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Abstract: Three series of catalysts consisting of gold (Au), platinum (Pt), or gold-platinum bimetallic
nanoparticles (NPs) with controlled sizes (Au NPs 10 + 2 nm, Pt NPs 6 + 2 nm) anchored on hierarchical
micro-/meso-/macroporous silica were successfully developed and systematically evaluated for the
selective oxidation of aromatic alcohols to their corresponding aldehydes. The catalysts were prepared
by the sol-immobilization method using as-made Au NPs and/or Pt NPs colloids; the silica supports
were prepared with controlled pore structures and the hierarchical porous structures of catalysts
were created by controllable desilication via the alkaline solution of the metal colloids. The catalysts
were characterized by X-ray diffraction (XRD), Brunauer-Emmett-Teller (BET), Scanning Electron
Microscopy (SEM), Transmission Electron Microscopy (TEM), X-ray Photoelectron Spectroscopy
(XPS), and Inductively Coupled Plasma-Mass Spectrometry (ICP-MS), and these results showed no
synergistic effect between Au and Pt on boosting the catalytic performance, whereas they demonstrated
a clear dependence of catalytic conversions and reaction rates on the structural porosity of Au-Pt
bimetallic catalysts. Our findings could potentially inspire peer researchers and scientists to develop
designer porous catalysts and processes in the selective organic conversions.

Keywords: steric effect; Au-Pt catalysts; alcohol oxidation; hierarchical porous silica

1. Introduction

Selective oxidation catalysis plays a significant role in the current chemical society for the
production of key intermediates (e.g., alcohols, aldehydes, organic acids, esters, epoxides, and ketones)
and valorization of biomass or bio-derived platform chemicals [1,2], contributing to green and
sustainable chemistry [3]. Selective oxidation of aromatic alcohols to aldehydes is a significant process
for both laboratory and commercial fine chemical production, because the aldehydes are important
organic intermediates or valuable components in the industry of perfumery, dyes, pharmaceuticals,
and agrochemicals [4,5]. Among these aldehydes, benzaldehyde is the most widely investigated,
which is conventionally produced by hydrolysis of benzyl chloride or by vapor-phase partial oxidation
of toluene, whereas these processes yield traces of chlorine impurities and a substantial quantity of
waste or result in sintering of catalysts, owing to high reaction temperatures (350 °C—450 °C) [6-8].
Some chlorine-free catalytic processes have been developed, but a large amount of waste has to be
disposed of due to use of more than stoichiometric quantities of strong acid or bases, inorganic
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oxidants or complexes, such as dichromate, hypochlorite, permanganate, chromium(VI) oxide,
and manganese(IV) oxide [9,10].

Compared with the vapor phase and homogeneous catalytic processes, liquid-phase and
heterogeneous processes under mild conditions are favorable. In the metallic catalyst development for
the selective oxidation of aromatic alcohols, intensive work has been focused on manipulating size effects
of metal NPs [11,12], compositions [13,14], metal-support interfaces/interactions [15,16], electronic
structures [17,18], or the combinational effects of these aforementioned factors [19]. These factors affect
the interaction between reactants and catalysts, reaction pathways and mechanism [20-22]. In the
aforementioned studies, including bimetallic or alloy-based catalysts, researchers primarily concentrate
on electronic effects of catalysts or synergistic effects between multi-metal active sites on boosting the
catalytic conversions; nevertheless, less attention has been paid to the steric effect of bimetallic NPs
and the change in the pore structures resulted from loading of various metallic NPs.

In this study, we systematically investigated the Au-Pt/silica catalysts compared to Au/silica and
Pt/silica that were prepared by a sol-immobilization method for the selective oxidation of aromatic
alcohols to aldehydes. Instead of a synergistic effect between Au NPs and Pt NPs over bimetallic
Au-Pt/silica catalysts, the steric effect of these nanoparticles on the catalytic performance dominated.
To further confirm this phenomenon, silica supports with three different pore diameters were prepared
by altering the synthetic temperatures and the silica without pores was also prepared. Through the
controlled desilication effect of the alkaline solution of metal colloids, hierarchical porosity within
the silica supports was created, and this desilication strategy is also popularly employed to prepare
hierarchical porous materials such as zeolites [23-25]. The experimental results demonstrated that silica
with larger pores showed higher catalytic performance in terms of catalytic conversion and reaction
rates; moreover, the steric effect of co-existence of Au NPs and Pt NPs within silica was also confirmed.
All these catalysts showed excellent selectivity toward benzaldehyde. These findings are helpful for
catalyst design as the silica supports, particularly with ordered porous structures (e.g., zeolites, MOFs,
MCM-41 and SBA-15) are popular for enhancing stability of metal NPs within their channel structures
and simultaneously offer high surface areas and inhibit agglomeration or sintering [26,27].

2. Results and Discussions

2.1. Crystalline Structures

Figure 1 shows powder X-ray diffraction (XRD) patterns of three series of catalysts: Auy/silica,
Pt/silica and Au-Pt/silica, and the XRD patterns of the pure silica supports confirmed their amorphous
structures (as given in Figure Sla, ESI). In Figure 1a, two distinguished diffraction peaks at 26 of 38.2°
and 44.3° were observed on the series of Au/silica, which were assigned to (111) and (200) reflections
of metallic Au, respectively [11,13]. For the series of Pt/silica as shown in Figure 1b, two significant
diffraction peaks at 20 of 39.7° and 46.3° were observed, corresponding to (111) and (200) facets of
metallic Pt, respectively [28,29]. As expected, four diffraction peaks at 38.2°, 44.3°, 39.7° and 46.3° were
observed on the bimetallic Au-Pt/silica catalysts as shown in Figure 1c, demonstrating the formation of
Au-Pt bimetallic particles on the catalysts of Au-Pt/silica. None of the aforementioned four diffraction
peaks were observed on pure silica supports (Figure Sla), and the obvious diffraction peaks of both
monometallic and bimetallic catalysts revealed that monometallic Au, Pt and bimetallic Au-Pt metal
particles were well formed and dispersed on the silica supports. Moreover, the peak positions of Au
NPs or Pt NPs in Au-Pt/silica did not shift, compared with those in Au/silica or Pt/silica, respectively,
which suggested that Au NPs and Pt NPs were separate from each other and did not form alloy
structures under synthetic conditions.
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Figure 1. Powder XRD patterns of as-made three series of catalysts of (a) Au/silica, (b) Pt/silica, and (c)
Au-Pt/silica.

2.2. Optical Properties

In Figure 2a, the UV-Vis spectra of Au/silica catalysts were displayed (only the visible light region),
and the peaks which were the localized surface plasmon resonance (LSPR) bands could be observed
clearly. The LSPR effect was generated by the collective oscillation of electrons of Au NPs along
with the electromagnetic field of visible light, and it has been well studied in our previous work on
zeolites supported Au NPs [5,30]. The LSPR band of these four Au/silica catalysts all centered around
522 nm, demonstrating that the particle sizes of Au NPs were similar (this result will be confirmed by
Transmission Electron Microscopy (TEM) analyses). Pt NPs showed no LSPR effect in the visible light
region (Figure 2b), just like the spectra of silica supports (as given in Figure S1b). Figure 2c showed
that the presence of Pt NPs did not suppress or enhance the LSPR bands of Au NPs, suggesting that
Au NPs were not affected by Pt NPs significantly. Nevertheless, the LSPR band shifted very slightly to
longer wavelength, which was possibly due to the fact that a small proportion of the free electrons
of Pt NPs contributed to Au NPs (this phenomenon will be confirmed later by X-ray Photoelectron
Spectroscopy (XPS) analyses on the oxidation state of Au and Pt over silica supports). These UV-Vis
results were unable to directly demonstrate the structure of the bimetallic active sites, but they implied
the formation of both Au NPs and Pt NPs separately (not alloy), and these were consistent with the
observation of XRD analyses.
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Figure 2. UV-Vis spectra of three series of catalysts of (a) Au/silica, (b) Pt/silica, and (c) Au-Pt/silica.

2.3. Textural Properties

N, adsorption-desorption isotherms and pore size distributions of three series of catalysts (Au/silica,
Pt/silica, and Au-Pt/silica) are shown in Figure 3, and the textural properties are summarized in Table 1.
For pure silica supports, the N, adsorption-desorption isotherms and the Barrett-Joyner-Halenda (BJH)
analyses are provided in Figure S2 and Table S1. Figure S2a displayed the isotherms of four silica
supports and showed clearly that the porosity was successfully controlled by varying the synthetic
temperatures. The silica prepared at 60 °C, denoted as silica(60), had no pores. The silica(100) showed
the Type I adsorption-desorption isotherm, as the in-pore monolayer-adsorption amount N, was
saturated in a low relative pressure region of P/Py < 0.05. The silica(120) showed both the Type I
adsorption (P/Py < 0.05) and the Type IV adsorption curves with capillary condensation at the region
of P/Pj of 0.4-0.7 and a similarity to the H2 hysteresis loop in the desorption isotherm. The silica(140)
showed both the Type I adsorption (P/Py < 0.05) and the Type IV adsorption curves at the region of
P/Py of 0.4-0.8 and a similarity to the H1 hysteresis loop, demonstrating clearly the co-existence of
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hierarchical micropores and mesopores. The mesopore diameters increased from 3.0 nm to 4.1 nm
(Table S1) as the synthetic temperatures raised from 100 °C to 140 °C and the pore diameter distribution
was given in Figure S2b. Moreover, the surface area varied as increasing the synthetic temperatures,
but the silica(140) which had the most mesopores showed a declined surface area (536.8 m?/ g) (Table S1).
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Figure 3. N, adsorption-desorption isotherms of (a) Au/silica, (b) Pt/silica, and (c) Au-Pt/silica; BJH
pore size distribution of (d) Au/silica, (e) Pt/silica, and (f) Au-Pt/silica.

Table 1. Surface areas, pore volumes and pore diameters of Au/Silica, Pt/Silica and Au-Pt/Silica.

Sper ° Vi P Dy €

Samples (m?2g-1) (cm®g-1) (nm)

Au/Silica(140) 144.4 0.702 16.2

Au/Silica(120) 135.8 0.647 15.8

Au/Silica(100) 110.8 0.587 18.4
Au/Silica(60) 243 0.085 -
Pt/Silica(140) 290.5 0.537 5.6
Pt/Silica(120) 192.2 0.325 5.1
Pt/Silica(100) 211.7 0.278 42
Pt/Silica(60) 25 0.007 -
Au-Pt/Silica(140) 328.3 0.656 7.0
Au-Pt/Silica(120) 334.2 0.738 7.0
Au-Pt/Silica(100) 216.9 0.453 6.6
Au-Pt/Silica(60) 147 0.017 -

2 BET surface area. ® BJH desorption pore volume. ¢ BJH desorption mean pore size.

As described in the following section, Au NPs and/or Pt NPs were introduced by the
sol-immobilization method using the pre-prepared Au colloids and/or Pt colloids under ultrasonic
conditions. For the silica(60), the loading efficiency was very low, because the target metal loading
was 3% wt, whereas the actual loading was only lower than 0.5% wt, and no pores were created after
loading of metal NPs. On the contrary, the surface areas decreased considerably owing to the loading
of metal NPs (Table 1). Interestingly, for silica(100), silica(120) and silica(140) which had hierarchical
micro-mesoporous structures, after introduction of metal NPs, more mesopores and macropores were
created (revealed by hysteresis loops), whereas the micropores remarkably decreased. The change
in porosity of silica supports was due to the fact that the alkaline solution of metal colloids slowly
destructed the micropores and mesorpores by desilication (this desilication strategy is a well-known
approach to prepare hierarchical porous zeolites) [23-25]. In general, the surface area of catalysts
decreased to different degrees, compared with their counterparts of pure silica supports.
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In detail, for the series of Au/silica catalysts, the surface areas increased from 24.3 mz/g to
144.4 m?/g as the function of synthetic temperatures from 60 °C to 140 °C, and the pore volume
increased from 0.085 cm3/g to 0.702 cm®/g (Table 1). The mesopore diameters centered at around
12 nm except Auy/silica(60) as shown in Figure 3d, whereas the determined average pore diameter was
around 17 + 2 nm owing to the existence of macropores (Figure 3a). For the series of Pt/silica catalysts,
the surface areas varied from 2.5 m?/g to 290 m?/g for all catalysts, and the pore diameters increased
from 4.2 nm and 5.6 nm (Table 1 and Figure 3e) for the catalysts of Pt/silica(100), Pt/silica(120) and
Pt/silica(140). For the series of Au-Pt/silica catalysts, the surface areas increased from 14.7 mz/g to
328.3 m?/g for the four catalysts, and the pore diameters increased from 6.6 nm and 7.0 nm (Table 1 and
Figure 3e) for the catalysts of Au-Pt/silica(100), Au-Pt/silica(120) and Au-Pt/silica(140). These results
demonstrated that the catalysts with controlled hierarchical pore structures were successfully prepared.

2.4. Morphologies of Catalysts and Particle Size of Metal NPs

TEM images of catalysts were collected to investigate the morphologies of catalysts and particle
sizes of metal NPs as shown in Figure 4. No ordered channel structures of silica supports were
observed by TEM images [13], and the histograms of particle size distribution of Auy/silica, Pt/silica
and Au-Pt/silica showed that Au NPs and/or Pt NPs were uniformly distributed on the silica supports.
In general, the average size of Au NPs on Auysilica (10 + 2 nm) was larger than that of Pt NPs on
Pt/silica (6 + 2 nm), and the average particle size of metal NPs on Au-Pt/silica was 7 + 2 nm. For each
series of catalysts with monometallic loading, the metal particle size was relatively uniform, and this
result demonstrated that the sol-immobilization method was effective in preparing supported Au or Pt
NPs with controlled sizes on porous silica supports.

»-
Mean 11.9+0.2nm

Figure 4. TEM images of (a) Au/silica(60), (b) Au/silica(100), (c) Au/silica(120) and (d) Au/silica(140);
(e) Pt/silica(60), (f) Pt/silica(100), (g) Pt/silica(120) and (h) Pt/silica(140); (i) Au-Pt/silica(60),
(j) Au-Pt/silica(100), (k) Au-Pt/silica(120) and (1) Au-Pt/silica(140). Insets are histograms of metal
particle size distribution.

2.5. Elemental and XPS Analyses

The actual metal loading of each catalyst determined by ICP-MS was provide in Table S2; generally
the loading efficiency on silica(60) was extremely low owing to poor surface areas (Table 1). For Au/silica
catalysts, the target gold loading was 3% wt, and the results showed that the loading efficiency was
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high over silica(100), silica(120) and silica(140) which had hierarchical porous structures, whereas it
was relatively lower for Pt/silica catalysts. For the Au-Pt/silica catalysts, the target metal loading was
1.5% wt for Au or Pt, and the results demonstrated that this sol-immobilization method worked well
in preparing bimetallic Au-Pt/silica catalysts when the pore structures were well controlled. Overall,
the high efficiency of metal loading was ascribed to the stabilization effect of channels in the porous
silica and these phenomena have been generally recognized, using other ordered mesoporous materials
such as SBA-15 and MCM-41 [31,32].

The electronic properties of the surface elements of a series of Au/silica, Pt/silica and Au-Pt/silica
catalysts were characterized by XPS. The XPS spectra of Au 4f and Pt 4f are shown in Figure 5, and the
proportions of a metal with different oxidation sates are given in Table S2. For Auysilica catalysts as
shown in Figure 5a, they exhibited two strong peaks at 83.6 eV (Au 4f7),) and 87.3 eV (Au 4f5)) [33,34],
indicating the presence of metallic gold species. Except Au/silica(60), the other three Au/silica catalysts
also showed two peaks which shifted to higher binding energy at 85.2 eV (4f7,) and 88.9 eV (Au 4fs)),
assigning to positively charged gold species (Au®*) according to literature reports [15,29]. These results
indicated that Au NPs loaded on porous silica were affected electronically by supports in a more
significant way, compared with those loaded on silica(60). For Pt/silica catalysts as illustrated in
Figure 5b, the two strong peaks at 71.5 eV (Pt 4f;,) and 74.8 eV (Pt 4f5)p) [28,29] indicated the presence
of metallic Pt species. In addition, the detailed oxidation state analyses showed that two peaks with
binding energy at 72.8 eV (Pt 4f;/;) and 76.1 eV (Pt 4f5;) were observed, and they were assigned to
positively charged platinum species (Pt®*) [35]. These results suggested that the electronic properties
of Pt NPs were also influenced by silica supports (Table S2), and this phenomena were also observed in
our previous study [31]. Interestingly, when Au NPs and Pt NPs were loaded together onto silica, the
oxidation sate of gold was dominantly metallic gold species, whereas Pt NPs still showed positively
charged species (Figure 5c and Table 52), probably because Au NPs which had stronger electronegativity
attracted free electrons on Pt NPs as reported in some studies [29,36]. The XPS analyses on Au-Pt/silica
further confirmed the co-existence Au and Pt over silica supports as demonstrated by the powder XRD
patterns and provided more information on their electron interaction.
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Figure 5. XPS spectra of (a) Au 4f of a series of Au/silica; (b) Pt 4f of a series of Pt/silica; (c) Au 4f and Pt
4f of a series of Au-Pt/silica.

2.6. Catalytic Performance and Discussions on the Steric Effects

The above characterizations demonstrated that Au NPs, Pt NPs, or Au-Pt NPs were successfully
loaded on silica supports with hierarchical porous structures, whereas silica(60) had a poor loading
efficiency of these metal NPs. Now one may wonder how and why the hierarchical porous structures of
catalysts affect their catalytic performance in reactions. To verify the hypothesis, the selective oxidation
of aromatic alcohols was selected as model reactions to evaluate the steric effect of hierarchical porous
structures on the catalytic conversions and reaction rates.

Figure 6a showed the conversions of benzyl alcohol over these twelve catalysts, and Au/silica(60)
exhibited poor performance owing to the very low loading of metal NPs. For the other three catalysts
of Au/silica(100), Au/silica(120) and Auy/silica(140), they exhibited the highest catalytic conversions
compared with other series of catalysts, and these three catalysts showed similar catalytic conversions
and excellent selectivity toward benzaldehyde (>99%, not shown in the figures), and no other products
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were detectable under experimental conditions. On the contrary, the conversions of benzyl alcohol
over Pt/silica(100), Pt/silica(120) and Pt/silica(140) were quite low, owing to the poor activity of Pt
NPs to catalyze the selective oxidation reactions under experimental conditions. The conversions of
benzyl alcohol over Au-Pt/silica(100), Au-Pt/silica(120) and Au-Pt/silica(140) were lower than those
on the corresponding Au/silica(100), Au/silica(120), and Au/silica(140), respectively, owing to the
lower content of gold loading and poor catalytic activity of Pt NPs. Interestingly, the conversions of
benzyl alcohol over Au-Pt/silica(100), Au-Pt/silica(120) and Au-Pt/silica(140) increased significantly
as the porosity of silica supports increased. These phenomena encouraged us to investigate into the
underlying mechanism on the differences in catalytic conversions over the Au-Pt/silica catalysts.
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Figure 6. (a) Conversions of benzyl alcohol over Au/silica, Pt/silica, and Au-Pt/silica. (b) Conversions
of different aromatic alcohols over Au/silica, Pt/silica, and Au-Pt/silica. (c) Reaction rates of benzyl
alcohol over Auysilica, Pt/silica, and Au-Pt/silica. (d) Reaction rates of different aromatic alcohols over
Auysilica, Pt/silica, and Au-Pt/silica. Note: the reaction rate was calculated on the basis of the mass
of Au, Pt, or Au-Pt. Reaction conditions: 3.5 mmol reactant, 20 mL toluene, 0.35 mmol NaOH, 0.2 g
catalyst, 90 °C, 4 h).

In the preparation of Au-Pt/silica catalyst except Au-Pt/silica(60), the particle sizes of Au NPs and
Pt NPs were pre-controlled by colloid synthesis. They exhibited similar crystal structures (Figure 1c),
optical properties (Figure 2c), and average particle sizes (Figure 4j-1) of metal NPs, the loading contents
of metals were similar, as detected by ICP-MS (Table 52), and the oxidation sates were also similar,
as determined by XPS analyses (Figure 5c and Table S2). Hence, the change in catalytic conversions and
reaction rates (as given in Figure 6¢) should be primarily resulted from the various hierarchical porous
structures as confirmed by BET and BJH analyses (Figure 3c,f). On the basis of these analyses, it could be
deduced that the hierarchical porous structures had a steric effect on the diffusion of reactants, and this
steric effect was a dominating reason for the change in catalytic performance over Au-Pt/silica(100),
Au-Pt/silica(120) and Au-Pt/silica(140). To further confirm these observations, other typical aromatic
alcohols, such as 4-methyl benzyl alcohol, 4-methoxy benzyl alcohol, and cinnamic alcohol, were also
tested over these Au-Pt/silica catalysts. As shown in Figure 6b,d, the conversions and reaction rates of
each alcohol also increased markedly over Au-Pt/silica(100), Au-Pt/silica(120) and Au-Pt/silica(140).
These results confirmed that the steric effect of hierarchical porous structures controlled the diffusion
of reactant molecules and thus the reaction rates of them over Au-Pt/silica catalysts.
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3. Experimental Section

3.1. Raw Materials

Polyethylene-polypropylene glycol (P123, ~Mn 5800) was purchased from Macklin (Shanghai,
China). Tetraethyl orthosilicate (TEOS, SiO, > 28.4 wt%), hydrochloric acid (HCl, 36-38 wt%) and
potassium hydroxide (>85%, KOH) were purchased from Sinopharm Chemical Reagent Company
Co. Ltd., China. Sodium boronhydride (>90%, NaBH,4) was purchased from Nanjing Chemical
Reagent Co. Ltd., China. Poly (diallyldimethylammonium chloride) solution (PDDA, 20 wt.% in
water) and chloroplatinic acid hexahydrate (H,PtCls-6H,O) were purchased from Aladdin Industrial
Inc. (Shanghai, China). Chloroauric acid (HAuCly) was purchased from Macklin (Shanghai, China).

Benzyl alcohol (>99%) was purchased from Shanghai Lingfeng Chemical Reagent Co. Ltd., China.
Cinnamic alcohol (>98%) was purchased from Shanghai Xushuo Biotechnology Co. Ltd., China.
Toluene (>99.5%) was purchased from Nanjing Chemical Reagent Co. Ltd., China. 4-Methylbenzyl
alcohol (98%) and 4-methoxybenzyl alcohol (98%) were purchased from Aladdin Industrial Inc.
(Shanghai, China). Sodium hydroxide (>96%, NaOH) was purchased from Sinopharm Chemical
Reagent Company Co. Ltd., China. The oxygen was from the BOC (99.99%). All products were used
as received without further purification.

3.2. Catalyst Preparation

Synthesis of silica. The silica supports were prepared by a modified method as reported in the
literature [37]. Pluronic P123 (2 g) was dissolved in hydrochloric acid (2 M HCl, 70 cm?) under stirring
at 35 °C for 4 h. TEOS (4.7 cm®) was added dropwise and the solution continuously agitated for 24 h.
The resulting gel was aged for 24 h at 60 °C, 100 °C, 120 °C and 140 °C without agitation and the solid
product filtered, washed with water thoroughly until the pH was <9. After drying at 80 °C overnight
the final material was subsequently following 550 °C calcination in air for 5 h (ramp 1 °C - min ~})
to remove the organic species. These supports were denoted as silica(60) (silica without pores as a
reference), silica(100), silica(120) and silica(140), corresponding to the aging temperature at 60 °C,
100 °C, 120 °C, and 140 °C, respectively.

Preparation of Au colloids and Pt colloids: These two types of metal colloids were prepared
according to the method as reported in the literature [38]. 5.2 mL of HAuCly (chloroauric acid) aqueous
solution (5.8 gau-L ~!') was prepared. 3 mL of 0.1 M KOH aqueous solution was added under vigorous
stirring and subsequently, the appropriate polymer solution (0.3 g of PDDA in 15 mL water). A freshly
prepared aqueous solution of the reducing agent (aqueous solution of 0.35 M NaBHy, 15 mL) was
added, resulting quickly in a red sol within a few seconds. Afterwards, the mixture was stirred
for an hour at room temperature and aged for 24 h. The Pt colloids were prepared following an
identical procedure, and the metal source was 7.96 mL aqueous HPtClg-6H,O (chloroplatinic acid
hexahydrate) solution.

Catalysts preparation: Loading of metal NPs onto silica was conducted following the procedure:
Powders of silica supports (1 g) were dispersed in the suspension of Au or Pt colloids with
aforementioned to achieve a nominal mass loading of 3 wt%. The mixture was subject to vigorous
stirring for 1 h and then sonication for 1 h, and this stirring-sonication process was repeated three times
to ensure a uniform contact between metal colloids and silica supports. After this, the mixture was
aged for 24 h and then the solid was separated, thoroughly washed with water and ethanol to remove
soluble residues, and dried at 80 °C overnight. Catalysts of Au-Pt/silica were prepared following an
identical procedure, with a target Au or Pt loading of 1.5 wt%, namely half of the as-prepared Au
colloids and half of the Pt colloids were mixed and stirred for 1 h to reach a total nominal mass loading
of 3 wt%. The resulting solid was collected, dried, and used directly as catalysts.
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3.3. Catalyst Characterization

N, porosimetry was performed on samples degassed at 120 °C for 4 h before analysis using a
Micromeritics ASAP 2020 at —196 °C porosimeter, with BET surface areas being calculated over the
range P/Py = 0.03-0.19, wherein a linear relationship was maintained. Pore size distributions were
obtained applying the BJH model to the desorption branch of the isotherm for relative pressures
between 0.35-0.975. Structural order was evaluated by means of powder X-ray Diffraction (XRD) on a
Bruker D8 Advance diffractometer using the Cu K line in the range 26 = 5-60° with a step size of
5°. The morphologies of the samples were observed by Scanning Electron Microscopy (SEM) using a
JSM-7600F (JEOL Ltd., Japan) with an operating voltage of 30 kV. The bulk Au and Pt actual loadings
were determined by the Inductive Coupled Plasma mass spectrometry (ICP-MS, NeXion 300X PE Ltd.,
USA) instrument, and the sample was dissolved in aqua regia solution under ultrasonic condition for
4 h until complete dissolution. Transmission Electron Microscopy (TEM) image and high-resolution
transmission electron microscope (HRTEM) were obtained by a JEOL JEM-2100 instrument at the
accelerating voltage of 200 kV. X-ray Photoelectron Spectroscopy (XPS) measurements were conducted
using a photoelectron spectrometer (AXIS UltraDLD, Japan) equipped with a charge neutralizer and
the Al K X-ray source (hv = 1486.6 eV). All the binding energies were referenced to the Cls peak at
284.6 eV of the surface adventitious carbon. Shirley background-subtracted Au and Pt 4f XP spectra
were fitted using CasaXPS version 2.3.14 adopting a common asymmetric peak shape. UV-vis diffuse
reflectance spectra (DRS) was determined with an UV-2600 (Shimadzu, Japan) spectrophotometer.

3.4. Catalytic Tests

The reaction was conducted in a 50 mL round-bottomed Pyrex glass flask as a reactor with a sealed
spigot and a magnetic stirrer. Catalytic oxidation of aromatic alcohol was conducted under the oxygen
atmosphere. Typically, 3.5 mmol of aromatic alcohol, 20 mL of toluene as solvent, and 0.35 mmol of
NaOH were mixed in the reactor, followed by adding 200 mg of the catalyst (Note: a small proportion
of NaOH could activate the reactants of alcohols and the molecular ration between NaOH and reactant
was no larger than 1:10 [10]). Under dark conditions, the mixed suspension was stirred for 2 h at room
temperature to reach the adsorption equilibrium. Then flask was purged with oxygen for more than
1 min to remove air and then sealed. The reactor was stirred during reaction in an oil bath for 4 h
at 90 °C. During these reactions, 1 mL aliquots were collected using syringes and filtered through a
millipore filter (pore size 0.22 um) to remove the catalyst particulates. The filtrates were analyzed by
an FULI 9790l Gas Chromatograph (GC) with the PEG-20M column (column temperature: 150 °C,
injector temperature: 200 °C, FID temperature: 250 °C). Quantities of the products and reactants were
calculated from the peak areas of the standard compounds using calibration curves, and these standard
compounds were commercial ones.

4. Conclusions

The selective oxidation of aromatic alcohols to their corresponding aldehydes over Au-Pt/silica
catalysts with different pore diameters were investigated. The characterization results of XRD, UV-Vis
and TEM confirmed the formation and well-distribution of Au NPs and/or Pt NPs on the hierarchical
porous silica supports, and the BET and BJH analyses revealed the porosity of the parent silica supports
and the evolution of pore structures after loading of Au NPs and/or Pt NPs. The experimental results
showed that the catalytic performance in terms of conversions and reaction rates were correlated
with the hierarchical porous structures of catalysts, and the steric effect of Au-Pt/silica catalysts
were well-demonstrated. This study offers inspiring observations for catalyst design using metal
nanoparticles and porous supports, as the diffusion effect of reactants, intermediates or products is
considerable particularly in organic conversions [39,40].
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