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ABSTRACT 
Recent developments in nanochemistry offer precise morphology control of nanomaterials, which has significant 
impacts in the field of heterogeneous catalysis. Rational design of bifunctional catalysts can influence various 
aspects of catalytic properties. In this review, a new class of bifunctional catalysts with a metal@silica yolk–shell 
nanostructure is introduced. This structure has many advantages as a heterogeneous catalyst since it ensures a 
homogeneous environment around each metal core, and particle sintering is effectively eliminated during high 
temperature reactions. The catalysts exhibit high activity and recyclability in gas- and solution-phase reactions. 
It is anticipated that appropriate selection of bifunctional components and optimal structural control will 
significantly further enhance the catalytic properties, and enable target reaction-oriented development of new 
catalysts. 
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1. Introduction 

Currently, most heterogeneous catalytic systems use 
bifunctional structures for enhancement of catalytic 
performances in various reactions [1, 2]. A bifunctional 
catalyst is defined as a catalyst structure comprising 
both active metal nanoparticles and a high surface 
area support [3]. In a traditional view, the metal 
nanoparticles behave as the actual catalytically active 
surface where the reaction occurs, and the support 
stabilizes the active nanoparticles and prevents leaching 
or severe particle agglomeration. But recent studies 
of heterogeneous catalysts have explored possible 
roles of the support as another active component. 
The support can transport reactants onto the catalytic 
surface, control diffusion rates of the reactants and 

the products, and provide protons or electrons to 
modify total reactivity. In some cases, the support 
reacts with the metal nanoparticles on their interface 
and generates active components which actually carry 
out the reaction [4, 5]. Therefore, the term, “bifunctional”, 
is appropriate since it expresses the fact that both the 
metal nanoparticles and the support independently  
carry out multiple functions during catalytic reactions. 

Since nanotechnology became a major topic of 
research, numerous synthetic processes have been 
developed in order to adjust the size, shape, and surface 
structure of nanoscopic objects. Morphology control 
of metal nanoparticles has been widely studied in 
various ways [6, 7]. On the other hand, the synthesis 
of mesoporous materials has rapidly evolved by 
developing ways of controlling three-dimensional 
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arrangements of “vacancies”, which can afford metal 
oxide materials with high surface area and regular 
porosity [8]. These mesoporous metal oxides are 
regarded as excellent support materials for the active 
metal nanoparticles in heterogeneous catalysts. To 
generate a uniform dispersion of the metal nano- 
particles on the metal oxide matrix, the incipient 
wetness method—in which metal precursors are 
adsorbed on the pores and reduced by thermal and 
chemical treatments—has been developed and 
commonly used [9, 10]. This simple process is suitable 
for large-scale synthesis approaching industrial use 
with a variety of metal components, and it has 
already been used in many heterogeneous reactions. 
However, some fundamental limits exist in this 
process: diffusion rates of the reactants and the 
products are significantly reduced for the particles 
that are deeply buried in the support matrix. Moreover, 
the morphology and size distribution of the metal 
nanoparticles are very difficult to uniformly control 
inside the pore channels, although the average diameter 
of the particles can be adjusted within a limited range  
by altering the average pore size of the support. 

In order to tailor the morphology of both the active 
nanoparticles and the high surface area support, a 
couple of rational approaches have been developed. 
In the first method, the active nanoparticles and the 
mesoporous support are independently prepared, and 
mixed mechanically to yield a bifunctional hybrid 
structure [11]. This method, so-called “capillary 
inclusion”, using a simple process involving low-power 
sonication, has proven to be surprisingly successful 
and versatile. The second method is “nanoparticle 
encapsulation”, where a mixture of structurally well- 
defined metal nanoparticles and a silica precursor 
forms a silica network under hydrothermal conditions 
[12]. The resulting silica matrix contains the metal 
nanoparticles within it. In both cases, the active metal 
nanoparticles show well-controlled morphology with 
narrow size distributions and, after calcination, catalyze  
reactions with high activity. 

Although these methods can tune morphology of 
the active nanoparticles as well as the high surface 
area support, problems such as irregular diffusion 
rates and reaction heterogeneity on the catalysts have 
not yet been overcome. In addition, most catalytic 

processes in the petroleum and chemical industries 
are normally performed at high temperatures above 
573 K, and under these conditions, the tiny metal nano- 
particles in the catalysts tend to sinter which leads to 
a significant loss in catalytic activity. Even inside the 
silica matrix, surface melting of the particles at high 
temperature leads to their migration on the surface 
and agglomeration with neighboring particles to yield 
large clusters with lower surface area. In order to 
resolve these fundamental problems, a new concept  
in catalyst design is required. 

If each nanoparticle has a homogeneous environment 
that includes the support and vacancies, the reaction 
behavior on each catalyst particle should be nearly 
identical. Current synthetic techniques in nano- 
chemistry can provide high structural uniformity of 
the nanostructure at a single particle level [6]. Based 
on this idea, a yolk–shell nanoparticle structure was 
designed for a new type bifunctional catalyst as 
depicted in Fig. 1. The term “yolk–shell” is derived 
from an egg, which contains an egg yolk and white 
inside an outer solid shell. In spherical nanoparticles, 
the yolk–shell structure has a void between the core 
and the shell forming a hierarchical “core–void–shell” 
arrangement, which corresponds to the “yolk–white– 
shell” arrangement in an egg [13]. It is also known as 
a “nanorattle”, because the core is mobile when the 
structure is filled with a solvent [14], but nowadays 
most researchers use the “yolk–shell” terminology 
since it facilitates comparison with core–shell nano- 
particles. When the metal core is surrounded by a 
silica shell with a sufficient void, the yolk–shell nano- 
structure can be regarded as a bifunctional catalyst  
that contains both metal and silica (or metal@silica). 

Such a metal@silica yolk–shell nanostructure has 
many advantages for heterogeneous catalytic reactions 
for the following reasons. 

(i) The catalytic reaction occurs on the surface of 
active metal nanoparticles located at the center. The size, 
shape, and surface structure of the metal particles can 
be precisely tuned by various synthetic techniques  
before coating with silica. 

(ii) The reactants, products, and solvents can 
penetrate through the pores of the silica shells. The 
diffusion rates are controllable by adjusting pore  
density and average pore size of the silica shells. 
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Figure 1 Metal@silica yolk–shell nanostructure as a bifunctional 
heterogeneous catalyst 

(iii) All reactions are carried out in the void inside 
the shell. In other words, the yolk–shell structure acts 
as a “nanoreactor framework”, which contains 
sufficient space and catalytically active surface within 
its structure. Each of the active nanoparticles 
experiences a homogeneous environment in a void  
surrounded by the silica shell. 

(iv) In comparison with core–shell nanoparticles, the 
yolk–shell structure uses the entire metal core surface, 
not being covered with the silica shell. But strong 
interactions between the metal core and the shell are 
maintained through physical or chemical contacts in  
the structure. 

Numerous methods for the synthesis of yolk–shell 
nanoparticles (or nanorattles) have been developed 
[15–17]; however, studies of their practical application 
in heterogeneous catalysis have rarely been reported. 
Yin et al. studied the formation of metal oxide hollow 
nanoparticles using the Kirkendall effect, and employed 
it to synthesize Pt@CoO yolk–shell nanoparticles [13]. 
This structure was used in gas phase reactions such 
as ethylene hydrogenation, and showed some catalytic 
activity. Joo et al. recently reported that Pt nanoparticles 
coated with mesoporous silica (Pt@m-SiO2) exhibited 
remarkable stability in high temperature reactions 
[18]. Au@ZrO2 nanoparticles have also been tested in 
high temperature CO oxidation reactions [19, 20], 
and rhodium nanoparticles encapsulated by porous 

carbon have been employed for hydrogenation of 
aromatic compounds [21]. Because of the many 
advantages of these core–shell and yolk–shell 
structures, many researchers are now involved in the  
study of such bifunctional nanocatalysts. 

In this review, we focus on the synthesis, trans- 
formation, and catalytic properties of metal@silica 
yolk–shell nanostructures. Silica is commonly used as 
a support material in bifunctional catalytic systems, 
because of its structural robustness and strong inter- 
action with metal nanoparticles. We have prepared 
Au@SiO2 model catalysts as proof-of-concept of the 
yolk–shell nanocatalysts. The Au@SiO2 structure can 
be chemically tailored to enhance catalytic activities. 
The Ni@SiO2 yolk–shell nanostructure has also been 
synthesized and employed for high temperature 
steam reforming of methane. In addition, Ni@SiO2 
nanocatalysts with tiny metal cores showed high 
reactivity in solution-phase organic reactions. Under 
hydrothermal conditions, the tiny nickel cores reacted 
with silica to give a nickel phyllosilicate phase, which 
led to an interesting transformation into a new 
bifunctional structure. Chemical conversion and the 
resulting changes in reactivity of the nanocatalysts 
indicate that rational catalyst design is critical if  
catalytic performance is to be optimized. 

2. Proof-of-concept: Au@SiO2 yolk–shell  
nanoparticles as a model catalytic system 

The basic concept of a “nanoreactor” was introduced 
for Pt@CoO nanoparticles, but the CoO shell is not a 
support that is useful for many reactions [13]. If CoO 
can be substituted by common metal oxide supports 
such as silica, titania, and zirconia, the resulting 
metal@metal oxide structures would be suitable for 
many gas- and solution-phase reactions. Silica is the 
first choice among shell materials, because it is a well- 
known support and readily forms a uniform coating 
on the metal surface. Gold is our choice of metal core, 
due to its controllable size with a narrow size 
distribution and high stability against harsh reaction 
conditions. Moreover, the chemical nature of gold is 
quite distinct from that of silica, which makes it 
possible to selectively modify only one component in 
gold/silica hybrid materials. For instance, thiols can 
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exclusively functionalize the gold surface without 
reacting with the silica. Using gold and silica as com- 
ponents, we have developed bifunctional Au@SiO2 
yolk–shell nanostructures as a model catalyst, and 
examined their properties in order to clarify the 
usefulness of this structure for heterogeneous catalytic 
systems. Au@SiO2 core–shell and yolk–shell nano- 
particles have not previously been used as nano- 
catalysts for heterogeneous reactions, although their 
structures have been reported in the literature [22]. 
We have shown that the materials catalyzed the 
reduction of p-nitrophenol with pseudo-first order 
kinetics, and the reaction rate could be increased by 
an order of magnitude by appropriate chemical 
modifications. These results confirm that such a 
yolk–shell nanostructure is excellent as a versatile 
nanoreactor framework for heterogeneous catalytic  
reactions. 

2.1 Synthesis of Au@SiO2 yolk–shell nanostructure 
with variable core sizes 

Hollow nanostructures are expected to be useful in 
many applications because of their high surface area 
and ability to store and deliver materials, and numerous  
synthetic protocols for hollow structures have been 
developed thus far [23, 24]. The yolk–shell nano- 
particles have two parts—the metal cores and the shell 
layers—and thus the syntheses involve the formation 
of hollow shells in the presence of the metal cores [25]. 
Synthetic methods for yolk–shell nanoparticles can 
be divided into two types, manipulation of the core 
and manipulation of the shell. In the case of Au@SiO2, 
we used selective etching of the metal cores in 
metal@silica core–shell nanoparticles [26]. This method 
has the advantages of being a simple procedure and 
has wide applicability, because most metal cores are  
soluble in weak acids. 

Gold nanoparticles were synthesized by a well- 
known polyol process in the presence of polyvinyl- 
pyrrolidone (PVP) in refluxing 1,5-pentanediol [27]. 
The resulting spherical particles were coated with silica 
shells by means of the Stöber method in 2-propanol 
[28], yielding Au@SiO2 core–shell nanoparticles as 
shown in Fig. 2(b). The silica shells are evenly coated 
on the spherical cores with an average core size of 
120 nm ± 10 nm and shell thickness of 32 nm ± 2 nm.  

 

Figure 2 (a) Synthetic scheme for the Au@SiO2 yolk–shell 
framework; (b) TEM images of Au@SiO2 core–shell and (c)–(e) 
Au@SiO2 yolk–shell nanoparticles; Gold core diameters are 
(b) 120 nm, (c) 104 nm, (d) 67 nm, and (e) 43 nm; All scale bars 
represent 200 nm. Reproduced with permission from Ref. [26]. 
Copyright Wiley VCH, 2008 

The gold cores were selectively etched by treatment 
with KCN, as shown in Eq. (1) [22], without damaging  
the silica shells. 

4Au + 8CN– + O2 + 4H+  4Au(CN)2
– + 2H2O    (1) 

By repeating the KCN treatment, the average size of 
the gold cores could be reduced to 104 ± 9 (Fig. 2(c)), 
67 ± 8 (Fig. 2(d)), and 43 nm ± 7 nm (Fig. 2(e)). As the 
gold core size decreased, the core surface became 
rougher with sharp edges and facets, owing to irregular  
etching on the different surface faces. 

In order to confirm the permeability of the silica 
shells, diffusion rates through the silica were measured 
using the surface plasmon resonance peak of the gold 
cores. The peak maximum in the UV–vis extinction 
spectrum was monitored for the Au@SiO2 yolk–shell 
particles in 2-propanol (refractive index (n) = 1.377). 
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When a small amount of quinoline with high refractive 
index (n = 1.62) was added to the particle dispersion, 
the original peak maximum at 594 nm gradually 
shifted to 600 nm and saturated at that wavelength in 
30 min (Fig. 3(a)). In contrast, the extinction peak of 
the Au@SiO2 core–shell particles did not shift at all 
under the same conditions. The diffusion coefficient 
through the silica shell can be calculated from the  
extinction shift using Eq. (2) 

D = (πR2 / 36) × (Vf2 / t)           (2) 

where D is the diffusion coefficient, R is the radius of 
the silica hollow shell (82 nm), and Vf is the volume 
fraction of 2-propanol in the solvent mixture. The 
diffusion coefficient, D, was estimated to be 4.74 × 
10–19 m2/s, which is comparable to the value of ~4.76 × 
10–19 m2/s reported for the polymer shell in Au@poly   

 
Figure 3 (a) Changes in UV–vis extinction spectra of Au@SiO2 
colloidal dispersions in 2-propanol on adding quinoline; (b) Plot 
of ln(Ct /C0) versus time for each yolk–shell framework. 
Reproduced with permission from Ref. [26]. Copyright Wiley 
VCH, 2008 

(benzyl methacrylate) yolk–shell nanoparticles [15]. 
This diffusion may result from the presence of defects 
or less polymerized sites in the amorphous silica. It 
indicates that the reactants, products, and solvents can 
move through the silica layers during the reaction,  
and fully access the active metal core surface. 

2.2 Study of Au@SiO2 yolk–shell nanocatalysts in  
p-nitrophenol reduction 

To demonstrate the “nanoreactor” concept, the 
Au@SiO2 yolk–shell nanoparticles were employed as 
a catalyst for the reduction of p-nitrophenol by 
NaBH4 [29, 30]. The reduction did not occur in the 
absence of the yolk–shell catalysts. The reaction 
progress was quantitatively monitored by the decrease 
in UV absorption of p-nitrophenol at 400 nm and the 
simultaneous increase in the intensity of the UV 
absorption peak of the product, p-aminophenol, at 
300 nm. Au@SiO2 core–shell and yolk–shell nano- 
particles with different core diameters were used for 
the catalytic reactions. The ratio of Ct and C0, where 
Ct and C0 are p-nitrophenol concentrations at time t 
and 0, respectively, was measured from the ratio of 
the absorbances, At and A0. As shown in Fig. 3(b), a 
linear relationship between ln(Ct/C0) and the reaction 
time was observed for all the catalysts. The reaction 
followed pseudo-first order kinetics, because the BH4

– 
concentration remained almost constant during the 
reaction since an excess of NaBH4 was employed. From 
the slopes of these straight lines, the rate constants 
were estimated from diffusion-limited pseudo-first 
order kinetics using Eqs. (3) and (4). The concentrations 
of p-nitrophenol inside and outside the silica were 
assumed to be constant, and a concentration gradient 
was generated in the silica shell. In the equations 

Voutside (Cout,0 – Cout,t) / t = Aoutside Deff / l (Cout – Cin)  (3) 

Aoutside Deff / l (Cout – Cin) = k Cin Vinside     (4) 

l is the silica shell thickness (22 nm), Voutside and Aoutside 
are the volume and surface area of the catalyst 
particle (R = 82 nm), and Vinside is the volume of the 
vacancy inside the silica. Cout,0, Cout,t, and Cin are the 
concentrations outside the silica shell at t = 0 and t, 
and the concentration inside the silica shell, respectively.  
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Deff is the diffusion coefficient (4.74 × 10–19 m2/s). Cin 
was calculated from Eq. (3), and the rate constant of  
the reduction reaction, k, was estimated from Eq. (4). 

The resulting reaction rate constant decreased from 
1.4 × 10–2 to 3.9 × 10–3 s–1, as the core diameter was 
reduced from 104 to 43 nm. The reaction rate was 
faster for the larger gold cores due to their large 
surface area. However, the turnover frequency (TOF) 
of the catalysts increased nearly five times from 6.6 to 
36 s–1 on reduction of the particle diameter from 104 
to 43 nm. This opposite trend reveals that the small 
cores with large surface roughness have more active 
surface sites such as edges and kinks, as observed in 
Fig. 2, which leads to higher reaction activity com- 
pared to that of the catalysts with larger cores. In the 
core–shell particles, the silica shell completely covered 
the gold surface, and reduced the total reaction rate. 
Freestanding gold nanoparticles, prepared by dissolving 
the silica shells with hydrogen fluoride, exhibited 
similar size-dependent reaction properties, but the 
total reaction rates were diminished by ~40% with 
severe particle aggregation. Apparently, the outer 
silica shells in the Au@SiO2 yolk–shell nanoparticles 
enhanced the dispersion stability in polar solvents, so 
that high activity was maintained during solution- 
phase reactions. The catalyst particles were readily 
separated from the reaction mixture by simple centri- 
fugation, and could be dispersed again in water by  
brief sonication. 

2.3 Tuning of porosity and diffusion rate of  
Au@SiO2 yolk–shell nanocatalysts 

The yolk–shell nanostructure is a structurally well- 
defined system, which is almost unique among 
heterogeneous catalysts. Therefore, precise chemical 
modification of both the metal cores and silica layers 
is possible, which should lead to enhanced catalytic 
properties. In general, the porosity of the support 
directly affects surface adsorption, catalyst dispersion, 
and diffusion rates of the reagents. It is known that 
the porosity can be readily controlled by adjusting 
the surfactants and reaction conditions during silica  
polymerization [31]. 

In the Au@SiO2 yolk–shell model catalysts, we tried 
to modify the silica shell layers by chemical treatment 

[32]. Long alkyl chain siloxanes such as C18TMS 
(octadecyltrimethoxysilane) were used as a pore- 
generating reagent, a so-called “porogen”, during silica 
coating on the gold spherical particles. The presence 
of the porogen led to a sparse silica network owing to 
the alkyl chains, and irregular pores were generated 
after calcination at high temperature [16, 33]. The molar 
ratio of C18TMS with respect to the silica precursor 
(tetraethoxysilane, TEOS) used in the reaction, 
([C18TMS]/[TEOS]), was varied from 0.06 to 0.08, 0.10, 
and 0.12. The gold particles were coated with silica 
shells using the Stöber method under otherwise 
identical conditions. The resulting Au@SiO2 core–shell 
nanoparticles had average core diameters of 102 nm ±  
8 nm and silica shell thicknesses of 17 nm ± 2 nm. 

Selective etching of the gold cores by treatment with 
KCN afforded yolk–shell type nanostructures with  
average core sizes of 76–80 nm, as shown in Fig. 4. 

 
Figure 4 (a) Synthesis of Au@SiO2 yolk–shell nanocatalysts 
with controlled porosity. (b)–(e) TEM images of Au@SiO2 
yolk–shell nanocatalysts; The [C18TMS]/[TEOS] ratios used in 
the synthesis were (b) 0.06, (c) 0.08, (d) 0.10, and (e) 0.12; All 
scale bars represent 100 nm. Reproduced with permission from 
Ref. [32]. Copyright American Chemical Society, 2008 
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The diffusion coefficients and their dependence on 
the [C18TMS]/[TEOS] ratio were evaluated from the 
changes in the surface plasmon resonance of the gold 
cores [15]. The UV–vis extinction shifts were monitored 
for dispersions of each of the yolk–shell particles in 
2-propanol on addition of quinoline, as described above. 
Shifts of 6 nm, from 598 to 604 nm, were observed for 
all samples. The diffusion rate of each Au@SiO2 
yolk–shell nanostructure was calculated from Eq. (2). 
When the [C18TMS]/[TEOS] ratio was increased from 
0.06 to 0.12, the diffusion coefficient of the silica 
shells increased linearly as shown in Table 1, with an  
overall increase of more than threefold. 

The reduction of o-nitroaniline by NaBH4 was selected 
as a model reaction that could show diffusion- 
controlled kinetics with the Au@SiO2 yolk–shell nano- 
catalysts [30]. The reaction followed a pseudo-first  
order pathway in the presence of excess BH4

–. Strong 
UV–vis absorption peaks of o-nitroaniline were 
observed at 280 and 410 nm, whereas the latter peak 
was completely absent after reduction to benzene- 
diamine. The Au@SiO2 catalysts prepared without 
C18TMS did not show any catalytic activity. As the 
porosity and diffusion coefficient of the silica shell 
increased, the TOF of the catalysts increased from 5.1 
to 35 s–1, indicating that the reactions were essentially 
diffusion-limited through the porous silica shell 
layers. The reactions followed first-order kinetics in 
all cases, exhibiting a linear relationship between 
ln(Ct/C0) and reaction time, as shown in Fig. 5. The 
observed rate constants (kobs) were directly estimated 
from the line slopes, and the rate constants on the 
gold surface (kAu) could be calculated from Eq. (4). As   

Table 1 Diffusion coefficients and turnover frequencies (TOFs) 
of the Au@SiO2 yolk–shell nanocatalystsa 

[C18TMS]/[TEOS] Diffusion coefficient 
(m2/ s) TOF(s–1)b 

0.06 5.9 × 10–19    5.1 

0.08 8.5 × 10–19 11 

0.10 1.1 × 10–18 14 

0.12 2.1 × 10–18 35 
a  The same number of particles (1.1 × 1010) was used for each reaction;  
b  TOF was calculated from the corresponding spheres using the atomic 

diameter (135 pm) of bulk gold metal. Reproduced with permission from Ref. 
[32]. Copyright American Chemical Society, 2008. 

 
Figure 5 Plots of ln(Ct/C0) versus time and the rate constants 
(kobs) for yolk–shell nanocatalysts. Reproduced with permission 
from Ref. [32]. Copyright American Chemical Society, 2008 

Table 2 Rate constants (kobs and kAu) for Au@SiO2 yolk–shell 
nanocatalystsa 

[C18TMS]/[TEOS] kobs (s–1) kAu (s–1) 

0.06 1.3 × 10–4 1.1 × 10–3 

0.08 1.6 × 10–4 1.4 × 10–3 

0.10 2.1 × 10–4 1.3 × 10–3 

0.12 7.2 × 10–4 1.4 ×10–3 
a The same number of particles (1.1 × 1010) was used for each reaction. 

Reproduced with permission from Ref. [32]. Copyright American Chemical 
Society, 2008. 
 
shown in Table 2, the value of kobs increased 5.5 times 
when the shell porosity was increased by increasing 
the [C18TMS]/[TEOS] ratio from 0.06 to 0.12. The 
value of kAu was almost constant, ~1.3 × 10–3 s–1, for 
the different samples. This indicates that the reaction 
rate is only dependent upon the diffusion rate through  
the silica layers. 

2.4 Tuning of surface functionality of the gold  
cores in Au@SiO2 yolk–shell nanocatalysts 

In nature, enzymes are the most efficient catalysts. 
Some reactions normally requiring high pressure and 
temperature can be performed under ambient con- 
ditions in the presence of naturally occurring enzymes. 
Enzymes have reaction pockets involving active 
metal centers, and the amino acid residues close to the 
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metal centers interact with the reactants and reaction 
intermediates, stabilizing the structures and lowering 
activation energy during the reaction. Special 
functional groups in the residues behave as molecular 
recognition sites to provide excellent selectivity as well  
as high activity in specific reactions [34]. 
We tried to mimic these enzyme structures by adding 
functionality on the gold surface, in order to enhance 
total reaction rates. Thiols were selectively bound to 
the gold surface without any interaction with the 
silica [35], and then a bifunctional ligand such as 
3-mercaptopropionic acid (3-MPA) could be used to 
decorate the gold surface with terminal carboxylic 
acid groups through the formation of strong S–Au 
bonds (Fig. 6(a)) [36]. The Au@SiO2 yolk–shell 
nanocatalysts modified with 3-MPA (Fig. 6(b)) were 
employed as catalysts for the reduction of 
o-nitroaniline with NaBH4. As shown in Fig. 6(c), the 
rate constant reached a maximum value of 1.4 × 10–3 
s–1, some 2.4 times larger than the value for the 
unfunctionalized catalyst. It is possible that the 
carboxylate group of 3-MPA present under the basic 
conditions of the reaction can form strong hydrogen 
bonds with o-nitroaniline [37], and give a longer 
retention time of the reactants on the active gold 
surface yielding higher reaction rates. The rate constant 

 
Figure 6 (a) Chemical functionalization of Au@SiO2 yolk–shell 
nanocatalysts; (b) TEM image of Au@SiO2 yolk–shell nano- 
catalysts after the addition of 3-MPA (the scale bar represents  
200 nm) and (c) plots of the rate constant for reduction of 
o-nitroaniline with NaBH4 versus the amount of 3-MPA used for 
functionalization (the dotted line represents the rate constant (5.8 × 
10–4 s–1) of the unfunctionalized catalyst). Reproduced with per- 
mission from Ref. [32]. Copyright American Chemical Society, 2008 

decreased at high 3-MPA concentrations, presumably 
because of blocking of the exposed gold surface to  
the reactants. 

By a combination of maximizing the shell porosity 
and the optimum core functionalization, the Au@SiO2 
yolk–shell catalysts exhibited a maximum 13-fold 
enhancement in rate constant compared to the value 
(1.1 × 10–4 s–1) for the unmodified catalyst. This clearly 
shows that appropriate chemical treatment of the 
catalyst structure can lead to large increases in reaction  
activity. 

3. High temperature stability: Ni@SiO2 yolk– 
shell nanocatalysts for steam methane 
reforming 

As well as reaction activity and selectivity, thermal 
stability and reusability are important practical issues 
affecting the use of heterogeneous catalysts. Most 
industrially valuable reactions are carried out at high 
temperature and pressure. Under these conditions, 
small nanoparticles are readily sintered, becoming 
large clusters, which reduces the surface area of the 
catalysts and consequently leads to a decrease in 
reactivity. Choosing appropriate support materials and 
additives to prevent this sintering problem demand a  
large number of trial-and-error reaction tests. 

If the active metal particles cannot approach close 
to one other, particle agglomeration will be essentially 
eliminated. In the case of active metal particles inside 
mesoporous supports, the movement of particles is 
restricted inside the pore channels, and thereby good 
particle dispersion is maintained at relatively high 
temperature. However, the particles are not sufficiently 
stable to prevent sintering due to surface melting and  
migration at temperatures exceeding >623 K [11]. 

The yolk–shell structure should be an excellent 
catalyst for high temperature reactions. The active 
nanoparticles are completely surrounded by the 
robust silica shells, and the particles cannot approach 
neighboring particles even at temperatures higher 
than that of surface melting. Because of the porous 
silica shells, the reactants and products can still 
migrate in and out of the catalyst structure, and the 
reaction activity will not decrease during reactions 
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under harsh conditions. If coke is formed and blocks 
the active surface, thermal treatment with oxygen will 
remove it, and hydrogen reduction can regenerate a 
clean catalyst surface. We discuss this thermal stability 
issue using Ni@SiO2 yolk–shell nanocatalysts, and 
show a promising application of the catalysts in 
steam methane reforming, a reaction that generates 
an alternative energy source—hydrogen—in high  
efficiency [39]. 

3.1 Synthesis and characterization of Ni@SiO2  
yolk–shell nanocatalysts 

The synthesis of Ni@SiO2 yolk–shell nanostructures 
involved similar steps to those for the Au@SiO2 yolk– 
shell nanocatalysts (Fig. 7(a)). Nickel nanoparticles 
were synthesized through a modified polyol process 
in the presence of PVP. The resulting nanoparticles 
were spheres with an average diameter of 37 nm ± 
3 nm, and were aligned to become necklace-like 
structures [40]. The particles were coated with silica 
using the Stöber method (Fig. 7(b)). In order to generate  

 
Figure 7 (a) Fabrication of Ni@SiO2 yolk–shell nanocatalysts; 
(b) TEM images of Ni@SiO2 core–shell nanocatalysts; Ni@SiO2 
yolk–shell nanocatalysts (c) before and (d) after calcination; (e) 
magnetic separation of Ni@SiO2 nanocatalysts in ethanol. All 
scale bars represent 100 nm. Adapted from Ref. [39] 

pores in the silica shell, C18TMS was added to the 
reaction mixture during the coating process. The 
average thickness of the silica shells was measured to 
be 7.1 nm ± 0.4 nm. The nickel cores in the silica- 
coated nickel nanoparticles were partially etched by 
aqueous hydrochloric acid. Precise adjustment of the 
hydrochloric acid concentration allowed nickel cores 
with different diameters to be obtained. Fig. 7(c) shows 
that the nickel cores form a yolk–shell structure  
with silica, and the silica shells are connected with 
neighboring ones to form a spawn-like structure. The  
average core size was estimated to be 31 nm ± 3 nm. 

The Ni@SiO2 yolk–shell nanoparticles were treated 
at 773 K for 2 h under a hydrogen atmosphere. Even 
after the high temperature treatment, the structure 
maintained its yolk–shell morphology without agglo- 
meration, as shown in Fig. 7(d). The nickel loading 
content was measured to be 89 wt%; the material is 
thus unique in allowing the nanostructure to be 
preserved at such a high metal content. The CO 
adsorption isotherm exhibited a Langmuir-type 
behavior with a surface area of 29.0 m2/g. The average 
metal core size was estimated to be 23.2 nm, in good 
agreement with the particle size of 24.0 nm measured 
from the TEM images. Based on N2 adsorption results, 
the estimated Brunauer–Emmett–Teller (BET) surface 
area was 275 m2/g. The average pore size calculated 
from the desorption branch by the Barrett–Joyner–  
Halenda (BJH) method was 3.9 nm. 

The synthesis of Ni@SiO2 yolk–shell nanoparticles 
could be scaled up to gram quantities, and separation 
from self-seeded silica particles was very easy by 
using a magnet (Fig. 7(e)). 

3.2 Steam methane reforming reactions with  
Ni@SiO2 yolk–shell nanocatalysts 

Hydrogen is regarded as a next-generation energy 
source for substitution of fossil fuels [41]. Ideally 
hydrogen should be generated by carbon-free 
technology, but this has not yet been fully developed 
and reached commercialization. In the current 
situation, hydrogen generation by the most effective 
way is important in order not to waste valuable 
energy. Methane reforming with steam or carbon 
dioxide is a highly efficient method for generating 
hydrogen gas [42]. Nickel nanoparticles on supports 
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are known to be the most suitable catalyst for steam 
reforming reactions, because of their reasonable 
activity with an affordable price [43]. But the serious  
problem of nickel catalysts is catalyst deactivation 
either by coke formation and/or by particle sintering 
[44]. Conventional metal catalysts are readily agglo- 
merated under steam methane reforming conditions 
at high temperature. The yolk–shell type of catalyst 
design should resolve this sintering problem, and 
enhance the catalyst life-time and reusability for such  
high temperature reactions. 

The Ni@SiO2 yolk–shell nanocatalysts were employed 
for steam methane reforming with a high steam to 
methane ratio to prevent severe carbon deposition. 
Under these reaction condition (H2O:CH4 = 4:1) at 973 K, 
the yolk–shell catalysts exhibited a constant methane 
conversion of >90% for 4 h, nearly approaching the 
theoretical maximum value (Fig. 8). The catalysts were 
regenerated by hydrogen treatment at 973 K for 1 h, 
and were used three times without any loss of methane 
conversion. In contrast, conventional Ni/mesostructured 
cellular foam (MCF) catalysts that were prepared by 
impregnation of nickel on MCFs [45] showed a sudden 
drop of methane conversion to 60% within 90 min, and 
maintained this lower value even after regeneration 
of the catalysts. After being reused three times, the 
Ni@SiO2 yolk–shell nanocatalysts did not change their 
yolk–shell structure, whereas the Ni/MCF catalysts 
became sintered to yield huge nickel clusters segregated  
from the silica matrix (Fig. 9). 

We also compared the activity of state-of-the-art 
commercial catalysts (Haldor Topsøe) with our yolk–  

 
Figure 8 Methane conversion by (a) Ni@SiO2 yolk–shell and 
Ni/MCF catalysts (GHSV = 100 000 h–1; H2O:CH4 = 4:1), and by 
(b) Ni/SiO2 yolk–shell and commercial catalysts (GHSV = 25 000 h–1; 
H2O:CH4 = 3:1); Dotted lines indicate methane conversion at 
thermodynamic equilibrium. Adapted from Ref. [39] 

 
Figure 9 TEM images of (a) Ni@SiO2 yolk–shell and (b) 
Ni/MCF catalysts after being used three times in steam methane 
reforming reactions; The bars in (a) and (b) represent 100 nm and 
(inset) 20 nm. Adapted from Ref. [39] 

shell nanocatalysts. The commercial catalyst is known 
to be composed of Ni/MgAl2O4, which is the best 
bifunctional composition for reforming reactions. For 
the purposes of precise comparison, the yolk–shell 
nanocatalyst was diluted with MCF to a nickel loading 
of 20 wt% [46], and the reactions were carried out 
with a 3:1 steam to methane ratio, as is actually used 
in industry. Both catalysts exhibited methane con- 
version of ~70%, which remained almost constant over 
three reaction cycles. Remarkably, our yolk–shell 
nanocatalysts showed even better activity than the 
commercial ones, with excellent stability, although 
the catalyst structure and the composition were not 
fully optimized. This indicates that a rational catalyst 
design is a powerful way to enhance catalytic perfor- 
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mance in terms of high activity, thermal stability, and  
recyclability. 

4. High activity and reusability: Ni@SiO2 
yolk–shell nanocatalysts with tiny metal cores 
for catalytic hydrogen transfer reactions 

In heterogeneous catalytic reactions, numerous factors 
influence reaction activity and selectivity, such as 
active particle diameter, metal loading, support 
structure, additives, reactant and product con- 
centrations, solvents, and reaction conditions [1, 3]. It 
is generally believed that small particles show high 
activity because of their high surface area and high 
density of active sites including edges, vertices, kinks, 
and steps on the surface [47, 48]. In terms of the 
particle size, the size effect begins to influence total 
reactivity when the size is smaller than 10 nm, and it 
has a dominant influence on the reaction properties if 
the size is less than 5 nm [49]. Therefore, most hetero- 
geneous catalysts that are commercially available have 
active metal nanoparticles with diameters of a few  
nanometers in order to optimize reaction activity. 

In this review, we have introduced the Au@SiO2 
yolk–shell structure as a model catalyst to induce 
electron relay from BH4

– to p-nitrophenol, and 
employed Ni@SiO2 yolk–shell catalysts in steam 
methane reforming. The reforming reactions were 
carried out at a high temperature of 973 K, and 
therefore the particle size was so crucial because small 
particles readily agglomerate under such conditions. 
However, there are many reactions such as CO 
oxidation and solution-phase organic transformations 
which take place under relatively mild conditions, and 
here size effects can play a dominant role. Reduction 
of the metal core size is definitely required if the 
yolk–shell nanocatalysts are to be employed to catalyze 
such organic reactions. Here we demonstrate yolk– 
shell nanocatalysts with tiny cores having a 3 nm 
diameter and their high activity for hydrogen transfer  
from 2-propanol to acetophenone [50]. 

4.1 Synthesis of Ni(3 nm)@SiO2 yolk–shell  
nanocatalysts by the microemulsion method 

In the previous synthesis, the Ni@SiO2 yolk–shell 
nanocatalysts had core diameters of 31 and 24 nm, 

which are large compared to common active catalysts 
with diameters of a few nanometers [39]. However,  
reducing the core size without changing the synthetic 
process is not trivial. Formation of a silica coating via 
the Stöber method was generally used for metal 
nanoparticles with diameters larger than 10 nm, and 
generated thick layers with thicknesses of >20 nm 
[27]. In addition, etching of the metal cores is not a 
viable way to reduce the core diameters to less than 
several nanometers—the addition of excess etchants  
led to complete dissolution of the cores. 

Instead, a microemulsion method in organic media 
was employed to generate a thin silica coating on 
tiny metal nanoparticles [51]. For this process, the 
nickel particles were synthesized in the presence of 
trioctylphosphine and oleylamine in organic solvents 
[52]. The product consisted of spherical nanoparticles 
with an average diameter of 5.1 nm ± 0.3 nm as shown 
in Fig. 10(b). A dispersion of the nickel nanoparticles  

 
Figure 10 (a) Synthesis of Ni@SiO2 yolk–shell nanocatalysts 
with tiny nickel cores; TEM images of (b) Ni nanoparticles and 
(c) Ni@SiO2 core–shell nanoparticles, and Ni@SiO2 yolk–shell 
nanocatalysts (d) before and (e) after calcination; The bars represent 
(b) 20 nm, (c) and (d) 10 nm, and (e) 100 nm. Reproduced with per- 
mission from Ref. [50]. Copyright American Chemical Society, 2010 
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in cyclohexene was mixed with polyoxyethylene (9) 
nonylphenylether (Igepal CO-630) in the presence of 
ammonia, and a mixture of the TEOS and C18TMS 
was added to the reaction mixture, followed by 
stirring at room temperature for 1 h. Fig. 10(c) shows 
the successful formation of the Ni@SiO2 core–shell 
nanoparticles with uniform silica layers having an 
average thickness of 6.1 nm ± 0.5 nm. The nickel cores 
were slightly etched by hydrogen chloride to reduce 
the nickel core diameter to 2.9 nm ± 0.3 nm and 
finally yielded the Ni@SiO2 yolk–shell nanostructure 
(Fig. 10(d)). The overall diameters of the core–shell 
andyolk–shell nanoparticles were 17 nm, much smaller  
than those (55 nm) prepared by the Stöber method [39]. 

After high temperature treatment at 773 K, the 
Ni@SiO2 yolk–shell nanoparticles maintained their 
original structure as shown in Fig. 10(d). The N2 
sorption isotherms of the silica hollow shells exhibited 
features typical of a mesoporous material, with the 
surface area and total pore volume being 195 m2/g and 
0.38 cm3/g, respectively. The nickel loading content 
was measured to be 18 wt% by energy-dispersive  
X-ray fluorescence (EDXRF) spectroscopy. 

The Ni(3 nm)@SiO2 nanocatalysts are not suitable 
for high temperature reactions at >573 K, owing to 
total melting of the tiny core particles. This catalyst 
structure is excellent for solution-phase organic 
reactions, however, because the reactions take place 
at temperatures less than solvent boiling points. The 
small size of the metal cores is expected to be a 
powerful way to maximize the reactivity under such 
mild conditions. The main benefit of the yolk–shell 
structure, that particle aggregation during the reactions  
is prevented, should still apply. 

4.2 Hydrogen transfer reaction from 2-propanol  
to acetophenone catalyzed by Ni@SiO2 yolk–shell  
nanocatalysts 

The Ni@SiO2 yolk–shell nanocatalysts were employed 
for hydrogen transfer reactions of acetophenone 
(Table 3) [53, 54]. 2-Propanol was used as a hydrogen 
donor, and the reaction conditions were at 353–423 K 
in the presence of 10 mol%–20 mol% of NaOH. The 
amount of the catalyst was 0.03 mol%–0.05 mol% with  
respect to the substrate concentration. 

Table 3 Hydrogen transfer of acetophenone to 1-phenylethanol 
catalyzed by Ni@SiO2 yolk–shell nanocatalysts 

 

Entry Catalyst
(mol%) 

Temp. 
(K) 

Time 
(h) 

Base 
(mol%)

Conv. 
(%)a 

1 0.05 423 0.5 20 93 

2 0.05 373 0.5 20 58 

3 0.05 373 1 20 92 

4 0.05 353 1 20 61 

5 0.05 373 1 10 68 

6 0.05 373 2 10 87 

7 0.03 423 0.5 20 90 

8 0.03  373 0.5 20 83 
a Determined by 1H-NMR spectroscopy; Yields are based on the amount of 

acetophenone used. Adapted from Ref. [50] 

 
The yield of 1-phenylethanol from acetophenone 

was found to be highly dependent on the reaction 
temperature, amount of base, and catalyst loading. 
Reaction at high temperature exhibited high conversion 
efficiency (entries 1–4 in Table 3). Lower base 
concentrations diminished the yield (entries 5 and 6). 
A catalyst loading of 0.03 mol% with respect to the 
substrate concentration was still effective for the 
reactions (entries 7 and 8). In particular, the reaction 
conditions of 0.03 mol% of catalysts and 20 mol% of 
base at 423 K gave a 90% yield within 30 min without 
any by-products (entry 7), and these were chosen as 
the standard conditions for further studies. The TOF 
was calculated to be 6000 h–1, which is more than an 
order of magnitude higher than the values (100–500 h–1) 
using heterogeneous nickel catalysts [53, 54], where 
under the standard reaction condition, the catalyst 
loading was 10  mol%–20 mol% with respect to that  
of the substrate. 

The remarkable activity of the Ni@SiO2 yolk–shell 
nanocatalysts can be mainly attributed to the small 
size of the particles associated with the absence of 
aggregation and the clean surfaces. Freestanding catalyst 
nanoparticles are usually aggregated, and their active 
surface area decreases after repeated heterogeneous 
catalytic reactions. Severe aggregation can be prevented 
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if the particle surface is intensively passivated by 
surfactants, but a large amount of the surfactant 
blocks the active sites and lowers the reaction activity. 
Since the surfactants on the Ni@SiO2 yolk–shell 
nanocatalyst surfaces were removed by high tem- 
perature treatment before the reaction, the surface is 
sufficiently clean to carry out the reaction effectively. 
The surfactants can be successfully removed by 
thermal treatment without giving any aggregation of  
the active cores of the nanocatalysts. 

Because of the stable yolk–shell structure, the 
Ni@SiO2 yolk–shell nanocatalysts could be recycled 
several times without any loss of conversion yields. In 
marked contrast, with the freestanding nanoparticles  
the reaction yield dropped to ~60% after recycling. 

Under the standard conditions, a variety of ketones 
were successfully reduced with high efficiencies to 
the corresponding alcohols by using the Ni@SiO2 
yolk–shell nanocatalysts. Cyclohexanone was reduced 
by 2-propanol in 94% yield. Various alky aryl ketones 
were transformed to hydrogenated products in high 
yields, but diaryl ketones gave lower yields because 
of their bulkiness. Substituted acetophenones were 
also converted to alcohols, and the reaction yields 
were affected by the electronic properties and the  
position of the substitutents. 

These excellent catalytic performances indicate that 
the yolk–shell nanostructure with tiny metal cores is 
an excellent catalyst scaffold for various heterogeneous 
organic transformations with high activity and  
reusability. 

5. A new nickel-on-silica hybrid structure: 
Chemical transformation of Ni@SiO2 nano- 
particles 

The metal@silica yolk–shell nanostructure has many 
advantages as a nanocatalyst for various gas- and 
solution-phase reactions. However, such a yolk–shell 
nanostructure is not the only bifunctional structure 
which enhances catalytic properties. Many other 
combinations of metal nanoparticles and a silica 
framework are possible, but effective stabilization of 
the active metal nanoparticles by the silica structure 
has to be considered in any design of a bifunctional  
catalyst. 

Metal nanoparticles-on-silica spheres are one of the 
possible candidates for nanocatalysts. In this structure, 
the active particles are partially buried in the silica 
sphere, and thereby the particles are not mobile on 
the silica surface even at high temperature. The 
remainder of the metal surface is exposed, and is 
where the chemical reaction occurs. The advantage of 
such a structure is that there are no diffusion barriers. 
The reactants can freely approach the catalyst surface 
and undergo reaction. The active metal particles have 
strong chemical and mechanical interactions with the 
silica framework, which gives high stability during 
the reaction. The metal-on-silica bifunctional structure 
was found to be very hard to fabricate by surface 
treatment of silica spheres. However this structure could 
be obtained by transformation of Ni@SiO2 core–shell 
nanoparticles by hydrothermal and hydrogen reduction  
reactions (Fig. 11(a)) [55]. 

The Ni@SiO2 core–shell nanoparticles were syn- 
thesized by silica coating of nickel nanoparticles  

 
Figure 11 (a) Chemical transformation and subsequent mor- 
phology changes of nickel–silica hybrid nanoparticles; TEM 
images of (b) Ni, (c) Ni@SiO2, (d) nickel phyllosilicate/SiO2, and 
(e) nickel-on-silica nanostructures; The bars represent (b) 50 nm 
and (c)–(e) 10 nm. Adapted from Ref. [55] 
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through the microemulsion method [51]. The silica 
layers were evenly coated on the outside of the nickel 
cores, and the resulting core–shell structure was 
spherical, as shown in Figs. 11(b) and 11(c). The 
average diameter of the nickel cores, the average 
thickness of the silica layers, and the overall diameter 
of the core–shell particles were estimated to be 
5.3 nm ± 0.2 nm, 9.2 nm ± 1.1 nm , and 26 nm ± 2 nm,  
respectively. 

The Ni@SiO2 core–shell particles were converted to 
the branched spheres by refluxing in water under 
weakly basic conditions (pH = 9.6). Fig. 11(d) shows 
that the spheres with an average diameter of 25 nm ± 
1 nm have branches of 5 nm in length and 1 nm in 
thickness. X-ray diffraction data indicate that the 
particles are composed of nickel phyllosilicate (pecoraite 
Ni3Si2O5(OH)4) and silica. Such branched mor- 
phology is typically observed in nickelobtained by be 
successfully removed by thermal phyllosilicate 
phases [56, 57]. These branched particles were 
transformed to Ni/SiO2 nanoparticles by high tem- 
perature treatment at 973 K for 10 h under a reducing 
environment. The TEM image in Fig. 11(e) clearly 
shows that tiny nanoparticles are located on the surface 
of silica spheres, matching the morphology of the 
nickel-on-silica structure that we originally designed. 
The average diameter of the silica spheres is 24 nm ± 
1 nm, and that of the tiny nickel particles is ~3 nm 
with a single-crystalline nature. The nickel loading 
was measured to be 30 wt% by EDXRF spectroscopy. 
The final nickel-on-silica geometry showed remarkable 
thermal stability during high temperature treatment  
at 973 K for 10 h, due to the strong Ni–O–Si bonding. 

The nickel-on-silica nanoparticles were employed as 
nanocatalysts for hydrogen transfer of acetophenone. 
The reactions were carried out with 2-propanol as a 
hydrogen donor at 353–423 K in the presence of 
NaOH. The conversion yield was found to be 
dependent on the catalyst amount, the temperature, 
and the reaction time. Entry 2 (Table 4) represents the 
optimized conditions, where 0.05 mol% of the 
catalyst with respect to the substrate concentration 
was used at 373 K for 1 h, and the conversion reached 
93% without any formation of by-products. This 
activity is the highest reported for heterogeneous 
nickel catalysts for hydrogen transfer reactions  

Table 4 Reduction of acetophenone to 1-phenylethanol by 
hydrogen transfer catalyzed by nickel-on-silica nanocatalysts 

 

Entry Catalyst 
(mol%) T (K) Time (h) Conv. 

(%)a 

1 0.01 373 1 79 

2 0.05 373 1 93 

3 0.1 423 1 97 

4 0.1 373 1 94 

5 0.1 353 1 54 

6 0.1 373 0.5 88 
a Determined by 1H-NMR spectroscopy; Yields are based on the amount of 

acetophenone used. Adapted from Ref. [55] 

 
[53, 54], and may result from the small particle size 
(~3 nm) and uniform dispersion of the active nano- 
particles on the silica spheres. After the reaction, the 
nickel-on-silica nanocatalysts were readily recovered 
by centrifugation and could be reused five times  
without loss of catalytic activity. 

The nickel-on-silica nanostructures were obtained 
via a nickel phyllosilicate intermediate, and since 
similar phyllosilicate phases exist for metals such as 
cobalt and magnesium, it should be possible to 
prepare successful heterogeneous catalysts containing  
other metal-on-silica structures by the same route. 

6. Summary and outlook 

Rational design of a catalyst can enhance various 
aspects of a reaction. In this review, we have 
demonstrated that a metal@silica yolk–shell type 
nanostructure is an excellent bifunctional catalyst 
framework. The yolk–shell nanocatalysts have many 
advantages compared to conventional catalyst 
structures. Au@SiO2 yolk–shell catalysts exhibited core 
size-dependent reaction properties in p-nitrophenol 
reduction, and both the silica layers and the metal 
cores could be modified enhancing catalytic activity 
by more than an order of magnitude. Ni@SiO2 yolk– 
shell nanocatalysts were prepared on a gram scale, 
and were employed for steam methane reforming. 
Because the yolk–shell structure prevented particle 
sintering, the catalysts showed remarkable high 
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temperature stability as well as reusability that were 
comparable to state-of-the-art commercial catalysts. 
Reduction of the core size in the Ni@SiO2 yolk–shell 
structure afforded materials with significantly 
increased activities in heterogeneous hydrogen transfer 
reactions, due to the small particle size and clean 
surfaces. Another bifunctional catalyst structure, nickel- 
on-silica spheres, was synthesized by conversion of 
Ni@SiO2 core–shell nanoparticles, and showed high  
activity and reusability for hydrogen transfer reactions. 

We have used the Au@SiO2 and Ni@SiO2 yolk–shell 
systems to demonstrate the power of rational catalyst 
design, but other metal and metal oxide com- 
positions can also be combined together to expand 
the applicability of bifunctional nanocatalysts. Co@SiO2 
and Fe@SiO2 yolk–shell nanoparticles were prepared 
by the core etching method [39], and the Pt@SiO2 
yolk–shell structure was synthesized from a bimetallic 
core of NiPt@SiO2 via selective dissolution of the nickel 
component [58]. The Au@ZrO2 yolk–shell structure 
has been prepared and used for CO oxidation 
reactions by other groups [19, 20]. The next goal in 
yolk–shell nanocatalyst research will be the design of 
bifunctional catalysts optimized for specific reactions 
with suitable metal and metal oxide compositions 
and appropriate morphology. For instance, Pt@TiO2 
should be effective in photocatalytic degradation, whilst 
Pd@C should be the best catalyst for hydrogenation 
and C–C coupling reactions. Another challenge for 
catalyst design is to solve the problem of catalyst 
deactivation. The major causes of the deactivation are 
particle sintering and coke deposition on the catalyst 
surface [44]. The former was resolved by the yolk–shell 
catalyst design, but the latter could not be overcome 
by a simple approach. Optimizing the metal–metal 
oxide combination with a specific morphology may 
provide ways of solving the deactivation problem. 
Finally, catalyst design has to focus on reaction 
selectivity as well as activity. Precise control of the 
surface structure of active nanoparticles and the 
diffusion rates of reactants through porous silica 
shells will be helpful in addressing this selectivity  
issue [59]. 

In order to advance the design of catalysts with 
nanoscopic morphologies, many different tools such 
as theoretical calculations, spectroscopic measurements, 

synthetic techniques, and reaction tests and simulations 
have to be simultaneously employed. If this teamwork 
is realized, the field of “nanocatalysts” will have a 
big impact in both academia and in industry, and  
change our life for the better. 

Acknowledgements 

This work was supported from the Korea Basic Science 
Institute (KBSI) grant (No. T29330), and the Korea 
Science and Engineering Foundation (KOSEF), funded 
by the Korean Government (MEST) (No. R11-2007-  
050-00000-0). 

Open Access: This article is distributed under the terms 
of the Creative Commons Attribution Noncommercial 
License which permits any noncommercial use, 
distribution, and reproduction in any medium,  
provided the original author(s) and source are credited. 

References 

[1] Bell, A. T. The impact of nanoscience on heterogeneous 
catalysis. Science 2003, 299, 1688–1691. 

[2] Boudart, M. Heterogeneous catalysis by metals. J. Mol. 
Catal. 1985, 30, 27–38. 

[3] Rolison, D. R. Catalytic nanoarchitectures—the importance 
of nothing and the unimportance of periodicity. Science 
2003, 299, 1698–1701. 

[4] Zhu, J.; Somorjai, G. A. Formation of platinum silicide on a 
platinum nanoparticle array model catalyst deposited on 
silica during chemical reaction. Nano Lett. 2001, 1, 8–13. 

[5] Haruta, M. Catalysis of gold nanoparticles deposited on 
metal oxides. CATTECH 2002, 6, 102–115. 

[6] Xia, Y.; Halas, N. J. Synthesis and plasmonic properties of 
nanostructures. Mater. Res. Soc. Bull. 2005, 30, 338–348. 

[7] El-Sayed, M. A. Some interesting properties of metals 
confined in time and nanometer space of different shapes. 
Acc. Chem. Res. 2001, 34, 257–264. 

[8] Kresge, C. T.; Leonowicz, M. E.; Roth, W. J.; Vartuli, J. C.; 
Beck, J. S. Ordered mesoporous molecular sieves synthesized 
by a liquid-crystal template mechanism. Nature 1992, 359, 
710–712. 

[9] Fukuoka, A.; Higashimoto, N.; Sakamoto, Y.; Inagaki, S.; 
Fukushima, Y.; Ichikawa, M. Preparation, XAFS charac- 
terization, and catalysis of platinum nanowires and nano- 
particles in mesoporous silica FSM-16. Top. Catal. 2002, 
18. 73–78. 



 Nano Res. 2011, 4(1): 33–49 

 

48

[10]  Yang, C. -M.; Liu, P. H.; Ho, Y. -F.; Chiu, C. -Y.; Chao, K. -J. 
Highly dispersed metal nanoparticles in functionalized SBA-15. 
Chem. Mater. 2003, 15, 275–280. 

[11]  Rioux, R. M.; Song, H.; Hoefelmeyer, J. D.; Yang, P.; 
Somorjai, G. A. High-surface-area catalyst design: Synthesis, 
characterization, and reaction studies of platinum nanoparticles 
in mesoporous SBA-15 silica. J. Phys. Chem. B 2005, 109, 
2192–2202. 

[12]  Song, H.; Rioux, R. M.; Hoefelmeyer, J. D.; Komor, R.; 
Niesz, K.; Grass, M.; Yang, P.; Somorjai, G. A. Hydro- 
thermal growth of mesoporous SBA-15 silica in the presence 
of PVP-stabilized Pt nanoparticles: Synthesis, characterization, 
and catalytic properties. J. Am. Chem. Soc. 2006, 128, 
3027–3037. 

[13]  Yin, Y.; Rioux, R. M.; Erdonmez, C. K.; Hughes, S.; 
Somorjai, G. A.; Alivisatos, A. P. Formation of hollow 
nanocrystals through the nanoscale Kirkendall effect. 
Science 2004, 304, 711–714. 

[14]  Kim, M.; Sohn, K.; Na, H. B.; Hyeon, T. Synthesis of 
nanorattles composed of gold nanoparticles encapsulated in 
mesoporous carbon and polymer shells. Nano Lett. 2002, 2, 
1383–1387. 

[15]  Kamata, K.; Lu, Y.; Xia, Y. Synthesis and characterization 
of monodispersed core–shell spherical colloids with movable 
cores. J. Am. Chem. Soc. 2003, 125, 2384–2385. 

[16]  Kim, J. Y.; Yoon, S. B.; Yu, J. -S. Fabrication of 
nanocapsules with Au particles trapped inside carbon and 
silica nanoporous shells. Chem. Commun. 2003, 790–791. 

[17]  Zhang, T.; Ge, J.; Hu, Y.; Zhang, Q.; Aloni, S.; Yin. Y. 
Formation of hollow silica colloids through a spontaneous 
dissolution–regrowth process. Angew. Chem., Int. Ed. 2008, 
47, 5806–5811. 

[18]  Joo, S. H.; Park, J. Y.; Tsung, C. -K.; Yamada, Y.; Yang, P.; 
Somorjai, G. A. Thermally stable Pt/mesoporous silica core– 
shell nanocatalysts for high-temperature reactions. Nat. Mater. 
2009, 8, 126–131. 

[19]  Arnal, P. M.; Comotti, M.; Schüth, F. High-temperature- 
stable catalysts by hollow sphere encapsulation. Angew. 
Chem. Int. Ed. 2006, 45, 8224–8227. 

[20]  Huang, X.; Guo, C.; Zuo, J.; Zheng, N.; Stucky, G. D. An 
assembly route to inorganic catalytic nanoreactors containing 
sub-10-nm gold nanoparticles with anti- aggregation 
properties. Small 2009, 5, 361–365. 

[21]  Harada, T.; Ikeda, S.; Ng, Y. H.; Sakata, T.; Mori, H.; 
Torimoto, T.; Matsumura, M. Rhodium nanoparticle 
encapsulated in a porous carbon shell as an active 
heterogeneous catalyst for aromatic hydrogenation. Adv. 
Funct. Mater. 2008, 18, 2190–2196. 

[22]  Giersig, M.; Ung, T.; Liz-Marzán, L. M.; Mulvaney, P. 

Direct observation of chemical reactions in silica-coated gold 
and silver nanoparticles. Adv. Mater. 1997, 9, 570–575. 

[23]  Zhang, Q.; Wang, W.; Goebl, J.; Yin, Y. Self-templated 
synthesis of hollow nanostructures. Nano Today 2009, 4, 
494–507. 

[24]  Sun, Y.; Mayers, B.; Xia, Y. Metal nanostructures with 
hollow interiors. Adv. Mater. 2003, 15, 641–646. 

[25]  Liu, S.; Han, M. -Y. Silica-coated metal nanoparticles. 
Chem. Asian J. 2010, 5, 36–45. 

[26]  Lee, J.; Park, J. C.; Song, H. A nanoreactor framework of a 
Au@SiO2 yolk/shell structure for catalytic reduction of 
p-nitrophenol. Adv. Mater. 2008, 20, 1523–1528. 

[27]  Seo, D.; Park, J. C.; Song, H. Polyhedral gold nanocrystals 
with Oh symmetry: From octahedra to cubes. J. Am. Chem. 
Soc. 2006, 128, 14863–14870. 

[28]  Stöber, W.; Fink, A. Controlled growth of monodisperse 
silica spheres in the micron size range. J. Colloid Interface 
Sci. 1968, 26, 62–69. 

[29]  Panigrahi, S.; Basu, S.; Praharaj, S.; Pande, S.; Jana, S.; Pal, 
A.; Ghosh, S. K.; Pal, T. Synthesis and size-selective 
catalysis by supported gold nanoparticles: Study on 
heterogeneous and homogeneous catalytic process. J. Phys. 
Chem. C 2007, 111, 4596–4605. 

[30]  Sau, T. K.; Pal, A.; Pal, T. Size regime dependent catalysis 
by gold nanoparticles for the reduction of eosin. J. Phys. 
Chem. B 2001, 105, 9266–9272. 

[31]  Wan, Y.; Zhao, D. On the controllable soft-templating 
approach to mesoporous silicates. Chem. Rev. 2007, 107, 
2821–2860. 

[32]  Lee, J.; Park, J. C.; Bang, J. U.; Song, H. Precise tuning of 
porosity and surface functionality in Au@SiO2 nanoreactors 
for high catalytic efficiency. Chem. Mater. 2008, 20, 
5839–5844. 

[33]  Yano, L.; Fukushima, Y. Synthesis of mono-dispersed 
mesoporous silica spheres with highly ordered hexagonal 
regularity using conventional alkyltrimethylammonium 
halide as a surfactant. J. Mater. Chem. 2004, 14, 
1579–1584. 

[34]  Li, T.; Lee, H.; Park, K. Comparative stereochemical 
analysis of glucose-binding proteins for rational design of 
glucose-specific agents. J. Biomater. Sci., Polym. Ed. 1998, 
9, 327–344. 

[35]  Love, J. C.; Estroff, L. A.; Kriebel, J. K.; Nuzzo, R. G.; 
Whitesides, G. M. Self-assembled monolayers of thiolates 
on metals as a form of nanotechnology. Chem. Rev. 2005, 
105, 1103–1169. 

[36]  Chechik, V.; Crooks, R. M.; Stirling, C. J. M. Reactions and 
reactivity in self-assembled monolayers. Adv. Mater. 2000, 
12, 1161–1171. 



Nano Res. 2011, 4(1): 33–49 

 

49

[37]  Gershevitz, O.; Sukenik, C. N. In situ FTIR-ATR analysis 
and titration of carboxylic acid-terminated SAMs. J. Am. 
Chem. Soc. 2004, 126, 482–483. 

[38]  Gellman, A. J.; Shukla, N. Nanocatalysis: More than speed. 
Nat. Mater. 2009, 8, 87–88. 

[39]  Park, J. C.; Bang, J. U.; Lee, J.; Ko, C. H.; Song, H. 
Ni@SiO2 yolk–shell nanoreactor catalysts: High temperature 
stability and recyclability. J. Mater. Chem. 2010, 20, 
1239–1246. 

[40]  Liu, C. -M.; Guo, L.; Wang, R. -M.; Deng, Y.; Xu, H. -B.; 
Yang, S. Magnetic nanochains of metal formed by assembly 
of small nanoparticles. Chem. Commun. 2004, 2726–2727. 

[41]  Haryanto, A.; Fernando, S.; Murali, N.; Adhikari, S. 
Current status of hydrogen production techniques by steam 
reforming of ethanol: A review. Energy Fuels 2005, 19, 
2098–2106. 

[42]  Hu, C.; Gao, Z.; Yang, X. Fabrication of mesoporous 
Ni-8YSZ and its catalytic activity for carbon dioxide 
reforming of methane. Energy Fuels 2007, 21, 2950–2954. 

[43]  Matsumura, Y.; Nakmori, T. Steam reforming of methane 
over nickel catalysts at low reaction temperature. Appl. 
Catal. A. 2004, 258, 107–114. 

[44]  Sehested, J. Four challenges for nickel steam-reforming 
catalysts. Catal. Today 2006, 111, 103–110. 

[45]  Ko, C. H.; Park, J. G.; Park, J. C.; Song, H.; Han, S. -S.; 
Kim, J. -N. Surface status and size influences of nickel 
nanoparticles on sulfur compound adsorption. Appl. Surf. 
Sci. 2007, 253, 5864–5867. 

[46]  Nguyen, L. Q.; Abella, L. C.; Gallardo, S. M.; Hinode, H. 
Effect of nickel loading on the activity of Ni/ZrO2 for 
methane steam reforming at low temperature. React. Kinet. 
Catal. Lett. 2008, 93, 227–232. 

[47]  Valden, M.; Lai, X.; Goodman, D. W. Onset of catalytic 
activity of gold clusters on titania with the appearance of 
nonmetallic properties. Science 1998, 281, 1647–1650. 

[48]  Lopez, N.; Janssens, T. V. W.; Clausen, B. S.; Xu, Y.; 
Mavrikakis, M.; Bligaard, T.; Nørskov, J. K. On the origin 
of the catalytic activity of gold nanoparticles for low- 
temperature CO oxidation. J. Catal. 2004, 223, 232–235. 

[49]  Somorjai, G. A. Introduction to Surface Chemistry and 
Catalysis; Wiley: New York, 1994. 

[50]  Park, J. C.; Lee, H. J.; Kim, J. Y.; Park, K. H.; Song, H. 
Catalytic hydrogen transfer of ketones over Ni@SiO2 
yolk–shell nanocatalysts with tiny metal cores. J. Phys. 
Chem. C 2010, 114, 6381–6388. 

[51]  Osso-Asare, K.; Arriagada, F. J. Preparation of SiO2 
nanoparticles in a non-ionic reverse micellar system. 
Colloids Surf. 1990, 50, 321–339. 

[52]  Park, J.; Kang, E.; Son, S. U.; Park, H. M.; Lee, M. K.; Kim, 
J.; Kim, K. W.; Noh, H. -J.; Park, J. -H.; Bae, C. J.; Park, 
J. -G.; Hyeon, T. Monodisperse nanoparticles of Ni and 
NiO: Synthesis, characterization, self-assembled superlattices, 
and catalytic applications in the Suzuki coupling reaction. 
Adv. Mater. 2005, 17, 429–434. 

[53]  Alonso, F.; Riente, P.; Yus, M. Hydrogen-transfer reduction 
of carbonyl compounds catalyzed by nickel nanoparticles. 
Tetrahedron Lett. 2008, 49, 1939–1942. 

[54]  Alonso, F.; Riente, P.; Yus, M. Hydrogen-transfer reduction 
of carbonyl compounds promoted by nickel nanoparticles. 
Tetrahedron 2008, 64, 1847–1852. 

[55]  Park, J. C.; Lee, H. J.; Bang, J. U.; Park, K. H.; Song, H. 
Chemical transformation and morphology change of 
nickel–silica hybrid nanostructures via nickel phyllosilicate. 
Chem. Commun. 2009, 7345–7347. 

[56]  Guo, Z.; Du, F.; Li, G.; Cui, Z. Controlled synthesis of 
mesoporous SiO2/Ni3Si2O5(OH)4 core–shell microspheres 
with tunable chamber structures via a self-template method. 
Chem. Commun. 2008, 2911–2913. 

[57]  McDonald, A.; Scott, B.; Villemure, G. Hydrothermal 
preparation of nanotubular particles of a 1:1 nickel phyllo- 
silicate. Micropor. Mesopor. Mater. 2009, 120, 263–266 . 

[58]  Park, J. C.; Kim, J. Y.; Heo, E.; Park, K. H.; Song, H. 
Formation of platinum-centered yolk–shell nanostructures 
by sacrificial nickel spacers. Langmuir 2010, DOI: 
10.1021/la101248g. 

[59]  Somorjai, G. A.; Kliewer, C. J. Reaction selectivity in 
heterogeneous catalysis. React. Kinet. Catal. Lett. 2009, 96, 
191–208. 


	Metal@Silica Yolk–Shell Nanostructures as Versatile Bifunctional  Nanocatalysts 
	1. Int
	2. Proof-of-concept: Au@SiO2 yolk–shell  nanoparticles as a model catalytic system 
	2.1 Synthesis of Au@SiO2 yolk–shell nanostructure with variable core sizes 
	2.2 Study of Au@SiO2 yolk–shell nanocatalysts in  p-nitrophenol reduction 
	2.3 Tuning of porosity and diffusion rate of  Au@SiO2 yolk–shell nanocatalysts 
	2.4 Tuning of surface functionality of the gold  cores in Au@SiO2 yolk–shell nanocatalysts 

	3. High temperature stability: Ni@SiO2 yolk– shell nanocatalysts for steam methane reforming 
	3.1 Synthesis and characterization of Ni@SiO2  yolk–shell nanocatalysts 
	3.2 Steam methane reforming reactions with  Ni@SiO2 yolk–shell nanocatalysts 

	4. High activity and reusability: Ni@SiO2 yolk–shell nanocatalysts with tiny metal cores for catalytic hydrogen transfer reactions 
	4.1 Synthesis of Ni(3 nm)@SiO2 yolk–shell  nanocatalysts by the microemulsion method 
	4.2 Hydrogen transfer reaction from 2-propanol  to acetophenone catalyzed by Ni@SiO2 yolk–shell  nanocatalysts 

	5. A new nickel-on-silica hybrid structure: Chemical transformation of Ni@SiO2 nano- particles 
	6. Summary and outlook 
	Acknowledgements 
	References 



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated v2 300% \050ECI\051)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
    /00
    /AdobePiStd
    /AdobeSansMM
    /AdobeSerifMM
    /Arial-Black
    /Arial-BlackItalic
    /Arial-BoldItalicMT
    /Arial-BoldMT
    /Arial-ItalicMT
    /ArialMT
    /ArialNarrow
    /ArialNarrow-Bold
    /ArialNarrow-BoldItalic
    /ArialNarrow-Italic
    /Basemic
    /BibleScrSwaT
    /BookAntiqua
    /BookAntiqua-Bold
    /BookAntiqua-BoldItalic
    /BookAntiqua-Italic
    /BookmanOldStyle
    /BookmanOldStyle-Bold
    /BookmanOldStyle-BoldItalic
    /BookmanOldStyle-Italic
    /CenturyGothic
    /CenturyGothic-Bold
    /CenturyGothic-BoldItalic
    /CenturyGothic-Italic
    /Cetus
    /ComicSansMS
    /ComicSansMS-Bold
    /CommercialPiBT-Regular
    /CommercialScriptBT-Regular
    /Complex
    /CourierNewPS-BoldItalicMT
    /CourierNewPS-BoldMT
    /CourierNewPS-ItalicMT
    /CourierNewPSMT
    /CourierStd
    /CourierStd-Bold
    /CourierStd-BoldOblique
    /CourierStd-Oblique
    /DauphinPlain
    /E-B1
    /E-B1X
    /E-B2
    /E-B2X
    /E-B3
    /E-B3X
    /E-B4
    /E-B4X
    /E-B5
    /E-B5X
    /E-B6
    /E-B6X
    /E-B7
    /E-B7X
    /E-B8
    /E-B8X
    /E-BD
    /E-BKB
    /E-BKBX
    /E-BKH
    /E-BKHX
    /E-BX
    /E-BZ
    /E-DY
    /E-F1
    /E-F1X
    /E-F2
    /E-F2X
    /E-F3
    /E-F4
    /E-F4X
    /E-F5
    /E-F5X
    /E-F6
    /E-F6X
    /E-F7
    /E-F7X
    /E-F8
    /E-F9
    /E-F9X
    /E-FX
    /E-FZ
    /E-H1
    /E-H1X
    /E-H2
    /E-H2X
    /E-H3
    /E-H3X
    /E-H4
    /E-H4X
    /E-H5
    /E-H5X
    /E-H6
    /E-H6X
    /E-H7
    /E-H7X
    /E-HD
    /E-HT
    /E-HT1
    /E-HT2
    /E-HX
    /E-HZ
    /E-KY
    /E-NBS
    /English111AdagioBT-Regular
    /E-SXT
    /E-TT
    /Euclid
    /Euclid-Bold
    /Euclid-BoldItalic
    /EuclidExtra
    /EuclidExtra-Bold
    /EuclidFraktur
    /EuclidFraktur-Bold
    /Euclid-Italic
    /EuclidMathOne
    /EuclidMathOne-Bold
    /EuclidMathTwo
    /EuclidMathTwo-Bold
    /EuclidSymbol
    /EuclidSymbol-Bold
    /EuclidSymbol-BoldItalic
    /EuclidSymbol-Italic
    /E-X1
    /E-X1X
    /E-XF1
    /E-XFX
    /E-XFZ
    /E-XT
    /E-XY
    /E-YB
    /E-YT1
    /E-YT2
    /FangSong_GB2312
    /FencesPlain
    /FZBSJW--GB1-0
    /FZBSK--GBK1-0
    /FZCCHK--GBK1-0
    /FZCQK--GBK1-0
    /FZCSK--GBK1-0
    /FZCYK--GBK1-0
    /FZDBSK--GBK1-0
    /FZDHTJW--GB1-0
    /FZDHTK--GBK1-0
    /FZFSFW--GB1-0
    /FZFSJW--GB1-0
    /FZFSK--GBK1-0
    /FZHCK--GBK1-0
    /FZHLK--GBK1-0
    /FZHPK--GBK1-0
    /FZHTFW--GB1-0
    /FZHTJW--GB1-0
    /FZHTK--GBK1-0
    /FZKANGK--GBK1-0
    /FZKTFW--GB1-0
    /FZKTJW--GB1-0
    /FZKTK--GBK1-0
    /FZL2K--GBK1-0
    /FZLBK--GBK1-0
    /FZLSJW--GB1-0
    /FZLSK--GBK1-0
    /FZMHK--GBK1-0
    /FZNBSK--GBK1-0
    /FZNSTK--GBK1-0
    /FZPHTK--GBK1-0
    /FZPWK--GBK1-0
    /FZS3K--GBK1-0
    /FZSEK--GBK1-0
    /FZSHK--GBK1-0
    /FZSJSK--GBK1-0
    /FZSSJW--GB1-0
    /FZSSK--GBK1-0
    /FZSTK--GBK1-0
    /FZSYK--GBK1-0
    /FZSZK--GBK1-0
    /FZWBFW--GB1-0
    /FZWBJW--GB1-0
    /FZWBK--GBK1-0
    /FZXBSK--GBK1-0
    /FZXDXK--GBK1-0
    /FZXH1K--GBK1-0
    /FZXKK--GBK1-0
    /FZXQK--GBK1-0
    /FZXSHK--GBK1-0
    /FZY1K--GBK1-0
    /FZY3K--GBK1-0
    /FZY4FW--GB1-0
    /FZY4JW--GB1-0
    /FZY4K--GBK1-0
    /FZYTK--GBK1-0
    /FZYXK--GBK1-0
    /FZZDXK--GBK1-0
    /FZZHYK--GBK1-0
    /FZZQK--GBK1-0
    /FZZYK--GBK1-0
    /Garamond
    /Garamond-Bold
    /Garamond-Italic
    /GBInnMing-Medium
    /GBK_S
    /Georgia
    /Georgia-Bold
    /Georgia-BoldItalic
    /Georgia-Italic
    /HalotiqueTryout
    /Helvetica
    /Helvetica-Black-SemiBold
    /Helvetica-Bold
    /Helvetica-BoldOblique
    /Helvetica-Condensed
    /Helvetica-Condensed-Black-Se
    /Helvetica-Condensed-Bold
    /Helvetica-Condensed-BoldObl
    /Helvetica-Condensed-Light-Li
    /Helvetica-Condensed-Light-Light
    /Helvetica-Condensed-Oblique
    /Helvetica-Condensed-Thin
    /Helvetica-Conth
    /HelveticaExt-Normal
    /HelveticaExtObl-Heavy
    /HelveticaExtObl-Light
    /HelveticaExtObl-Normal
    /HelveticaInserat-Roman-SemiB
    /HelveticaInserat-Roman-SemiBold
    /Helvetica-Light-Light-Italic
    /Helvetica-Narrow
    /Helvetica-Narrow-Bold
    /HelveticaNarrowBoldLefty
    /Helvetica-Narrow-BoldOblique
    /HelveticaNarrowLefty
    /Helvetica-Narrow-Oblique
    /HelveticaObl-Heavy
    /Helvetica-Oblique
    /HelveticaObl-Thin
    /Helvetica-Roman-SemiB
    /Impact
    /KaiTi_GB2312
    /Kingsoft-Phonetic
    /LiSu
    /LucidaConsole
    /LucidaSansUnicode
    /mathtool
    /MicrosoftSansSerif
    /MingLiU
    /MinionPro-Bold
    /MinionPro-BoldIt
    /MinionPro-It
    /MinionPro-Regular
    /MSOutlook
    /MT-Extra
    /MyriadPro-Bold
    /MyriadPro-BoldIt
    /MyriadPro-It
    /MyriadPro-Regular
    /Nova-Plain
    /NSimSun
    /PalatinoLinotype-Bold
    /PalatinoLinotype-BoldItalic
    /PalatinoLinotype-Italic
    /PalatinoLinotype-Roman
    /PMingLiU
    /ScriptMTBold
    /SimHei
    /SimSun
    /STCaiyun
    /STXihei
    /STXingkai
    /STXinwei
    /STZhongsong
    /sxfh2
    /Symbol
    /SymbolMT
    /Tahoma
    /Tahoma-Bold
    /TimesNewRomanPS-BoldItalicMT
    /TimesNewRomanPS-BoldMT
    /TimesNewRomanPS-ItalicMT
    /TimesNewRomanPSMT
    /Times-Roman
    /Trebuchet-BoldItalic
    /TrebuchetMS
    /TrebuchetMS-Bold
    /TrebuchetMS-Italic
    /TrueFrutigerLight
    /Verdana
    /Verdana-Bold
    /Verdana-BoldItalic
    /Verdana-Italic
    /Webdings
    /Wingdings-Regular
    /YouYuan
    /ZWAdobeF
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages true
  /ColorImageDownsampleType /Average
  /ColorImageResolution 200
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.12500
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 1.30
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Average
  /GrayImageResolution 200
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.12500
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 1.30
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 600
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc87a25e55986f793a3001901a904e96fb5b5090f54ef650b390014ee553ca57287db2969b7db28def4e0a767c5e03300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /ESP <>
    /FRA <>
    /ITA <>
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020d654ba740020d45cc2dc002c0020c804c7900020ba54c77c002c0020c778d130b137c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor weergave op een beeldscherm, e-mail en internet. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU (Use these settings to create Adobe PDF documents best suited for on-screen display, e-mail, and the Internet.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /DEU <FEFF004a006f0062006f007000740069006f006e007300200066006f00720020004100630072006f006200610074002000440069007300740069006c006c0065007200200037000d00500072006f006400750063006500730020005000440046002000660069006c0065007300200077006800690063006800200061007200650020007500730065006400200066006f00720020006f006e006c0069006e0065002e000d0028006300290020003200300031003000200053007000720069006e006700650072002d005600650072006c0061006700200047006d006200480020>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e5c4f5e55663e793a3001901a8fc775355b5090ae4ef653d190014ee553ca901a8fc756e072797f5153d15e03300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToRGB
      /DestinationProfileName (sRGB IEC61966-2.1)
      /DestinationProfileSelector /UseName
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles true
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /NA
      /PreserveEditing false
      /UntaggedCMYKHandling /UseDocumentProfile
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice




