.33 11.74 10.73 10.40 5.89 5.76
C–N(O) 4.13 5.14 1.89 2.38 0.74 0.77

Nitrogen 1s
Pyridinic 27.92 20.86 34.71 26.41 47.31 50.49
–CN terminal groups 31.77 40.86 16.17 26.23 2.00 2.36
Pyrrolic 30.97 28.47 37.32 40.41 19.36 21.65
Graphitic 5.51 5.33 11.37 6.56 31.10 25.18
N+/N2

+ trapped C vacancy 3.83 4.48 0.43 0.39 0.23 0.32
orbital hybridized with the π density). Differently, it is possible to
observe that the –CN component intensity is only weakly influenced
by the photon polarization, meaning that the –CN groups are character-
ized by a random orientation on the as-implanted surface. Moreover,
although the C K edge spectra does not exhibit relevant differences
before and after the thermal annealing cycle, the N K edge spectrum
acquired in p polarization clearly show an enhancement of the graphitic
N component after thermal annealing at 750 °C, in line with the HR-PES
data reported above.

Finally, we also carried out VB-PES measurements using a photon at
190 eV, as reported in Fig. 7a. The spectrum of the pristineHOPG surface
displays the typical graphite VB features, commonly described in terms
of σ- and π-subbands [33a–d], as already introduced for the C K edge
NEXAFS analysis. The σ-bands are formed from the intra-layer sp2-
hybridized 2s, 2px, and 2py orbitals, while the π-bands arise from the
overlapping 2pz orbitals which lie along the crystallographic axis c,
normal to the layers (i.e. to the (0001) family planes). With respect
to Fig. 7a, the features labelled as A and B centered at 2.7 eV and
4.0 eV below the Fermi level are attributed to the flat π-bands near
the symmetry point Q, while the features C and D at 8.9 eV and
11.8 eV, respectively, are attributed to the flat σ-bands near the sym-
metry points Γ, along the Γ–Q and Γ–P directions within the graphite
first Brillouin zone [33a–d]. Finally, the sharp peak at about 14.0 eV
arises from the photoelectrons scattered into unoccupied states [33e].

On the other hand, the N-HOPG systems (both the as-prepared and
the annealed surfaces) exhibits basically twodifferent features: thefirst,
centered at 4.0 eV below the Fermi level, corresponds to the B feature
discussed above. The intensity of this feature increases accordingly to
the increase of annealing temperature, due to the partial recovery of
the surface amorphization caused by ion implantation [13,33a–c]. The
second feature, centered at 7.0 eV below the Fermi level, is originated
by the downward shift of the σ-bands at the Γ point, as a result of the
local symmetry loss due to the replacement of C atoms with N atoms



Fig. 6. NEXAFS measurements of C (a, c) and N K edges (b, d) on N-HOPG at different polarizations, for the as-implanted (a, b) and annealed (750 °C) system (c, d).
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in the graphitic lattice. This assumption is confirmed by the fact that the
intensity of this feature increases with the increase of the annealing
temperature (i.e. with the increase of the N-substitutional defects as
discussed above).
Fig. 7. a: Integrated area normalized-VB spectra acquired in normal emission mode using a pho
500 °C; 4: N-HOPG annealed at 750 °C); b: ResPES measurements on the N K edge performed
acquired on resonance, at about 400 eV; d: profile along the B line (across the resonance) as fu
Finally, a new broad feature (centered between 18 and 20 eV) is
introduced in the VB spectra upon N implantation. To identify the
exact origin of this new peak (which undergoes to an upward shift by
increasing the annealing temperature), we have acquired the VB on
ton energy of 190 eV (1: pristine HOPG; 2: as-implanted N-HOPG; 3: N-HOPG annealed at
on the N-HOPG annealed at 750 °C; c: profile along the A line, showing the VB spectrum
nction of the photon energy.
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the N-HOPG system (annealed at 750 °C) scanning over the photon
energy on the same range of the N K edge. The result is reported in
the 2D plot shown in Fig. 7b, which shows a strong resonance centered
at 19 eV, excited by a photon energy of about 400 eV. A comparison
between the spectra reported in Fig. 7a and in Fig. 7c (which reports
the VB spectrum acquired at 400 eV), allows to observe a much higher
intensity of the peak centered at 19 eV when the incoming photon is
on resonancewith the N K edge. Fig. 7d reports the resonant line profile
obtained from the 2D plot as function of the photon energy: it fully
resembles the NEXAFS spectra reported in Fig. 6d (since the N electron
density of the pyridinic and substitutional defects is delocalized thanks to
the hybridization with the π states of graphite, they are not affected by
VB resonance phenomena). In particular, Fig. 7d shows the presence of
the strong resonance peak centered at about 400 eV. By the compar-
ison between these results and the N K edge NEXAFS measurements
reported in Fig. 6, we can finally unambiguously point out that the
observed resonance observed in the VB spectrum at 19 eV is due to
residual presence of the –CN groups on the surface after the thermal
annealing.

3.2. Characterization of a PdY nanoparticles deposited on pure andN-doped
HOPG

Having in mind the goal described in Ref. [12], we then focused on
the formation of PdY alloyed NPs, both on HOPG and N-HOPG. Pd and
Y have been deposited in situ onto pure and N-HOPG during the
beamtime at Elettra. The deposition of the two metals was performed
sequentially, adding 0.25 MLE of Y to 0.75 MLE of Pd previously
deposited on the substrate (pure or N-HOPG previously annealed at
750 °C) with a total coverage equal to 1.0 MLE. The deposition was
performed while keeping the substrate at a constant temperature of
500 °C, followed by a final annealing at 750 °C for 10 min. The base
pressure during the sample preparation and characterization was
about 6 ∙ 10−9 mbar. From the HR-PE measurements, the Pd/Y ratio
results to be about 2.9, very close to the stable alloy having a Pd3Y stoi-
chiometry [34].

As it is possible to observe from Fig. 8a, after the heat treatment, the
Pd 3d5/2 peak of the stacked Y/Pd ultrathin films on pristineHOPG (dark
blue curve in Fig. 8a) presents a downward shift with respect to the Pd
ultrathinfilm case (gray curve in Fig. 8a), passing from335.4 eV to about
335.1 eV, respectively. As it is already reported in literature, the spectral
position of the Pd 3d level undergoes a slight downward shift when an
Fig. 8. Pd (a) and Y (b) 3d spectra (area normalized) acquired in normal emissionmode for 1.0M
(using a photon energy of 595 eV). The reported difference spectra in (a) have been obtained by
alloy with a second transition metal (with lower electronegativity) is
formed [35], due to a partial d–d band hybridization [36] which leads
to a charge transfer from the less electronegative metal (in this case
Y) to the more-electronegative Pd [36]. This is confirmed by the obser-
vation of a symmetrically opposite effect on the Y 3d photoemission line
(Fig. 8b), whose 3d5/2 peak passes from 156.2 eV (in case of pure metal
Y) to 156.5 eV (in the alloy). Such an evidence can be taken as a proof for
the formation of the Pd3Y alloy. It is important to outline that, according
to our HR-PES data, the same phenomenology is observed both in the
case of the deposition on the pristine HOPG and on the N-HOPG.

However, a major difference is observed when passing from the
Pd3Y/HOPG to the Pd3Y/N-HOPG case: by the comparison between the
Pd 3d spectral regions for the two (bright blue and gray curves in
Fig. 8a), it is possible to observe a further Pd 3d5/2 component at higher
BE (centered at 337.3 eV) on the N-modified support. This evidence
is also confirmed when comparing the deposition of pure Pd NPs on
both undoped and N-HOPG. Actually, a similar behavior was observed
in a previouswork onUHVdeposited PdNPs onN-HOPGusing standard
photoemission data [14]. We retain that the presence of surface
nitrogen-based chemical defects triggers the formation of an additional
component in the Pd 3d photoemission spectrum deriving from the
coordination of Pd with highly electronegative N-groups, and it can be
assigned to Pd4+ states localized at the interface between the metal
NPs and the substrate surface rich in N-based centers. We demonstrate
here that the same is true for Pd3Y NPs on N-doped HOPG.

Interestingly, the detailed analysis of the Y 3d photoemission line
reported in Fig. 8b shows the presence of oxide species (Y2O3) on both
pure and N-HOPG (with a Y3+/Y0 ratio of 0.25 and 0.26, respectively).
This is in line with previously reported data on RE/PGM alloyed NPs
deposited by wet chemistry on a high surface area carbon support
[37]. Interestingly, such an oxide component is observed also when
operating in UHV, which demonstrates the extremely high affinity of
Y toward oxygen, capable of scavanging the residual oxygen from the
UHV chamber. This evidence suggests that the preparation of oxide-
free RE/PGM alloyed NPs is extremely difficult, even with UHV tech-
niques. However, the good news is that it has been demonstrated that
this oxide component is not detrimental for the efficiency of the Y
alloyed NPs as electrocatalyst for the oxygen reduction reaction [37].

Finally, we would like to comment on the morphology of the Pd3Y
NPs reported in this paper. Morphological characterization was not
accessible during the experiments at the beamline. However, in previ-
ous papers we already studied by scanning tunneling microscopy the
LE of Pd or stacked Y/Pd ultrathin films (after annealing at 750 °C) onHOPG andN-HOPG
the subtraction of dark and bright blue curves from the black and gray curve, respectively.
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growth morphology of Pd NPs grown in UHV on HOPG and N-HOPG,
both at RT and at high temperature [14]. The Pd NP diameter was
much lower on the N-HOPG support with respect to HOPG at RT, and
a size difference is also maintained at 750 °C, indicating a drastic in-
crease in the thermal stability of the Pd NPs against agglomeration
when deposited onto N-HOPG. In the present experiments we needed
to heat the Y/Pd ultrathin film at 750 °C in order to form alloyed Pd3Y
NPs. On the other hand, ex situ STM characterization was not possible
because of the well-known easy oxidation of the Y component of the
alloy into the corresponding oxide. Thence, the current electronic struc-
ture characterization of the Pd3Y NPs cannot be easily associated with a
specific morphology other than the one already reported for the Pd NPs
on both HOPG and N-HOPG.

4. Conclusion

In this work we have performed a detailed analysis, based on
synchrotron-related techniques, of the chemistry and electronic proper-
ty modulation in HOPG upon nitrogen doping obtained by in-situ ion
implantation. The advantage of this technique relies on the fact that it
is possible to finely tune the doping dose, as well as the typology of
the introduced chemical defects.We have demonstrated that it is possi-
ble to select different functional groups simply by adjusting the anneal-
ing temperature after the ion implantation.

The deposition of Pd3Y alloy nanoparticles has been successfully
obtained both on pure and on nitrogen-modified HOPG. We have dem-
onstrated that, when the alloy is formed, a core level shift takes place,
thanks to a partial d–d hybridization that leads to charge transfer be-
tween Y and Pd. The presence of this BE shift, supported by previous
findings in literature, validates the heat-driven alloy formation from
the Y/Pd ultrathin films.
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ABSTRACT: Mesoporous carbons are highly porous materials, which
show large surface area, chemical inertness and electrochemical
performances superior to traditional carbon material. In this study,
we report the preparation of nitrogen-doped and undoped mesoporous
carbons by an optimized hard template procedure employing silica as
template, sucrose and ammonia as carbon and nitrogen source,
respectively. Surface area measurements assert a value of 900 and 600
m2 g−1 for the best doped and undoped samples, respectively. Such
supports were then thoroughly characterized by surface science and
electron microscopy tools. Afterward, they were decorated with Pt and
Pd nanoparticles, and it was found that the presence of nitrogen defects
plays a significant role in improving the metal particles dimension and
dispersion. In fact, when doped supports are used, the resulting metal
nanoparticles are smaller (2−4 nm) and less prone to aggregation.
Photoemission measurements give evidence of a binding energy shift, which is consistent with the presence of an electronic
interaction between nitrogen atoms and the metal nanoparticles, especially in the case of Pd. The catalytic properties of
electrodes decorated with such catalyst/support systems were investigated by linear sweep voltammetry and by rotating disk
electrode measurements, revealing excellent stability and good activity toward oxygen reduction reaction (ORR). In particular,
although Pd nanoparticles always result in lower activity than Pt ones, both Pt and Pd electrodes based on the N-doped supports
show an increased activity toward ORR with respect to the undoped ones. At the same mass loading, the Tafel slope and the
stability test of the Pt@N-doped electrocatalysts indicate superior performances to that of a commercial Pt@C catalysts (30 wt %
Pt on Vulcan XC-72, Johnson Matthey).

KEYWORDS: mesoporous carbon, electrocatalysis, palladium, platinum, nitrogen doping, oxygen reduction reaction

1. INTRODUCTION

Fuel cells and metal−air batteries are promising technologies,
especially for automotive industries, due to their high energy
densities, low operating temperature and environmental
compatibility.1,2 It is well-known that the slow kinetics of the
oxygen reduction reaction (ORR) at the cathode limits the
efficiency of fuel cells and metal−air batteries. So far, only
platinum-based electrocatalysts have been found to be effective
in final devices. However, Pt is expensive and its abundance in
nature is not sufficient to sustain a widespread commercializa-
tion of fuel cells and metal−air batteries. Therefore, the
synthesis of platinum-free electrocatalysts or the preparation of
electrocatalysts with much lower content of the precious metal,
preserving at least the same catalytic activity, is a current
strategic issue. A viable way to reach the latter goal deals with
the synthesis of new electrode support materials able to
enhance the catalytic activity of the metal phase, while
preserving the chemical and mechanical stability. In fact, the

nature of the supports has a strong influence on some
important properties of the catalyst, such as dispersion of the
active phase, inhibition of sintering and loss of the catalyst
during operation,3,4 morphology of the metallic crystallites5 and
electrochemically active area.6,7

In recent years, there has been a growing interest in the
synthesis of mesoporous carbon (MC) materials with well-
controlled and well-defined morphologies and nanostructures.8

MCs are promising materials because of their large surface area,
tunable pore structure, uniform and adjustable pore size,
mechanical stability, good conductivity and electrochemical
performances superior to traditional carbon materials such as
Acetylene Black, Vulcan XC-72R or Ketjen Black. Most of the
known MCs have highly hydrophobic surfaces and a limited
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number of specific active sites, which hinder their practical
application as catalytic supports. It is well established in
literature that the presence of a certain amount of surface
oxygen groups can decrease the hydrophobicity of the carbon
material, thus making its surface more accessible to the metal
precursor during impregnation with aqueous solutions.9,10 By
doping with heteroatoms, the physical and chemical properties
of carbon can be modified and new sites can even be created,
which make the tailoring of the catalytic properties possible.11

Among the various surface modification methods, nitrogen
doping is currently in the spotlight because it is supposed that
nitrogen induces a beneficial change on both the electronic and
structural properties of the carbon supports. For example,
changes in the surface polarity, electronic conductivity and
electron-transfer tendency have been demonstrated to be
beneficial to build improved electrode materials.12 Further-
more, N-doped carbons resulted in some ORR catalytic activity
even in the absence of metal loading, and even better
performance and stability when mixed with Pt or non-Pt
catalysts.13−18

In this work, we report the optimized synthesis of undoped
and N-doped MCs (NMC) and their subsequent decoration
with Pt or Pd nanoparticles (NPs). Sucrose and ammonia were
used as sources of carbon and nitrogen, respectively, whereas
Pd has been chosen as a possible substitute candidate for Pt as
the active phase. The MC and NMC supports were thoroughly
characterized by surface science and electron microscopy tools.
The electrochemical activity toward ORR of the various
materials, before and after Pd or Pt NPs decoration, was
evaluated by linear sweep voltammetry using a rotating disk
electrode setup. The effects of N-doping on the electrocatalytic
activity are discussed.

2. EXPERIMENTAL SECTION
2.1. Chemicals. Mesoporous Silica (MS) (200 nm particle size, 4

nm pore size), sucrose (>99.5%), PtCl2 (>99.9%), PdSO4 (>98%),
Nafion (5 wt % in EtOH) and NaBH4 were purchased from Sigma-
Aldrich and used as received without further purification.
2.2. Syntheses. MC samples were synthesized through impregna-

tion of a P200 mesoporous silica template (1 g) with sucrose (1 g) and
sulfuric acid (0.12 g), in water solution (5 mL). The mixture was dried
in an oven at 100 °C for 6 h and then the temperature was increased
to 160 °C overnight. During this pretreatment step, the carbonization
starts and the color of the sample turned from white to brown. The
powder was subsequently heated in a quartz tube to 900 °C for 5 h in
Ar atmosphere to reach the complete carbonization of the sample. To
optimize the synthesis, several heating rates from 2 to 20 °C min−1

were tested.
The synthesis procedure for the NMCs is quite similar to the

synthesis described above for the MCs. In this case, after the
pretreatment, the temperature was not increased directly to 900 °C
but a new step at 300 °C for 4 h under flow of pure ammonia was
introduced. After the final heat treatment for both MC and NMC, the
silica content was removed by dissolution with NaOH (1 M) solution
in EtOH/H2O (50% v/v) for 24 h under vigorous stirring.
Pt or Pd NPs were loaded by reduction of the corresponding metal

salts with NaBH4 on MCs and NMCs. Initially, 5 mg of MC was
dispersed in 2 mL of bidistilled water, then the metal salts solution (10
mg in 1 mL EtOH/H2O mixture 1/1 v/v) was added dropwise to the
suspension under stirring). After 2 h at room temperature (r.t.), 1 mL
of NaBH4 was added and the solution was kept under stirring for 12 h
to complete the reaction. The mixture was filtered on a nylon filter
membrane (pore size 0.22 μm, Sigma-Aldrich), washed with bidistilled
water and dried at 80 °C for 4 h.
2.3. Electrochemical Tests. The electrochemical activity measure-

ments were carried out by cyclic voltammetry (CV) and rotating disk

electrode (RDE) voltammetry, using an EG&G PAR Model 273/A
potentiostat. A conventional three-electrode configuration consisting
of a glassy carbon (GC) electrode with an area of 0.071 cm2 as the
working electrode, Pt as the counter electrode, and a satured calomel
electrode (SCE) as the reference electrode, was used. The GC was
polished to a mirror finish with silicon carbide papers of decreasing
grain size (Struers, grit: 500, 1000, 2400, 4000) followed by diamond
paste (3, 1, 0.25 μm particle size).

The catalyst inks were prepared by adding 2.5 mg of M@MC or
M@NMC (M = Pd, Pt) in 2.5 mL of Nafion (5% in EtOH, Sigma-
Aldrich) solution via ultrasonication for 10 min. Then 10 μL of
suspension was carefully pipetted onto the clean GC electrode. After
that, it was dried in air at room temperature for at least 8 h. For
comparison, inks based on a commercial Pt catalyst (30 wt % Pt on
Vulcan XC-72, Johnson Matthey) were used as a benchmark for both
(N)MC-derived Pt and Pd catalysts.

The LSV and RDE study was carried out in 0.1 M H2SO4, and the
solutions were purged with Ar before each measurement, whereas for
the ORR test, the electrolyte was bubbled with high-purity O2 gas for
at least 30 min to ensure O2 saturation. The determination of the
number of transferred electrons was measured via the ring rotating
(Pt) disk (GC) electrode (RRDE) technique (Metrohm Italiana Srl).
The RRDE (disk diameter 5 mm), with a collection efficiency of 25%,
was prepared by dropcasting 50 μL of the catalyst ink onto the surface
of the GC disk with a Hamilton microliter syringe. The electrode was
dried at ambient temperature for 12 h prior to immersion into the
electrochemical cell for data acquisition.

2.4. Characterization. The specific surface areas of the samples
were calculated by a multipoint Brunauer−Emmett−Teller (BET)
analysis of the nitrogen adsorption/desorption isotherms, whereas the
pore size distribution curves were derived from the Barret−Joyner−
Halenda (BJH) method (for mesopores) and the Horvath−Kawazoe
(HK) method (for micropores), by using the adsorption/desorption
branches.

X-ray photoemission spectroscopy (XPS) measurements were
performed in an UHV chamber (base pressure < 5 × 10−9 mbar),
equipped with a double anode X-ray source (PSP), a hemispherical
electronanalyzer (VG Scienta) at r.t., using nonmonochromatized Mg
Kα radiation (hν = 1253.6 eV) and a pass energy of 50 and 20 eV for
the survey and the single spectral windows, respectively. The
calibration of the Binding Energy (BE) scale was carried out using
Au 4f as reference (BE Au 4f = 84.0 eV).

For the characterization of the NMCs, the nitrogen amount was
determined by normalizing the intensity of the N 1s XPS peak to the
integrated area of the C 1s photoemission peak (both corrected for the
differential cross section and inelastic mean free path of photo-
electrons), obtaining a nitrogen concentration of 5.7 at% for the best
sample (see below). The XPS peaks of carbon and nitrogen were
separated into single chemical shifted components (after Shirley
background removal), using symmetrical Voigt functions; the χ2 was
minimized by the use of a nonlinear least-squares routine.

To perform XPS measurements, 2.5 mg of the M@MC or M@
NMC powders was dispersed in 50 μL of toluene and then gently
sonicated (for 5 min) in order to efficiently disperse the powders; the
solutions were then drop-casted onto electropolished polycrystalline
copper or GC substrates (with a surface area of 1 cm2). Thereafter, the
samples were first dried overnight under nitrogen flux to obtain
homogeneous films; then they were vacuum-dried for 2 h at about
10−6 mbar.

For the Raman characterization, we used a ThermoFisher DXR
Raman spectrometer. All spectra were recorded using a laser with an
excitation wavelength of 532 nm (1.5 mW), focused on the sample
with a 50× objective (Olympus). Thermogravimetric analysis (TGA)
was carried out with a Q5000IR TGA instrument (TA Waters). The
samples were exposed to air and their mass was recorded while the
temperature was raised from r.t. to 1000 °C. After the complete
oxidation of the carbon structure to gaseous products, metal and silica
residues were left.

Scanning electron microscopy (SEM) and transmission electron
microscopy (TEM) images were obtained using a Zeiss Supra 35VP
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Gemini scanning electron microscope operating at 5 kV and a FEI
Tecnai G2 transmission electron microscope operating at 100 kV.

3. RESULTS AND DISCUSSION
3.1. Characterization of MCs and NMCs. The samples

investigated in the present paper are reported in Table 1, where

also the different experimental conditions to obtain them are
specified together with the data obtained by BET and BJH. The
nitrogen-adsorption isotherms of MC prepared with a temper-
ature ramp of 2 °C min−1 (MC-2) are presented in Figure 1a:

according to IUPAC classification, the isotherms are of type IV.
The hysteresis is indicative of the presence of mesopores (2−50
nm diameter), whereas the pore size distribution can be
calculated from the BJH adsorption isotherm reported in Figure
1b. The specific BET surface area, specific pore volume (Vp)
and the pore diameters (Dp) of the MC-2 are summarized in
Table. 1, along with the other MCs obtained in different
experimental conditions. MC-2 exhibits 914 m2 g−1 of ultrahigh
specific BET surface area and 3.0 cm3 g−1 of specific pore
volume. The BJH method (Figure 1b) furnishes an average
pore diameter of mesopores and micropores around 3 and 1
nm, respectively (Table 1). Figure 1c,d show the effect of the
temperature scan rate on the surface area and pore size
distribution. Although the specific surface area (Table 1)
decreases from 914 to 765 m2 g−1 (16.3%) with the increase of
heating rate from 2 to 20 °C min−1, the average pore diameter
of mesopores and micropores is constant with a value around 3

and 1 nm, respectively (Figure 1d). This means that the
number of pores is the parameter varying with the heating rate:
at low heating rate the number of pores results to be higher
than the one obtained under higher heating rates.
On the basis of these observations, N-doped mesoporous

carbon (NMC-2) was prepared at a low heating rate in the very
same experimental conditions as MC-2, but an additional step
was inserted where ammonia was allowed to flow at 300 °C.
NMC-2 exhibits an isotherm type IV (IUPAC), corresponding
to a BET surface area of 608 m2 g−1 and meso- and micropores
of similar size as in MC-2 (Table 1). The NMC-2 surface area
is only 2/3 of the one of MC-2; however, it is still much higher
than that of the commercial standard Vulcan XC-72R (222 m2

g−1).19 Because the pore structure parameters of NMC-2 and
MC-2 are similar (Table 1), a possible explanation of this BET
surface area reduction upon N-doping, could be referred to a
partial collapse of the silica pores structure after ammonia
reaction with silica. In fact, the collapse of the structure upon
the template removal would end up in a general loss of the
number of pores.
The SEM images of MC-2 and NMC-2 are presented in

Figures 2a,b, respectively. Both samples consist of hollow

spherical carbon particles, as good replica of the templating
silica, along with other collapsed and fractured particles that
give rise to a heterogeneous morphology. The average diameter
of the spheres is about 300−400 nm. A more detailed structural
study of NMC-2 was carried out with TEM measurements,
which point out the presence of spherical carbon particles
(Figures 2c,d). Pores are randomly located to construct the
whole sphere, achieving a loosely packed nanostructure. In fact,
several three-dimensionally interconnected bright spots can be
observed on the sphere surfaces indicating the presence of
mesopores, whereas the dark contrast that characterizes the
edges confirms their hollow nature (Figure 2d).
To characterize the surface chemistry of the studied systems,

we carried out an XPS investigation. Figures 3a,b report wide
range measurements acquired for MC-2 and NMC-2 samples,

Table 1. BET Surface Area and Pore Structure Parameters of
Different MCs and NMCs

samplea
BET surface area

(m2/g)
pore volume
(cm3/g)

BJH pore
size (nm)

H−K pore
size (nm)

MC-2 914 0.30 3.1 1.2
MC-5 857 0.31 3.1 0.9
MC-10 856 0.31 3.2 1.1
MC-20 765 0.27 3.1 1.0
NMC-2 608 0.29 3.0 0.9
aNumbers stand for the heating rate express in °C min−1.

Figure 1. (a) Nitrogen adsorption/desorption isotherms of MC
pyrolized at 2 °C min−1; (b) BJH pore-size distribution in MC-2; (c)
BET areas at different heating rates; (d) BJH and HK pore size
distribution at different heating rates. The fitting error associated with
the employed DFT model is less than 0.3%.

Figure 2. Representative SEM images for (a) MC-2 and (b) NMC-2.
(c, d) TEM images of NMC-2.
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respectively, and the corresponding elemental surface stoi-
chiometries are reported in Table 3. Both survey spectra exhibit
the photoionization peaks of C 1s (284.6 eV) and O 1s (533.7
eV) core levels, whereas only NMC-2 samples show the N 1s
photoemission peak (399.4 eV). The nitrogen concentration in
NMC-2 is 5.7 at. % (Table 2). Furthermore, XPS reveals traces
of contamination from the templating silica and from the
concentrated NaOH solution used to dissolve the templating
agent. The trace of silica can be completely removed by a
prolonged washing in EtOH/NaOH solution followed by the
rinse with abundant bidistilled water.
To get a more precise description of the chemical identity of

the functional groups present on MC-2 and on NMC-2, the C
1s and N 1s energy regions were acquired at high resolution
and the corresponding peaks were fitted with Voigt functions,
imposing a full width at half-maximum (FWHM) in the range
of 1.0−1.4 eV. Figure 4 reports the multipeak analysis of the C
1s and N 1s signals for MC-2 and NMC-2, together with ball
and stick models of the different chemical species identified.
Concerning MC-2, we can distinguish five different compo-
nents in the deconvolution of the C 1s photoemission
spectrum: the main component (which constitutes 72% of
the signal), centered at 284.5 eV, represents the sp2-hybridized
carbon (Csp2) forming the graphitic lattice. The component
centered at 285.5 eV is due to sp3-hybridized carbon (Csp3),
which constitutes tetragonally coordinated carbon clusters and
CH bonds,20,21 while the third and fourth components at
286.4 and 288.0 eV, respectively, are related to COH bonds

and carbonyl (−CO) groups. For a correct fitting procedure,
it is also necessary to introduce a small component in the low-
energy tail, which is related to C atoms around vacancy sites
(BE = 283.7 eV).22

Interestingly, the C 1s spectrum of NMC-2 (Figure 4c)
shows a significant increase of the Csp3 component, which can
be associated with the formation of amorphous carbon. In fact,
this side reaction is promoted by the low temperature
treatment in ammonia (4 h, 300 °C), performed on the MC
precursor in order to obtain the N-doping. Concerning the
component centered at 286.4 eV, it is not possible to
distinguish the contribution of the COH groups from that
of the CN bonds, which are known to give a characteristic
signal centered at 286.6 eV.23 Moreover, the carbonyl
component at 288.0 eV overlaps that of the −NCOH
groups.24 The new component at the high BE tail (BE = 289.0
eV) can be related to the presence of strong electron-
withdrawing groups, such as formamide-like fragments
(−NCO).24 Table 3 summarizes the results and makes a
comparison between the fits of the different C 1s spectra.
The nitrogen functional groups characterization was carried

out by analyzing the N 1s XPS signals, as reported in Figure 4d.
Seven different components were identified,25 with the main
peaks centered at 398.1, 399.0, 400.3 and 401.2 eV, which can
be described as pyridinic groups,24,26 amine groups,22,24 pyrrolic
groups25 and graphitic N,25 respectively. According to the
literature, in order to fit a curve consistently with the
experimental data, we added three components centered at
402.5, 403.7 and 404.8 eV, in the high-energy tail of the N 1s
spectrum. These are associated with quaternary nitrogen groups
(402.5 eV), NCOH27 and NCOH27 groups (403.7
eV), and highly oxidized nitrogen groups27 (404.8 eV), such as
NOx groups, even though in limited amount.
Figure 5 compares Raman spectra of MC-2 and NMC-2; the

analysis of the peak positions and intensities gives information

Figure 3. XPS survey spectra for (a) MC-2 and (b) NMC-2.

Table 2. Elemental Analysis Derived from XPS
Measurements, for MC-2 and NMC-2

Si (%at) Na (%at) C (%at) N (%at) O (%at)

MC-2 4.1 0.8 80.3 14.8
NMC-2 3.7 0.8 75.8 5.7 14.0

Table 3. Results of the Fitting Procedure Performed on the C 1s Spectra Related to MC-2 (left) and NMC-2 (right)a

MC-2 Ai/Atot (%) NMC-2 Ai/Atot (%)

C vacancy (BE = 283.7 eV, Δ = 1.3 eV) 6.6 C vacancy (BE = 283.7 eV, Δ = 1.3 eV) 6.8
Csp2 (284.5 eV, Δ = 1.3 eV) 72.3 Csp2 (BE = 284.5 eV, Δ = 1.3 eV) 57.3
CH (Csp3) (BE = 285.5 eV, Δ = 1.1 eV) 11.8 CH (Csp3) (BE = 285.5 eV, Δ = 1.2 eV) 16.4
COH (BE = 286.4 eV, Δ = 1.3 eV) 7.1 COH/CN bonds (BE = 286.5 eV, Δ = 1.3 eV) 14.7
CO (BE = 288.0 eV, Δ = 1.2 eV) 2.2 CO/−NCOH (BE = 288.0 eV, Δ = 1.3 eV) 2.7

−NCO (BE = 289.0 eV, Δ = 1.2 eV) 2.1

aThe percentages of each single component are normalized to the total integrated area of the C 1s spectrum. Δ is the FWHM of each component.
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about the changes of the atomic structure of the samples. The
two intense bands observed at 1600 and at 1325 cm−1 are the G
band28 (tangential vibration mode, E2g symmetry group) and
the D band,28 also known as disorder vibration mode
(belonging to the A1g symmetry group), respectively. The
latter is observable only in the presence of defects that lead to a
local breakdown of the D6h symmetry of the graphitic
honeycomb lattice28 (such as sp3 carbon or dopant atoms).
Compared to undoped MC, the NMC sample shows a
significant increase in structural disorder, as evidenced by the
increase and the broadening of the D band. This is in
agreement with the previous XPS observations; in fact, the
evolution of the D band with the doping is due to both the
increase of the Csp3 and the doping of the carbon structure.
Moreover, it is found that in NMC-2 the G band shifts from
1593 to 1589 cm−1 and the D band moves from 1330 to 1321
cm−1 in comparison to those of the mesoporous carbon MC-2,
which can be ascribed to the incorporation of nitrogen into the
carbon matrix.29

3.2. Characterization of Metal Loaded-MC and NMC.
Nanoparticles from different metal salts (PdSO4, PtCl2) were
loaded on undoped (Pd@MC-2, Pt@MC-2) and doped (Pd@
NMC-2, Pt@NMC-2) samples by a simple chemical reduction

method with sodium borohydride (NaBH4) as the reducing
agent. TEM images of Pt@MC-2 (Figure 6a) and Pt@NMC-2
(Figure 6c) clearly show that Pt NPs with high loading are
uniformly dispersed throughout the samples. The correspond-
ing particle size distribution histograms (Figures 6b,d) were
obtained by calculating the size of more than 50 randomly
selected particles in the magnified TEM images. For Pt@MC-2
and Pt@NMC-2 samples, the mean Pt particle size diameter is
ca. 1.7 and 1.3 nm, respectively, and the NPs were well
dispersed on the surface of pristine and doped MC. However,
the formation of some Pt aggregates (>8 nm) can be clearly
seen, especially in the case of Pt@MC-2, suggesting that the
nitrogen surface doping is helpful to stabilize Pt NPs on Pt@
NMC-2. Regarding Pd NPs supported on MC-2 (Figure 6e),
the size distribution histogram (Figure 6f) shows an average
diameter of ca. 5−6 nm. When Pd NPs nucleate and grow on
NMC-2 (Figure 6g), the particle size diameter decreases to 2−3
nm (Figure 6h). In this case, Pd agglomerates are still present
though to a lesser extent than in Pd@MC-2. It is evident that
the presence of homogeneously distributed nitrogen functional
groups can provide nucleation sites and thus promote a higher
dispersion of metal NPs. Furthermore, nitrogen doping results
in an improvement of hydrophilicity and wettability of NMC-2.
The enhanced access of solvated and charged metal precursor
ions to the NMC-2 surface can be associated with the superior
dispersion of metal NPs and it effectively prevents agglomer-
ation.30 It is also known that nitrogen functional groups can
increase the interaction between metal NPs and the substrate,
immobilizing Pt or Pd NPs.18,31 This has been confirmed also
for Pt and Pd NPs deposited on N-doped HOPG4,32,33 CNTs30

and N-doped GC.5 Figure 7 reports the XPS Pd 3d and Pt 4f
spectral regions of samples deposited on MC-2 and NMC-2. As
can be observed, the photoemission spectra of the metals show
significant peak broadening when they are deposited on NMC-
2. This can be explained by the formation of oxidized metal
species over the nitrogen sites. Moreover, a BE shift of the
signals takes place after the deposition on NMC-2 and this is
particularly evident in the case of Pd@NMC-2 (Figure 7a). For

Figure 4. XPS detailed study of (a) MC-2 and (c, d) NMC-2. Modeling of the surface functional groups (b) MC and (e) NMC.

Figure 5. Raman spectra for MC-2 and NMC-2.
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Pt, it was reported that the addition of nitrogen to the support
induces a BE shift that is proportional to the number and
proximity of nitrogen atoms to the carbon−platinum bond and
that it is a result of the destabilization induced by nitrogen
atoms on the delocalized double bond present in the undoped

structure.31,34 Table 4 summarizes the values of BEs and
FWHMs of the photoemission peaks recorded for Pt and Pd

deposited on both MC-2 and NMC-2. The metal loading was
evaluated by XPS analysis to be ca. 30 wt % for each sample;
this result was confirmed also by thermogravimetric analysis
(TGA).

3.3. Electrochemical Analyses. The electrochemical
properties of pure MC-2 and NMC-2 were examined by cyclic
voltammetry (CV) in Ar purged 0.1 M H2SO4 solution at a
scan rate of 200 mV s−1 (Figures 8a,b). NMC-2 shows an

increased capacitance with respect to MC-2; it is commonly
known that nitrogen doping improves the capacitive behavior
of carbon materials and this is generally attributed to the
electron donor capability of nitrogen atoms.35,36 Specifically,
the strong electron donor nature of nitrogen atoms promotes
reinforcement in π bonding, enhancing wettability of the
material at the electrode/electrolyte interface. Therefore, the
presence of nitrogen functional groups induces a pseudocapa-
citive effect,37 caused by the increased adsorption of proton and
electrolyte ions in the electrical double layer.38

A well-defined quasi-reversible redox peak couple was
observed on both MC-2 and NMC-2 in the potential range
of 0.75 and 0.25 V vs SHE. The presence of these peaks may be
ascribed to redox active surface oxygen functional groups such
as hydroquinone/quinone, which usually undergo proton
coupled electron transfer. This type of surface electrochemistry
behavior can be found in other type of mesoporous carbon and
carbon nanotubes modified electrodes.39,40

Figure 6. TEM images and size distribution of Pt@MC-2 (a and b),
Pt@NMC-2 (c and d), Pd@MC-2 (e and f) and Pd@NMC-2 (g and
h).

Figure 7. Pd 3d (a) and Pt 4f (b) XPS regions of M@MC and M@
NMC (M= Pd, Pt).

Table 4. BE and FWHM of XPS signals of Pd and Pt
deposited on MC-2 and NMC-2

MC-2 NMC-2

BE (eV) FWHM (eV) BE (eV) FWHM (eV)

Pd 3d5/2 335.4 1.7 336.0 2.9
Pt 4f7/2 71.3 1.4 71.6 1.7

Figure 8. Cyclic voltammetry at different scan rates in 0.1 M H2SO4
on (a) MC-2 and (b) NMC-2. (c) RDE linear sweep voltammetry
curves on MC-2 and NMC-2 modified GC electrode in O2-saturated
0.1 M H2SO4 solution. Scan rate 10 mV s−1. (d) RDE linear sweep
voltammetry curves on NMC-2 at different rotation rates in the range
1000−3100 rpm/s in O2-saturated 0.1 M H2SO4 solution at scan rate
of 10 mV s−1. The inset reports the corresponding Koutecky−Levich
plot at 0.0 V vs SHE.
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The linear sweep voltammetry (LSV) with a rotating disk
electrode (RDE) was undertaken at different rotating rates
from 1000 to 3100 rpm in an O2-saturated 0.1 M H2SO4
solution, at a scan rate of 5 mV s−1 in order to ensure a steady-
state condition (Figure 8c). Both MC-2 and NMC-2 show
mixed kinetic and mass transport control, but the influence of
mass transport becomes visible at much lower potentials for
MC, in a region where thermodynamically other reactions like
hydrogen evolution could take place. An ideal plateau was not
fully reached in these experiments but clearly approached at all
rotation rates for NMC-2 (Figure 8d). NMC-2 approached the
plateau of diffusion-limiting currents below −0.1 V vs SHE, and
showed an onset reduction potential for O2 at 0.33 V vs SHE
almost 300 mV more positive than that of MC-2. Such a
difference in the onset potential between the two materials
highlights a pronounced electrocatalytic activity of NMC-2 for
oxygen reduction with respect to the undoped MC-2. The
improved catalytic activity of nitrogen doped carbon based
electrodes toward ORR is a well-established effect although the
actual mechanisms involved in the reaction are not well
understood to date.41 The effect is generally ascribed to the n-
type dopant character of nitrogen, which allows a faster
adsorption of oxygen molecules on carbon atoms that are next
neighbors to the nitrogen doping atoms, in particular those
placed in a substitutional, pyridinic or pyrrolic position.42−46

To investigate the mechanism of the electron transfer process,
we used the Koutecky−Levich (K-L) plot (Figure 8d inset),
which was obtained from the polarization curves at various
rotation rates (Figure 8d).

ω
= + = + −j j j nFkC nF D v C

1 1 1 1 1
0.62 ( )k d O O

2/3 1/6
O

1/2
2 2 2 (1)

In the K-L equation j is the measured current density, jk and
jd are the kinetic and diffusion-limited current densities,
respectively, n is the number of electrons transferred per O2
molecule, k is the rate constant for O2 reduction, F is the
Faraday constant (96 485 C mol−1), ω is the rotation rate, CO2

is the concentration of oxygen in the bulk (1.1 × 10−6 mol
cm−3),47 DO2

is the diffusion coefficient of oxygen (1.4 × 10−5

cm2 s−1)48 and ν is the kinematic viscosity of the solution (0.01
cm2 s−1).48 The geometric surface area (0.0706 cm2) was
considered in the calculation. The slope of the straight line
(Figure 8d inset) allows us to assess the number of electrons
involved in the ORR. The experimentally determined number
of electrons is 3.47 at 0.0 V vs SHE for NMC-2, which indicates
that the four-electron process leading directly to water is the
favored reduction mechanism.
The electrochemical investigation was extended also to Pt@

NMC-2 and Pd@NMC-2, and the results were compared with
Pt@MC-2, Pd@MC-2 and with the commercial standard
Johnson Matthey 30 wt % Pt on Vulcan XC72R (hereafter
denoted as Pt@vulcan). The electrochemical properties of Pt
and Pd NPs deposited on MC-2 and NMC-2 were first
examined by cyclic voltammetry, as shown in Figure 9a,b. For
both types of NPs, there are three distinct potential regions in
the voltammograms: the hydrogen adsorption/desorption
region between 0.0 and 0.25 V, the double-layer region
between 0.25 and 0.50 V and the surface oxide formation/
reduction region (>0.50 V). The Coulombic charge for
hydrogen adsorption/desorption (QH) can be used to calculate
the electrochemical active Pt and Pd surface area of the
electrodes.49,50 The value of QH (mC cm−2) was calculated as

the mean value between the amounts of charge exchanged
during the electroadsorption and desorption of H2 on Pt or Pd
sites, with the correction of the capacitive current contribution.
The electrochemical active surface area can therefore be
calculated according to the formula:

=
·

Q
q

EAS
[M]

H

(2)

where [M] is the metal loading in the electrode and represents
the M/C wt % determined by XPS and TGA measurements,
which in the present case is 42.5 μg cm−2. The factor q = 0.21
represents the charge required to oxidize a monolayer of H2 on
smooth Pt and QH (μC cm−2) is the charge for hydrogen
adsorption/desorption. Table 5 summarizes the results for the

catalysts tested. The results point out that Pt@MC-2 and Pt@
vulcan have similar EAS, whereas Pt@NMC-2 sample shows
the higher EAS. The increase in EAS indicates that a larger
fraction of the Pt surface is exposed. This in agreement with the
consideration expressed in section 3.2 where it was observed
that on nitrogen doped mesoporous carbon, there is a better
nucleation and dispersion of Pt NPs, and less agglomeration. It
is worth noting that the EAS decreases sensitively when passing

Figure 9. (a,b) Cyclic voltammetry of the electrocatalysts in an
oxygen-free 0.1 M H2SO4, scan rate 100 mV s−1. (c) RRDE linear
sweep voltammetry curves on Pt@vulcan, M@MC-2 and M@NMC-2
(M = Pt, Pd) in O2-saturated 0.1 M H2SO4 solution. Scan rate 10 mV
s−1, rotation rate 1600 rpm. (d) Mass transfer corrected Tafel plots
extracted from the data of the RDE linear sweeps; the current density
is normalized to the geometric surface area of the electrode.

Table 5. Electrochemical Data Obtained from Cyclic and
Linear Sweep Voltammetry

catalyst
Ep
ac

(V)
Eonset

bc

(V)
E1/2

bc

(V)
ΔE1/2bd
(mV) ne

EASa

(m2/g)

Pt@vulcan 0.687 0.804 0.707 0 3.93 43
Pt@MC-2 0.687 0.804 0.707 0 3.98 46
Pt@NMC-2 0.701 0.842 0.748 41 3.89 67
Pd@MC-2 0.660 0.734 0.646 −61 3.98 26
Pd@NMC-2 0.668 0.753 0.682 −25 3.86 32

aData obtained from cyclic voltammetery. bData obtained from RDE
voltammetry. cAll potentials are referred to SHE. dΔE1/2 = E1/2

catalyst −
E1/2

Pt@vulcan. eNumber of transferred electrons calculated from RRDE
measurements
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from Pt to Pd NPs loaded on MC-2. This effect can be
associated with the NPs dimension that in the case of Pd@MC-
2 results to be 3−4 times greater than for Pt NPs, causing a
decrease of the NPs surface area. However, when Pd NPs are
loaded on NMC-2, it is possible to observe again an increase of
the EAS, in accordance with the fact that Pd@NMC-2 shows
smaller catalyst particles.
The electrocatalytic performances for the whole batch of

electrocatalysts toward ORR were tested by both cyclic
voltammetry and linear sweep voltammetry at RDE and
RRDE. The reduction peak potentials (Ep) for the irreversible
reduction of O2 in silent condition at all the investigated
surfaces are reported in Table 5. Figure 9c presents the ORR
polarization curves at RRDE (1600 rpm, 10 mVs−1) for Pt and
Pd catalysts with different carbon supports. From the disk
current response, it should be noted that the onset and the half-
wave potential of Pt@MC-2 are in good agreement with the
values of Pt@vulcan. Therefore, it appears that the mere
increase of the carbon support surface area does not improve
the mass specific catalytic activity. It is interesting to observe
that Pt@NMC-2 is characterized by better performances (in
terms of onset potential and Ep, Table 5) than the commercial
standard Pt@vulcan; in fact the diffusion limiting current
density of Pt@NMC-2 reaches that of Pt@vulcan and a positive
shift of about 40 mV exists in the half-wave potential of Pt@
NMC-2 as compared to Pt@vulcan (Table 5). Also in the case
of Pd based catalyst, an increased catalytic activity is observed
when the Pd NPs are supported on NMC-2. However, the
catalytic performance is significantly worse than Pt@vulcan,
especially in term of half wave potential.
The K-L plots (not shown), resulting from the polarization

curves for the ORR at different rotation rates, are linear for all
the investigated catalysts. This indicates a first-order depend-
ence of the kinetics for the ORR on the Pt and Pd surface.
Figure 9c reports also the ring current recorded at RRDE for all
the investigated electrodes in an oxygen saturated 0.1 M H2SO4
solution. The ring currents were at least 2 orders of magnitude
lower than the disk currents, indicating the production of
minimal amounts of H2O2. The electron number calculated
from the formula:

=
+

n
I

I I
4

( /N)
d

d r

where Id is the limiting disk current, Ir is the limiting ring
current, and N is the collection efficiency (0.25), shows that n
≈ 3.8−3.9 within the range of 0.3 to 0.5 V for the commercial
Pt/C as well as for the new catalysts (Table 5).
The mass transfer corrected Tafel plots for ORR activity of

these samples are shown in Figure 9d. The kinetic current
density of the different catalysts at various potentials can be
determined according to the equation:

=
·
−

j
j j

j jk
lim

lim (3)

In all five observed cases, double slope Tafel plots are
evident, which is known to be dependent on the formation of
metal oxide on the NPs surface.51 The higher current density is
observed in the case of Pt@NMC-2 catalyst, which indicates
that the O2 reduction rate is faster on Pt NPs loaded on a
nitrogen-doped support. The same observation can be made in
the case of Pd NPs loaded on doped MC. As it was seen above
for the NMC, the presence of nitrogen defects on MC

improves the catalytic performance of Pt and Pd NPs toward
ORR. In terms of onset and peak potentials, the ORR activity
increases as follows: Pd@MC-2 < Pd@NMC-2 < Pt@vulcan ≈
Pt@MC < Pt@NMC-2, as particularly evidenced by the E1/2
potentials of these samples (Table 5).

3.3. Stability Tests of Pt NPs on Doped and Undoped
Mesoporous Carbon. The active surface area of Pt NPs,
which is determined from the hydrogen adsorption/desorption
region,49 is used in order to compare the loss rate of Pt and Pd
quantitatively. In Figure 10a, the initial active area is fixed as

100%, and the residual active area after potential cycles is
normalized to the initial area in percentage. The residual active
area versus the number of potential cycles is fitted to the
exponential decay function shown as the solid lines. In Figure
10b is reported, as an example, the electrochemical behavior of
Pt@NMC-2 recorded after zero, 150 and 350 potential cycles.
After 750 voltammetric cycles performed between 0.25 and
1.45 V vs SHE at 50 mV s−1 in 0.1 M H2SO4 at 25 °C, a Pt@
vulcan 25% of Pt active area remains, whereas the Pt@NMC-2
and Pt@MC-2 keep 44% and 67%, respectively, of initial Pt
active area. In the case of Pd NPs, the active surface area
decreases to the 20% of the initial value after 50 and 150 cycles
for NMC-2 and MC-2, respectively. This indicates that the Pt
and Pd NPs supported on doped MC have a lower stability as
compared with the undoped MC, but in the case of Pt NPs,
they show higher stability with respect to the commercial
standard Pt@vulcan. These results may be indicative of an
increased stabilization provided by the mesoporous carbon with
respect to the vulcan as an electrode support. A possible
rationalization of the higher stability of Pt NPs on mesoporous
carbon may be done by considering the particle dimension with
respect to the pore size of the supporting matrix. Pt NPs are
very small (1−2 nm) and therefore, besides dissolution, Pt NPs
can be subjected to Ostwald ripening.52 This effect is less
pronounced when mesoporous carbon is adopted due to a
beneficial confinement effect inside the mesoporous structure.
In the case of N doped MC the confinement effect could be
limited on the bases of a lower number of available mesopores
with respect the undoped MC, as already observed from the
BET analysis.
Even though the increased stabilization expected for the

interaction between Pt NPs with the nitrogen functional groups
was not observed, these represent very promising and
interesting results since they allow to better define the
parameters influencing the catalyst activity and stability and
therefore to design with a clear view carbon supports able to
outclass standard commercial material both in term of activity
and chemical and mechanical stability.

Figure 10. (a) Degeneration of the Pt and Pd active area of supported
Pt particles in the stability measurements, (b) cyclic voltammograms
recorded in 0.1 M H2SO4 solution on Pt@NMC-2 at 0, 150 and 350
voltammetric cycles, scan rate 50 mV s−1.
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4. CONCLUSIONS

N-doped mesoporous carbon with high surface area and
enhanced catalytic activity toward ORR was prepared by an
optimized hard template approach, employing NH3 as the
doping agent. Pd and Pt NPs were deposited by wet
impregnation on both doped and undoped samples, showing
that the presence of nitrogen functional groups drives the
dimension and the dispersion of metal NPs. The shift of Pt and
Pd binding energy reveals the presence of a chemical
interaction between metal NPs and nitrogen defects, especially
in the case of Pd. All the catalysts were characterized by
electrochemical techniques, showing the general superiority of
metal NPs loaded on doped MC, with respect to the same
amount and type of metal deposited on undoped MC-2. In
particular, Pt nanoparticles supported on N-doped supports
showed high activities for the ORR in acidic solutions, with
better performances than those of commercial Pt@vulcan (30
wt % Pt on Vulcan XC-72). Furthermore, Pt NPs loaded on
mesoporous carbon seems to possess higher stability with
respect to the standard Pt@vulcan. This was rationalized in
term of a better confinement effect inside the mesoporous
structure. In conclusion, the doped mesoporous carbon
supports prepared in this work represent a viable tool for the
preparation of new electrocatalysts characterized by good
activities, a key factor in future fuel cell technology.
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