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ABSTRACT: Herein, we rationally design and construct a novel
type of sparsely studded noble-metal nanocrystals inside graphene
hollow sphere network (abbreviated as noble-metal@G HSN)
through an electrostatic-attraction-directed self-assembly approach.
The formation of Pt@G and Pd@G hollow sphere networks have
been illustrated as examples using SiO2 spheres as templates.
Moreover, the electrocatalytic performance of the Pt@G HSN for
methanol oxidation reaction has been examined as a proof-of-
concept demonstration of the compositional and structural
superiorities of noble-metal@G HSN toward electrocatalyst
utilization. The as-prepared Pt@G HSN manifests higher catalytic
activity and markedly enhanced long-term durability in compar-
ison with commercial Pt/C catalyst.
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1. INTRODUCTION

Noble-metal nanocrystals possess exceptional physicochemical
properties and have been intensively pursued for a wide variety
of electrocatalyst utilization.1−4 Generally, carbon supports
including amorphous carbon, carbon nanotubes (CNTs), and
graphene are required to immobilize noble-metal nanocrystals
and improve structural stability and charge-transport capability
of the hybrid catalysts.5−8 Among these carbon matrices,
graphene is of particular interest because of its high electrical
conductivity and excellent mechanical flexibility, and thus could
serve as an ideal conducting and supporting matrix for noble-
metal electrocatalysts.9−11 For example, a series of graphene-
supported Pt and Pd hybrid catalysts are able to manifest
enhanced electrocatalytic performance toward fuel (including
methanol12−18 and formic acid19−21) oxidation and oxygen
reduction22,23 reactions. However, in these hybrid catalysts, Pt
and Pd nanocrystals are generally attached to the outer surfaces
of the graphene matrices including wavy graphene,12 vertically
oriented graphene,13,14 monolithic graphene,15,16 graphene
ribbon,19 graphene quantum-dot,22 and so forth. The noble-
metal nanocrystals are directly exposed in outer environment
and easily detached from carbon matrices and/or aggregated
into large congeries, which leads to unsatisfied catalytic
durability and greatly hinders their commercial application.
Recently, much research effort has been devoted to improve

the long-term durability of noble-metal nanocrystals via pore-
confinement structural design.24−28 The confinement of noble-
metal nanocrystals within pores of carbon supports can

effectively suppress particle detachment/agglomeration and
catalyst degradation. For example, the pore-confined Pt@C27

and Pd@C28 catalysts demonstrate markedly enhanced long-
term electrocatalytic durability in comparison with partially
confined and surface-located ones. However, the current
research interest has been focused mainly on the Pt
nanocrystals confined within amorphous and graphitic porous
carbon supports.24−28 The controllable synthesis of noble-metal
nanocrystals inside graphene matrix remains a significant
challenge, and it is very urgent to construct such pore-confined
noble-metal@graphene nanohybrids for further-improved
catalytic stability and practical utilization.
As inspired by this, we herein rationally design and construct

a novel type of sparsely studded noble-metal nanocrystals inside
graphene hollow sphere network (abbreviated as noble-metal@
G HSN) through an electrostatic-attraction-directed self-
assembly approach, as illustrated in Figure 1. SiO2 spheres
are chosen as templates in this synthetic route owing to its
simple fabrication, low cost, and high productivity.29 Sub-
sequently, noble-metal nanocrystals and graphene layer are
sparsely located and conformally wrapped on the SiO2

templates in sequence based on electrostatic-attraction
mechanism, resulting in SiO2@noble-metal@G sphere net-
work. After the etching of SiO2 cores, noble-metal nanocrystals
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are sparsely studded to the graphene hollow sphere network,
yielding the final noble-metal@G HSN.

2. EXPERIMENTAL SECTION
Synthesis of the Pt@G and Pd@G Hollow Sphere Networks.

First, uniform SiO2 spheres with diameters of about 300 nm were
obtained via a modified Stöber method. Second, SiO2@Pt spheres
were synthesized through an electrostatic-attraction-directed self-
assembly approach. Typically, SiO2 spherical templates were modified
with poly(diallyldimethylammonium chloride) (PDDA) and poly-
(sodium 4-styrenesulfonate) (PSS) in sequence, resulting in positively
charged PDDA/PSS/PDDA modified SiO2 spheres.29 Subsequently,
50 mg of polyelectrolyte-modified SiO2 templates were dispersed in 50
mL of distilled water, and then 0.5 mmol NaBH4 was added. After
sonication for 10 min, a 20 mL aqueous solution containing 0.05
mmol H2PtCl6 and 0.15 mmol trisodium citrate were added dropwise
and the mixture was further sonicated for 1 h. The resulting product
was washed with distilled water and ethanol, yielding the SiO2@Pt
spheres. Third, the SiO2@Pt spheres and graphene oxide (GO) (5:1
w/w) were dispersed in distilled water, stirred for 6 h, and then the
GO component was reduced by NaBH4 (weight ratio of 10:1 for
NaBH4:GO). The resulting product was washed and dried, resulting in
SiO2@Pt@G sphere network. Finally, the Pt@G HSN was obtained by
dissolving the SiO2 cores with a 2 M NaOH aqueous solution.
Additionally, the Pd@G HSN was synthesized by using K2PdCl4 as a
noble-metal precursor rather than H2PtCl6 with all other conditions
unchanged.
Characterization. The morphology, composition, and structure of

the products were characterized by X-ray powder diffraction (XRD,
Rigaku D/max-RC), scanning electron microscopy (SEM, JEOL JSM-
7600F), and high-resolution transmission electron microscopy
(HRTEM, JEOL JEM-2010F, 200 kV) coupled with an energy-
dispersive X-ray spectrometer (EDS, Thermo Fisher Scientific).
Electrochemical Measurement. The electrochemical experi-

ments were tested with a CHI660C electrochemical analyzer and a
conventional three electrode electrochemical cell. A Pt plate was
applied as the auxiliary electrode, and a saturated calomel electrode
(SCE) was utilized as the reference electrode. The working electrode
was obtained as follows: an evenly distributed suspension of catalyst
was prepared by sonicating the mixture of 2 mg of catalyst, i.e., Pt@G
HSN, and 1 mL of ethanol for 30 min, and 5 μL of the resulting
suspension was loaded on the surface of a glassy carbon electrode (3
mm in diameter, 0.07 cm2). After drying, 2 μL of Nafion solution (5 wt
%) was covered on the modified electrode surface, yielding the
working electrode. Cyclic voltammetry (CV) tests were performed in
N2-purged 0.5 M H2SO4 solution with or without 0.5 M CH3OH at a
scan rate of 50 mV s−1, whereas chronoamperometry curves were
obtained in N2-purged 0.5 M CH3OH + 0.5 M H2SO4 solution for
3000 s at 0.6 V (vs. SCE). For comparison, the electrocatalytic
performance of commercial 20 wt % Pt/C catalyst purchased from E-
TEK Division (E-TEK Pt/C) was also investigated under the same
conditions.

3. RESULTS AND DISCUSSION
As a typical example, the formation of Pt@G HSN was selected
to illustrate the basic idea underlying this electrostatic-
attraction-directed synthetic route. Figure 2 reveals the XRD

patterns of these samples in different stages of evolution. As can
be seen, the crystalline phase can be well-matched to cubic Pt
(curves b-d, JCPDS no. 04−0802) in SiO2@Pt spheres, SiO2@
Pt@G sphere network, and Pt@G HSN, and the mean
crystalline size of the Pt component can be calculated to be
about 5 nm based on Scherrer equation. The morphological
and structural features of the SiO2@Pt and SiO2@Pt@G
intermediates were further examined by SEM and TEM (Figure
3). Figure 3a, b displays the SEM and TEM images of the
SiO2@Pt spheres. As observed, Pt nanocrystals are sparsely
deposited on the surface of SiO2 spheres, and no isolated
nanocrystal can be observed in the sample except for the
template surface. This phenomenon might be explained as
follows. Because of the strong electrostatic-attraction between
negatively charged reductant (BH4

− ions) and positively
charged polyelectrolyte-modified SiO2, the subsequent reduc-
tion of PtCl6

2− to metallic Pt occurs only at the surface of SiO2
templates, ensuring the entire deposition of Pt nanocrystals on
SiO2 spheres.

30 Additionally, the sparsely deposited rather than
densely coated state of the SiO2@Pt leaves exposed positively
charged surface of polyelectolyte-modified SiO2 templates.
Thus, such sparsely located SiO2@Pt spheres can be
conformally wrapped by GO owing to the strong electro-
static-interaction between oppositely charged SiO2@Pt and GO
components together with the flexibility of GO matrix.29 The
GO shell could be converted into graphene matrix after
subsequent chemical reduction process, yielding the SiO2@Pt@
G sphere network (Figure 3c, d). The observed folds and
wrinkles over the entire spherical surface are characteristic of
graphene shell, indicating the conformal wrapping and bridging
of SiO2@Pt spheres by graphene matrix. Additionally, a single
SiO2 spherical template is not fully wrapped by one piece of
graphene, and might be simultaneously wrapped by multiple
pieces of graphene.31 The interspaces between the wrapped

Figure 1. Schematic illustration for the formation of the noble-metal@G HSN.

Figure 2. XRD patterns of the (curve a) SiO2 spheres, (curve b)
SiO2@Pt spheres, (curve c) SiO2@Pt@G sphere network, and (curve
d) Pt@G HSN.
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multiple pieces of graphene allow the access of aqueous
solutions to the core regions of the sphere networks. Thus, the
SiO2 cores in SiO2@Pt@G sphere network can be etched
completely with NaOH aqueous solution, resulting in Pt@G
HSN. Moreover, the aqueous electrolytes can easily penetrate
into the internal part of graphene hollow sphere and contact
with Pt nanocrystals during the electrocatalytic utilization of the
Pt@G HSN catalyst.
Figure 4a−d reveals the SEM and TEM images of the Pt@G

HSN with different magnifications. As observed, the graphene
matrix exists in the form of three-dimensioanl (3D)
interconnected hollow sphere network since the SiO2@Pt
spheres are conformally wrapped and bridged by graphene shell
in the SiO2@Pt@G intermediate. The self-assembled 3D
interconnected network holds the structural superiorities of
both nanosized building units and microsized assemblies, and is
able to manifest improved structural stability, charge-transport
capability, and thus enhanced electrochemical performances
inlcuding lithium-storage and electrocatalytic utiliza-
tion.16,21,29,32 The selected-area electron diffraction (SAED)
pattern shows typical diffraction rings characteristic of (111),
(200), (220), and (311) planes of cubic Pt (Figure 4c, inset),
indicating the poly crystalline nature of Pt component within
the hybrid network. More specifically, numerous Pt nanocryst-
als are well-confined within the graphene hollow sphere
building units, and sparsely studded to the inside surface of
graphene matrix. The unique sparsely studded strcutrue can
significantly suppress the detachment and agglomeration of
noble-metal nanoparticles, and are anticipated to manifest
enhanced electrocatalytic durability.24−28 Figure 4e displays the

HRTEM image of the Pt@G HSN. The observed three kinds
of lattice fringes with spacings of 0.226, 0.196, and 0.139 nm
correspond to the (111), (200), and (220) planes of cubic Pt
nanocrystals, respectively. Figure 4f reveals the TEM-EDS
elemental mappings of C (yellow) and Pt (green) and EDS
spectrum of the Pt@G HSN. The observed platinum elemental
signal is consistent with carbon signal and is uniformly
distributed over the chosen area, further confirming the
homogeneous confinement of Pt nanocrystals within graphene
matrix. Additinally, the Pt content in the Pt@G HSN can be
determined to be about 36.8% by weight from EDS spectrum.
To verify the versatility of this methodology, we have applied

the synthetic route for the formation of Pd@G HSN. Figure 5
displays the morphological, compositional, and structural
features of the Pd@G HSN. The TEM image clearly reveals
the 3D interconnected hollow sphere struture of graphene
matrix (Figure 5a). Moreover, the magnified TEM image
(Figure 5b) and its SAED pattern (Figure 5a, inset) of a single
hollow sphere indicate that numerous Pd nanocrystals are
confined within the hollow sphere and sparsely attached to the
inside surface of graphene shell. Additioanlly, the HRTEM
image (Figure 5c) and TEM-EDS elemental mappings (Figure
5d) further confirm the formation of Pd component and the
efficient encapsulation and uniform distribution of Pd nano-
crystals in graphene matrix.
As a proof-of-concept demonstration of the compositional

and structural superiorities of noble-metal@G HSN toward
electrocatalyst utilization, the electrocatalytic performance of
the Pt@G HSN for methanol oxidation reaction has been
examined in comparison with commercial E-TEK Pt/C catalyst.

Figure 3. SEM and TEM images of the (a, b) SiO2@Pt spheres and (c, d) SiO2@Pt@G sphere network.
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Figure 6 shows the CV curves of the Pt@G HSN and E-TEK
Pt/C catalysts in 0.5 M H2SO4 solution at a scan rate of 50 mV
s−1. As observed, both catalysts exhibit typical features of
hydrogen adsorption/desorption within the potential range of
−0.24−0.1 V, and the integrated charge of these peaks reflects
the number of Pt active sites. Herein, the electrochemically
active surface area (ECSA) of Pt-based catalysts is calculated by
integrating the area of hydrogen desorption wave,12 and the
values for the Pt@G HSN and E-TEK Pt/C catalysts are
determined to be 31.2 and 18.8 m2 g−1, respectively. The lager
ECSA value of the Pt@G HSN can be attributed to the higher
dispersion of Pt nanocrystals on graphene matrix and improved
charge-transport capability of the 3D interconnected network

and thus the enhanced mass utilization of Pt component, which
is also favorable for the enhancement of electrocatalytic
activity.9,10

Figure 7a depicts the CV curves of the Pt@G HSN and E-
TEK Pt/C catalysts in 0.5 M CH3OH + 0.5 M H2SO4 solution
at a scan rate of 50 mV s−1. As can be seen, the Pt@G HSN
manifests higher electrocatalytic activity than E-TEK Pt/C
catalyst. For example, the ECSA-normalized oxidation peak
current of the Pt@G HSN is slightly higher than that of E-TEK
Pt/C catalyst (Figure S1), and more apparently, the mass
normalized value for the Pt@G HSN (360.4 mA mgPt

−1) is 1.8
times that for the E-TEK Pt/C catalyst (201.3 mA mgPt

−1). The
reason can be explained as follows. The sparsely studded noble-

Figure 4. Morphological, compositional, and structural features of the Pt@G HSN: (a, b) SEM images, (c, d) TEM images and the corresponding
SAED pattern, (e) HRTEM image, and (f) TEM-EDS elemental mappings and EDS spectrum.
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metal@G structure leads to a high dispersion of Pt nanocrystals
within graphene hollow sphere, and the 3D interconnected
structure of graphene network is beneficial for improved
charge-transport capability of the noble-metal@G catalysts.
Thus, the Pt@G HSN is able to exhibit enhanced mass
utilization and reaction kinetics and higher electrocatalytic
activity toward methanol oxidation reaction.
More importantly, the unique structural and compostional

features of the noble-metal@G HSN are favorable for their
long-term catalytic stability, which can be confirmed by

chronoamperometric tests. Figure 7b displays the chronoam-
perometry curves of the Pt@G HSN and E-TEK Pt/C catalysts
in 0.5 M CH3OH + 0.5 M H2SO4 solution at 0.6 V (vs. SCE).
After 3000 s, the methanol oxidation currents of the Pt@G
HSN and E-TEK Pt/C catalysts decrease to 42.3 and 4.6% of
their initial values (take the data of 10 s), respectively,
demonstrating significantly enhanced catalytic durability of the
Pt@G HSN toward methanol electro-oxidation. Similarly, the
enhanced electrocatalytic stability toward formic acid oxidation
has been observed from the Pd@G HSN compared with
conventional Vulcan XC-72-Pd (Pd/XC-72) catalyst (Figure
S2). After 3000 s, the formic acid oxidation currents of the Pd@
G HSN and Pd/XC-72 catalysts decrease to 20.8% and 2.2% of
their initial values (take the current of 10 s), respectively
(Figure S2b). The sparsely studded structural and compos-
tional design of the noble-metal@G HSN can significantly
suppress the detachment and agglomeration of noble-metal
nanocrystals, which can be responsible for their excellent long-
term electrocatalytic durability.24−28

4. CONCLUSION

We propose a general electrostatic-attraction-directed self-
assembly route for the construction of sparsely studded noble-
metal nanocrystals inside graphene hollow sphere network
(noble-metal@G HSN). The formation of Pt@G and Pd@G
hollow sphere networks have been illustrated as examples using
SiO2 spheres as templates. Moreover, the electrocatalytic
performance of the Pt@G HSN for methanol electro-oxidation

Figure 5. Morphological, compositional, and structural features of the Pd@G HSN: (a, b) TEM images and the corresponding SAED pattern, (c)
HRTEM image, and (d) TEM-EDS elemental mappings.

Figure 6. CV curves of the Pt@G HSN and E-TEK Pt/C catalysts in
N2-purged 0.5 M H2SO4 solution at a scan rate of 50 mV s−1.
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has been examined as a proof-of-concept demonstration of their
compositional and structural superiorities toward electrocatalyst
utilization. Compared with commercial Pt/C catalyst, the Pt@
G HSN manifests significantly enhanced electrocatalytic
performance in terms of higher activity and enhanced long-
term durability, making it an ideal anodic catalyst candidate for
practical utilization. Moreover, the proposed sparsely studded
structural and compostional design of the noble-metal@G HSN
would shed some light on the construction of supported
electrocatalysts with superb long-term durability.
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