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Partially charged platinum on aminated and
carboxylated SBA-15 as a catalyst for alkene
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In this paper, we report the successful preparation of a novel bifunctional heterogeneous catalyst Pt°*/SBA-

APTE-SA with a partial positively charged P

t>* electronic structure via post-synthesis modification of (3-

aminopropyltriethoxysilane (APTE), succinic anhydride (SA) and platinum precursors. The resulting

catalyst showed superior

catalytic

performance for the hydrosilylation of 1,1,1,35,5,5-

heptamethyltrisiloxane (MD™M) with allyloxy polyethylene glycol (APEG) compared to a heterogeneous
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platinum catalyst. In addition, our catalyst was suitable for the hydrosilylation of other alkenes.

Furthermore, the catalyst displayed sufficient stability after being reused five times without noticeable
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1. Introduction

Hydrosilylation of alkenes is one of the most important
synthetic methods for industrial preparation of organosilicon
compounds.™® Although many transition metal catalysts are
used in a large number of organic synthesis reactions, few
catalysts are utilized in hydrosilylation reactions. Among them,
platinum catalysts such as the Speier catalyst” and Karstedt
catalyst® are the most effective. However, the search for practical
catalysts based on Earth abundant metals is a longstanding
challenge owing to the high cost and deleterious environmental
profile associated with platinum mining. These shortcomings
have driven the development of heterogeneous catalysts, which
are easily separated and recyclable.®™*

Organosilicon compounds can be prepared via a homoge-
neously catalyzed synthetic procedure, which benefits from fast
reaction rate, high conversion rate, and low reaction resis-
tance."** However, separation of the products from catalyst is
nearly impossible, hindering catalyst reusability.’* Conse-
quently, precious metals are wasted, and impart a darker color
to the synthesized product, shortening its shelf life. Heteroge-
neous metal catalysts’® can be separated from products of
mixed reactants without contaminating the metal residues,
making them more environment-friendly than homogenous
ones and reusable. Common heterogeneous catalysts are
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inactivation. In terms of cycle number and atomic utilization efficiency, it has potential applications as
a green hydrosilylation method for industry.

prepared by fixing metal particles on the surface of inorganic
materials, such as activated carbon, silica, alumina and tita-
nium dioxide or by loading organometallic materials on the
functionalized organic polymers.

Recent reports have shown that mesoporous silica is a good
carrier of gas storage,'® separation,’” chemical sensing*® and
catalysis.' This is due to mesoporous silica possessing a larger
specific surface area (up to several thousand m> g~ ') and
higher volume, more controllable pore structure, etc.
Furthermore, it has controlled size distribution and shows
tremendous advantages in limiting metal nanoparticles (NPs).
When the metal or metal oxide particles are confined in the
mesoporous silica's cavities or porous channels, the, prepared
catalytic materials have uniform particle dispersion,**** which
enhances heterogeneous catalytic activity. However, the
absence of functional groups and selective sites in the majority
of stable mesoporous silica limits their uses as catalysis. In
particular, SBA-15 type mesoporous silicon is a two-
dimensional hexagonal mesoporous material, possessing
a large surface area, multiple unsaturated metal sites and good
thermal stability provided by multiple functionalization
sites.”>”?* Therefore, mesoporous silica is often used as
a substrate for the preparation of catalysts. Ye et al.?® reported
a highly efficient bifunctional catalyst MCM-41-(SH-Pt)-(Vi-
Pt), where Pt nanoparticles are uniformly dispersed on meso-
porous silica functionalized by mercapto and vinyl groups,
displaying high catalytic performance in the hydrosilylation of
alkenes. Xie et al.*” successfully encapsulated Pt nanoparticles
(NPs) on the surfaces and channels of Chitosan modified
mesoporous silica (CS-Si0,), producing highly efficient cata-
lysts  (Pt/CS-SiO,) for the hydrosilylation reaction.

RSC Adv, 2020, 10, 3175-3183 | 3175


http://crossmark.crossref.org/dialog/?doi=10.1039/c9ra09082g&domain=pdf&date_stamp=2020-01-17
http://orcid.org/0000-0003-3791-0756
http://orcid.org/0000-0002-8963-8195
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c9ra09082g
https://pubs.rsc.org/en/journals/journal/RA
https://pubs.rsc.org/en/journals/journal/RA?issueid=RA010006

Open Access Article. Published on 17 January 2020. Downloaded on 11/7/2025 5:53:30 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

RSC Advances

Furthermore, the catalyst has excellent stability and reus-
ability, at least 7 times without significant reduction in effi-
ciency. However, there have been no reports of aminated and
carboxylated mesoporous silica supporting partially charged
platinum as the catalyst for hydrosilylation reaction.

In the present research, aminated and carboxylated SBA-
APTE-SA was successfully synthesized using (3-aminopropyl)
triethoxysilane (APTE) and succinic anhydride (SA) functional-
ized SBA-15. By harnessing the unique properties of SBA-APTE-
SA, Pt was uniformly dispersed on the surface and mesoporous
channels of SBA-APTE-SA, generating a highly efficient catalyst
for the hydrosilylation reaction (Fig. 1). In addition, we explore
the commercial value of the catalytic products and show that
this it is a promising candidate as a future green industrial
catalyst.

2. Experimental
2.1 Materials

1,1,1,3,5,5,5-Heptamethyltrisiloxane (MD"M, industrial grade,
molecular weight = 222.5 ¢ mol ) was purchased from Nan-
chang tianrun new materials Co., Ltd, China. Allyloxy poly-
ethylene glycol (APEG, industrial grade, average molecular
weight = 380 g mol ") and acrylic polyether (APEE, MW = 200 g
mol ') was purchased from Yangzhou chenhua new materials
Co., Ltd, China. Chloroplatinic acid (H,PtCls-6H,0, analytical
reagent) was purchased from Shanghai Macklin biochemical
Co. Ltd, China. Pluronic P123 (EO20PO70EO20) was obtained
from Sigma Aldrich Co. Ltd. Hydrochloric acid (HCI, AR) was
purchased from Guangzhou Chemical Reagent Factory. Tet-
raethoxysilane (TEOS) (AR, Aladdin) was purchased from

View Article Online

Paper

Aladdin. (3-aminopropyl)triethoxysilane (APTES) and succinic
anhydride (SA) were purchased from Aladdin.

2.2 Preparation of catalyst

Synthesis of mesoporous SBA-15. According to ref. 28, 3.0 g
of P123 and 37.5 mL of HCl (weight% = 36-38%) were
completely dissolved in 187.5 mL of deionized water at 40 °C
with stirring (250 rpm) for 1 h. Then 6.0 g of TEOS was added to
the solution dropwise, and the mixture stirred for 24 h before
transferring to a polytetrafluoroethylene crystallizer at 100 °C
for crystallization for 24 h, followed by filtration, washing, and
drying at 50 °C. Finally, the template was separated by calcining
at 550 °C for 5 h in a muffle furnace generating SBA-15.

Modification of mesoporous silica SBA-15. 1.0 g of dry SBA-
15 (dried at 110 °C for 24 h) was placed in a 30 mL solution
containing 0.8 g of APTES in water-free toluene with continuous
stirring for 24 h at 80 °C. After filtration, washing and drying,
SBA-APTE was produced. Then 0.2 g of SBA-APTE was added to
60 mL of toluene and the solution was kept stirring at 50 °C
until dissolved. Then, 0.1 g of SA was added and allowed to react
overnight at room temperature. SBA-APTE-SA powders were
separated from the reaction medium by filtration, followed by
washing several times with toluene and ethanol, and then dried
under vacuum at 50 °C.

Preparation of 1.5% Pt/SBA-APTE-SA. First, 0.1 g of vacuum
dried SBA-APTE-SA was dispersed in 30 mL of absolute ethanol,
and 0.41 mL of H,PtClg—ethanol (0.05 mol L™"). The mixture
was sonicated for 5 min in an ultrasonic bath (100 W) and
vigorously stirred at 80 °C for 10 h. The solid product was
filtered and washed with absolute ethanol, and dried at 80 °C
under vacuum. The as-prepared samples were labeled 1.5% Pt/
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Fig. 1 The strategy for the synthesis of 1.5% Pt®*/SBA-APTE-SA catalysts using two-step modification SBA-15 and their application in the

hydrosilylation process.
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SBA-APTE-SA, where 1.5% denotes the nominal Pt loading. The
Pt loading levels in this study were expressed as the mass
percent of Pt in the catalyst, as confirmed by inductively coupled
plasma (ICP-OES, PerkinElmer 8300) elemental analysis.

2.3 Catalyst characterization

The crystalline structure and phase composition were
determined by X-ray powder diffraction (low-angle XRD; D8
Rigaku9000, A = 0.154 nm, scanning rate 1° min ', scanning
range 2-15°) and (wide-angle XRD, D8 Rigaku9000, scanning
rate 10° min~', scanning range 10-80°). Fourier transforms
infrared (FTIR) spectra were recorded on a Spectrum-100 FT-
IR spectrometer using KBr wafer technique with scanning
range of 4000-450 cm™~'. Modification of SBA-15 was inves-
tigated by thermogravimetric analysis (TGA in an atmo-
sphere of N, from 40 to 800 °C with a temperature ramp of
10 °C min~'). The N, adsorption-desorption isotherms and
pore size distribution were obtained at 77 K using Quad-
rasord SI apparatus. After the sample was evacuated at 150 °C
for 10 h, the Brunauer-Emmett-Teller (BET) surface area was
calculated using the multiple-point BET method in the
relative pressure range of P/P, = 0.05-0.2, and the pore
diameter distribution curves were obtained using the DFT
calculations method. The morphology of the material, and
the presence and distribution of Pt was observed by scanning
electron microscopy (SEM; S4800) and transmission electron
microscopy (TEM; Jeol 2100F). The surface electronic states
were analyzed using X-ray photoelectron spectrometer (XPS;
Thermo fisher Scientific K-Alpha+), and the XPS data were
internally calibrated, fixing the binding energy of C 1s at
284.6 eV. The product conversion of various substrates was
analyzed by gas chromatography-mass spectrometry (GC-MS)
on an Agilent 6890 N instrument, equipped with a HP-5MS
capillary column (30 m x 0.25 mm, 0.25 pm). An auto-
injector was employed to inject the samples at 250 °C and
was setas 10 : 1 split ratio. The carrier gas flow rate of helium
was 1 mL min~'. The warming procedure was as follows: held
at 50 °C for 2 min, ramped to 280 °C at a rate of 15 °C min "
and held for 10 min. The ionization mode was EI (70 eV, 300
pA) and the ion source of the mass spectrometer was set to
230 °C. "H NMR spectra were recorded on an Ascend 400 (400
MHz) NMR spectrometer using CDCl; as the solvent. *°Si
solid-state NMR spectra were recorded on a Agilent 600M
NMR spectrometer. The Pt content of the catalyst was
determined through Inductive Coupled Plasma Emission
Spectrometer (ICP) measurement using Thermo Scientific
(Agilent 720ES) spectrometer.

2.4 Catalytic performance evaluation

The hydrosilylation reaction step is as follows: a mixture of
the catalyst (Pt’*/SBA-APTE-SA) and an appropriate amount of
APEG was placed in a 50 mL three-necked flask and vigor-
ously stirred at 100 °C for 30 min. Then, 0.02 mol of MD"M
was added dropwise and the mixture heated to the specified
temperature. After the reaction was completed and cooled to
room temperature, the product was isolated by centrifugation

This journal is © The Royal Society of Chemistry 2020
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(6000 rpm, 20 min, 25 °C) and further characterized by GC-
MS and 'H NMR (S2, S3, ESIf). Finally, a catalytic cycle
experiment was carried out under the action of a recovered
catalyst.

3. Results and discussion

3.1 Catalyst characterization

FT-IR spectra of SBA-15, SBA-APTE and SBA-APTE-SA are shown
in Fig. 2. Unmodified SBA-15 shows typical vibration bands of
siliceous materials, such as asymmetric stretching Si-O-Si at
1085 ¢m ™', symmetric stretching Si-O-Si at 800 ¢m™', and
stretching vibrations Si-OH at 3442 cm™". By comparing Fig. 2a
and b, three new characteristic peaks are observed in SBA-APTE
modified with APTE. Among them, the weak absorption peak at
2943 cm™ " is associated with ~-CH,~CH,~ stretching vibration,
whereas the sharp peak at 1571 ¢m ™' corresponds to C-N
stretching vibration. Comparison of Fig. 2c and b, shows that
SBA-APTE-SA modified with SA displays two new characteristic
peaks. The absorption peak at 1695 cm™ ' related to ~COO-
tensile vibration and at 1410 cm™' corresponding to ~COO-
anti-stretching vibration. The preliminarily analysis demon-
strates that SBA-15 is successfully modified with APTE and SA.

TGA curves of SBA-15, SBA-APTE and SBA-APTE-SA are
shown in Fig. 3A(a—c). According to Fig. 3A, the loss of 40-100 °C
is attributed to the elimination of water and residual water
physically adsorbed on the channel's surface. From the Fig. 3A
in the TG line, the final residues of SBA-15, SBA-APTE and SBA-
APTE-SA are 92.4%, 81.0% and 75.01%, respectively. DTG
curves of the three samples are shown in Fig. 3B(a—c). The curve
of SBA-15 has no apparent peak after 150 °C, whereas SBA-APTE
and SBA-APTE-SA have one and two decomposition peaks,
respectively. SBA-APTE has a broad decomposition peak approx.
409 °C due to its amino group and carbon element undergoing
rapid decomposition. SBA-APTE-SA possesses a decomposition
peak at approx. 176 °C due to the residual SA. Similarly, SBA-
APTE-SA displays a decomposition peak at approx. 502 °C,
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Fig.2 FT-IR spectra of SBA-15 (a), SBA-APTE (b) and SBA-APTE-SA (c).
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Fig. 3 TGA (A) and DTG (B) curves of SBA-15 (a) SBA-APTE (b) and SBA-APTE-SA (c).

owing to the amino and carboxyl groups, and carbon element
that rapidly decompose. Therefore, TGA and DTG analysis

confirms that APTE and SA successfully modify SBA-15.

?95i solid-state NMR spectra are shown in Fig. 4. SBA-APTE-
SA exhibits Q®, Q*, T> and T® bonds, indicating the presence

T Qg

of Si-O-H and Si-O-C bonds in the material.”* Addition of APTE
and SA during the synthesis of SBA-APTE-SA, causes the pres-
ence of Si-O-C bonds (T, T*). However, the existence of Si-O-H
(Q%, Q") proves that not all hydroxyl groups on SBA-15 are
modified by APTE and SA.

Fig. 5A(a—c) shows the low-angle XRD (LXRD) patterns of
SBA-15, SBA-APTE-SA, and Pt’*/SBA-APTE-SA. SBA-15 exhibits
a characteristic peak at 26 = 0.86, 1.61 and 1.84 of the crystal
face of 100, 110 and 200, indicating that the prepared material
is a two-dimensional hexagonal mesoporous type.**** The LXRD
of modified or Pt loaded mesoporous silica show no obvious
alterations, which proves that the modification and loading of
Pt did not alter the mesostructure and orderliness of SBA-15.
The peak intensities of (100) reflections in SBA-APTE gradually
decrease from modified SBA-15, and the peak of (110) with (200)
reflections disappear from modified SBA-15 due to the proper
loading of an organic modifier and homogeneous complexes,
respectively.*” Fig. 5B shows the wide-angle X-ray diffraction
(WXRD) patterns of the samples. SBA-15 displays a character-
istic peak at 26 = 15-30. vSBA-APTE-SA and 1.5% Pt’'/SBA-
APTE-SA WXRD patterns are similar to that of SBA-15 and

0 =0 -100 -150 -200 only show the peak of amorphous silica, which is presumably
*Si Chemical Shift (ppm) due to Pt being evenly dispersed on SBA-APTE-SA or the cluster
Fig.4 2%Si solid-state NMR spectra of SBA-APTE-SA. size of Pt is smaller than the detection limit of the X-ray.
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Fig. 5 Low-angle XRD patterns (A) and wide angle XRD patterns (B) of SBA-15 (a), SBA-APTE-SA (b), and 1.5% Pt**/SBA-APTE-SA (c).
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Fig.6 HR-TEM images of SBA-15 (a and b), SBA-APTE-SA (c) and 1.5% Pt**/SBA-APTE-SA (d) and the corresponding size distribution plot of Pt**

(e).

The surface morphology of SBA-15, SBA-APTE-SA and 1.5%
Pt’'/SBA-APTE-SA were characterized using TEM (Fig. 6). Fig. 6a
and b display the hexagonal array of the well-ordered two-
dimensional pore structure and the typical honeycomb resem-
bling SBA-15.*"* In Fig. 6c, the edges of the modified meso-
porous silica are rough, due to modifications causing slight
damage to some of the lattice structure of the mesoporous
silica. This results are in agreement with XRD analysis. In
addition, TEM analysis provided direct observation of the
morphology and distribution of Pt’* nanoparticles in the Pt**/
SBA-APTE-SA composite. Typical TEM images of SBA-15 shown
in Fig. 6d clearly display uniform and highly dispersed Pt
nanoparticles in the hexagonal channels. Therefore, Pt** is well
dispersed in the SBA-APTE-SA guest, has a narrow size distri-
bution between 1-5 nm (Fig. 6f), and is concentrated approx.

This journal is © The Royal Society of Chemistry 2020

3 nm. This is due to the stability of the structure of the crystal
itself and the presence of a functional group attached to the
skeleton.

The N, adsorption/desorption isotherm and pore size
distribution of SBA-15, SBA-APTE-SA, and 1.5% Pt**/SBA-APTE-
SA are depicted in Fig. 7. The isotherms of the samples indi-
cate the Langmuir IV type adsorption (Fig. 7A).*® The hysteresis
loops of these isotherms are obvious, indicating that the
samples possess a large pore size,*” and belong to the type H2
loops.*® SBA-15 exhibits a 513 m” g~ surface area. However, it
decreases to 211 m* g~ ' post modification with APTE and SA.
After loading Pt**, its surface area is further reduced to 186 m”
¢!, indicating most Pt’" are dispersed inside the pores instead
of being distributed on the outer surface. The pore diameter
distribution was analyzed by the BJH method, and the

RSC Adv, 2020, 10, 3175-3183 | 3179
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Fig. 7 N, adsorption/desorption isotherms (A) and pore size distribution (B) of SBA-15 (a), SBA-APTE-SA (b) and 1.5% Pt**/SBA-APTE-SA (c).

distribution is shown in Fig. 7B and data parameters are listed
in Table 1 with uniform pore diameter. Micropores are gener-
ated while calcining mesoporous SBA-15.> The smaller pore
diameter size is to blockage of micropores by APTE and SA or
calcination collapsing the pores.*®

XPS analysis was performed to determine the chemical
composition of the prepared 1.5% Pt**/SBA-APTE-SA nano-
particle and chemical status of Pt in the samples. Fig. 8a shows
the presence of O, Si, N, and C elements, and the corresponding
photoelectron peaks that appear at binding energies of 531 (O
1s), 28 (O 2s), 402 (N 1s), 156 (Si 2s), 106 (Si 2p) and 285 (C 1s).
Nature and oxidation state of the Pt species (Pt°, Pt**, and Pt*")

Table 1 The pore structural parameters of SBA-15, SBA-APTE-SA and
1.5% Pt**/SBA-APTE-SA

Surface area  Pore diameter Pore volume

is normally determined by Pt (4f) peak study using XPS tech-
nique. As shown in Fig. 8b, the Pt 4f XRD spectra of Pt*'/SBA-
APTE-SA displays a doublet containing a low energy band (Pt
4f,,) and high energy band (Pt 4f5/,). Pt*" is 73.2 and 76.8 eV,
and Pt*" is 72.7 and 75.5 eV. As determined, the negative shift of
Pt binding energies for Pt**/SBA-APTE-SA relative to that of Pt*
is present. This is due to Pt*" complexes with amino and
carboxyl groups, causing a negative shift in the binding energy
of platinum. To identify different chemical states of Pt, the
spectra were fitted by two overlapping curves, named Pt*" and
Pt*". In terms of kinetics, since the partially charged Pt’" elec-
tronic structure of Pt*'/SBA-APTE-SA is produced before the
catalytic reaction proceeds, additional formation to initiate the
hydrosilylation reaction is not required compared with other
forms. Thus, the Pt’"/SBA-APTE-SA catalyst has a higher cata-
Iytic performance for the hydrosilylation of alkenes.

protection, we

Materials m?g ) (nm) (m® g ) 3.2 Catalytic hydrosilylation of alkenes
Numerous reports have shown that platinum is an effective
SBA-15 513 6.577 0.918 . . .
SBA-APTE-SA 211 1307 0.280 catalyst for hydrogenation of alkenes. However, considering
1.5% Pt>'/SBA-APTE-SA 186 4:304 0:259 environmental concerns and ecological
employed the above catalyst as a representative substrate for
Ols
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B £l
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Fig. 8 XPS spectra of 1.5% Pt**/SBA-APTE-SA: survey spectrum (a) and
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high resolution of Pt spectrum (b).
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MD"M to catalyze the hydrosilylation of APEG. The effects of
Pt’"/SBA-APTE-SA catalytic loading, as well as other factors on
the catalytic activity of APEG and MD"M hydrosilylation reac-
tions were investigated (Table 2). Under the same reaction time
and amount of catalyst, the catalytic performance of the catalyst
increases with increasing temperature (entries 3, 4, 5 and 6).
Under the same reaction conditions, 1.5% Pt**/SBA-APTE-SA
displays greater catalytic efficiency than 1% and 2% catalyst
(entries 5, 7 and 8). Utilization of pure support SBA-APTE-SA or
SBA-15, did not promote the reaction (approx. 3% and 4%
conversion), implying that Pt is crucial (entries 1 and 2). When
the hydrosilylation reaction is carried out at 100 °C with
different catalyst loading (relative to the amount of Pt in MD"M)
of Pt”'/SBA-APTE-SA (1.5% Pt loading) catalyst. As the catalyst
loading increases, the conversion rate of the substrate displays
an upward trend, with 6.15, 8.21 and 10.24 mmol% showing
enhanced conversion (entries 5, 9 and 10, respectively). This is
because the unit catalyst and substrate used for the catalytic
reaction at 8.57 mmol% forms a saturated state. Hence, further
research was conducted under 8.57 mmol% catalyst loading.
The reaction temperature was also investigated, at 80 and 90 °C
for 225 min the conversion is only 73.84% and 80.00%,
respectively, and further increasing the reaction temperature to
100 °C promotes a remarkable increase in the reaction rate
producing 91% conversion (entries 3, 5 and 6).

The conversion of MD™M in this catalytic reaction was
further studied by taking samples every 45 minutes at 90, 100,
and 110 °C. As the reaction time increases, each curve first rises
and then begins to stabilize (Fig. 9). MD"M conversion at 100
and 110 °C increase more rapidly over a relatively short time,
compared to 90 °C. Although the MD"M conversion at 100 and
110 °C is very close, lower temperature is better for the catalytic
reactions. According to the above results, the optimum
conversion is achieved at 100 °C (91.04% conversion).

The reusability and stability of heterogeneous catalysts are
important for industrial applications and green chemistry.
Therefore, it must be easily separated from the reaction solu-
tion. In our case a simple centrifugal separation operation is
performed, followed by washing with ethanol several times, and

Table 2 Optimization of the hydrosilylation conversion of APEG*
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100

95 -

Conversion (%)

—=— 90(°C)

—e—100(°C)
—4—110(°C)
55 1 1 1 1 1 1
45 90 135 180 225 270
Time (min)

Fig. 9 Effect of Pt*/SBA-APTE-SA on MD"M conversion at different
temperatures (reaction conditions: MD"M, 0.02 mol; APEG, 0.02 mol;
catalyst, 20 maq).

100

91.05% 90.75% 89.56% 90.46%

82.1%

80 -

60

Conversion(%)

Run

Fig. 10 Reusability of 1.5% Pt**/SBA-APTE-SA in the catalytic hydro-
silylation of APEG (reaction conditions: MD"M, 0.02 mol; APEG,
0.02 mol; catalyst, 20 mg; temperature, 100 °C; time, 225 min).

Entry Catalyst Catalyst amount (mmol%) Temperature (°C) Time (min) Conv. (%)
1 SBA-15 — 100 225 3.52

2 SBA-APTE-SA — 100 225 4.69

3 1.5% Pt’"/SBA-APTE-SA 8.21 80 225 73.84

4 1.5% Pt>'/SBA-APTE-SA 8.21 90 225 80.00

5 1.5% Pt’*/SBA-APTE-SA 8.21 100 225 91.04

6 1.5% Pt>'/SBA-APTE-SA 8.21 110 225 91.52

7 1% Pt°*/SBA-APTE-SA 8.21 100 225 84.10

8 2% Pt**/SBA-APTE-SA 8.21 100 225 91.38

9 1.5% Pt’'/SBA-APTE-SA 6.15 100 225 85.73

10 1.5% Pt>'/SBA-APTE-SA 10.26 100 225 90.22

@ Reaction condition: MD"*M = 0.02 mol, APEG = 0.02 mol. Conversion = non;nt x 100%, ny = 20.0 mmol. n, signifies the mole of original Si-H

0
and n, signifies the mole of Si-H after the reaction. Catalyst amount = " nP; , Nvprm = 0.02 mol.
MD"M

This journal is © The Royal Society of Chemistry 2020
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Table 3 Hydrosilylation of various alkenes and MD"M by Pt®*/SBA-APTE-SA catalyst®
Entry  Substrate Catalyst amount (mmol%)  Temperature (°C)  Time (min) Conv. (%) TON TOF (h™1)
1 Allyloxy polyethylene glycol (380)  8.21 100 225 91.04 11835 3156
2 Acrylic polyethers (200) 8.21 100 225 95.15 12 370 3299
3 1-Dodecene 8.21 100 225 94.19 12 245 3265
4 1-Tetradecene 8.21 100 225 90.54 11770 3139
5 Styrene 8.21 100 225 97.35 12 656 3375
% Reaction condition: MD"M = 0.02 mol; MD"M:alkene molar ratio, 1:1. TON = u, np, signifies the mole of P,
Npt
TON pt
TOF = ——————. Catalyst amount = , Nvprm = 0.02 mol.
Time (h) NMDHM
then a circulation test after vacuum drying. As shown in Fig. 8, References

the catalyst is highly stable after a series of continuous runs,
and the catalytic activity is maintained at about 82% after 5
cycles (Fig. 10). The catalytic conversion rate decreases after the
fifth cycle due to Pt®" drop on the surface of mesoporous silica.
Finally, in order to explore the versatility of the catalyst, a series
of different alkenes were successfully employed in the hydro-
silylation reaction under optimal conditions (Table 3). The TON
and TOF values were calculated for the reaction by the conver-
sion of the product and amount of catalyst.** Although the
conversion and TON values vary depending on the molecular
chain, the catalytic effect is satisfactory.

4. Conclusion

In summary, we have developed a new and heterogeneous
catalyst via the encapsulation of Pt’* into SBA-15 tunnels
modified with APTE and SA. The unexpected properties of Pt**/
SBA-APTE-SA are attributed to the unique partial valence elec-
tron structure and high degree of dispersion of the Pt species.
The maximum adduct yield of 91.04% is attained with 8.21
mmol% of catalyst at 90 °C for 225 min. Partially charged Pt acts
as a highly catalytic active site for the hydrosilylation of alkenes
of SBA-APTE-SA and shows excellent reusability under mild
reaction conditions. The catalyst is highly stable, maintaining
82% activity after 5 cycles. The stability of Pt’*/SBA-APTE-SA
reduces the consumption of precious platinum by increasing
recycling capabilities, and greatly improving the atomic utili-
zation efficiency in the form of highly dispersed Pt**.
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