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1. Table S1 of compounds
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2. Data characterizing PS1-2 and obtained products 1-5-RTs@PS1-2 (copies of *H, **C, and #Si
NMR spectra)

PS1 (4.3 mmol/g Si-H)
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IH NMR (300.2 MHz, CDCls, 8, ppm): 0.05-0.18 (m, -SiCHs3), 4.69-4.71 (s, -Si-H). 3C NMR (100.6
MHz, CDCls, 8, ppm): 1.04-1.34, 1.53, 1.86, 1.99 (-SiCHs). °Si NMR (79.5 MHz, CDCls, 8, ppm):
9.50-9.39, 7.57-7.15, -18.92 ,-19.21, -20.36, -20.64, -21.66, -22.02 (-Si-CHs), -35.11, -35.38, -36.03,
-36.51, -37.11, -37.34, -37.58 (-Si-H).

FT-IR (cm™): 2962.21, 2904.18 (-CHs), 2156.57 (Si-H), 1411.40 (-C-H), 1257.63 (Si-C), 1015.81 (Si-
0), 908.42 (Si-H).

The assignments are consistent with those in the literature.[1-3]
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PS2 (1.1 mmol/g Si-H)
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IH NMR (300.2 MHz, CDCls, 8, ppm): 0.05-0.15 (m, -SiCHs), 4.68 (s, -Si-H). *C NMR (100.6 MHz,
CDCls, 5, ppm): 0.97, 1.03, 1.14-1.21, 1.49, 1.96 (-SiCHs). 2Si NMR (79.5 MHz, CDCls, 8, ppm): 7.24,
-20.27, -20.56, -21.65, -21.86, -21.94 (-Si-CHa), -37.58 (-Si-H).

FT-IR (cm): 2962.21, 2904.18 (-CHs), 2152.80 (Si-H), 1411.76 (-C-H), 1257.21 (Si-CH3), 1078.08,
1009.60 (Si-0), 910.77 (Si-H).

The assignments are consistent with those in the literature.[1-3]
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1-iBuTs@PS
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1-iBuTs@PS1

'H NMR (300.2 MHz, CDCls, , ppm): 0.04-0.09 (m, -SiCHs), 0.51, 0.58-0.60 (m, -CHa-, -CHo- (iBu)),
0.94-0.96 (M, -CHj (iBu)), 1.81-1.90 (m, -CH- (iBu)). *C NMR (100.6 MHz, CDCls, &, ppm): 1.18
(-SiCHs), 3.81, 8.52 (-CH,-), 22.63-22.68, 24.02, 25.85 (iBu). 2Si NMR (79.5 MHz, CDCls, 3, ppm):
-21.69, -21.94, -22.06, -22.28 (-SiCHs), -66.87 (-Si-CHo-CH,-Si-), -67.42, -67.65, -67.94.

FT-IR (cm): 2953.20, 2905,52, 2869.27 (-C-H), 1464.62 (-C-H), 1259.49, 1228.75 (Si-C), 1084.86
(Si-0).

'H NMR
o)
a8
]
o oON I Mm = OYT O ON T
N S ®@® D aaoinih S99
3 R e S g cOocoocooo ooco
e NN N
i
J “‘
A o

T T T T T T T T T T T T T T T T T T T T T
10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
f1 (ppm)

S9



BC NMR
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1-iBuTs@PS2

IH NMR (300.2 MHz, CDCls, 8, ppm): 0.05-0.14 (m, -SiCHs), 0.51, 0.58-0.64 (m, -CHa-, -CH,- (iBu)),
0.94-0.96 (m, -CHs (iBu)), 1.79-1.92 (m, -CH- (iBu)). *C NMR (100.6 MHz, CDCls, 5, ppm): 1.21 (-
SiCHs), 3.85, 8.57 (-CHy-), 22.62, 24.05, 25.87 (iBu). 2Si NMR (79.5 MHz, CDCls, 5, ppm):
-21.94, -22.33 (-SiCHs), -66.84 (-Si-CH,-CH2-Si-), -67.41, -67.63, -67.93.

FT-IR (cm™): 2957.69, 2905.43, 2870.93 (-C-H), 1465.31 (-C-H), 1258.18, 1228.59 (Si-C), 1084.43,
1009.79 (Si-0).
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2-iBuTs@PS

2-iBuTs@PS1

IH NMR (300.2 MHz, CDCls, 5, ppm): 0.07-0.09 (m, -SiCHs), 0.39-0.41, 0.58-0.61 (m, -CHa-, -CHa-
(iBu)), 0.94-0.96 (m, -CHjs (iBu)), 1.83-1.88 (m, -CH- (iBu)). *C NMR (100.6 MHz, CDCls, 5, ppm):
-0.94, -0.87, 1.18 (-SiCHs), 8.56, 8.95 (-CH,-), 22.55-22.66, 23.97-24.01, 25.84 (iBu). %*Si NMR (79.5
MHz, CDCls, 5, ppm): 11.91(-Si-CHo-CH2-Si-), -22.03, -22.21, -22.60, (-SiCHa), -67.11, -67.90,

-109.66 (-SiOx).

FT-IR (cm™): 2953.38, 2905.92, 2869.69 (-C-H), 1464.83 (-C-H), 1258.87, 1228.58 (Si-C), 1076.60

(Si-0).

'H NMR
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2-iBuTs@PS2

IH NMR (300.2 MHz, CDCls, 8, ppm): 0.07-0.13 (m, -SiCHs), 0.49, 0.59-0.61 (m, -CHa-, -CH,- (iBu)),
0.95-0.96 (m, -CHs (iBu)), 1.82-1.90 (m, -CH- (iBu)). **C NMR (100.6 MHz, CDCls, 8, ppm): -0.91,
1.21, 1.31 (-SiCHs), 8.59, 9.01 (-CH,-), 22.59-22.65, 24.04, 25.87 (iBu). 2Si NMR (79.5 MHz, CDCls,
3, ppm): 11.96 (-Si-CHo-CH2-Si-), -21.94, -22.16 (-SiCHs), -67.10, -67.89, -109.66 (-SiOs).

FT-IR (cm): 2955.38, 2924.79, 2869.81 (-C-H), 1464.98 (-C-H), 1259.06, 1229.16 (Si-C), 1089.76,
1017.18 (Si-0).
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3-iBuTs@PS
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'H NMR (300.2 MHz, CDCls, 3, ppm): 0.07-0.09 (m, -SiCHs3), 0.58-0.68 (m, -CH>-, -CH>- (iBu)), 0.94-
0.96 (m, -CHjs (iBu)), 1.37-1.39 (m, -CH,-), 1.80-1.89 (m, -CH- (iBu)), 5.61-5.67 and 6.11-6.23 (m,
-CH=CH- from dehydrogenative silylation by-product). *C NMR (100.6 MHz, CDCls, 8, ppm): -0.11,
1.22 (-SiCHs), 16.88, 22.02, 22.20 (-CH>-), 22.59-22.69, 24.00-24.04, 25.88 (iBu), 130.30 and 143.60
(-CH=CH- from dehydrogenative silylation by-product). *Si NMR (79.5 MHz, CDCls, §, ppm): 10.87

(-Si-CH2-CHo-CH,-Si-), -21.94, -22.21, -23.00, (-SiCHs), -67.11, -67.90, -109.66 (-SiOx).

FT-IR (cm™): 2953.32, 2924.65, 2869.56 (-C-H), 1464.78 (-C-H), 1259.04, 1228.62 (Si-C), 1077.49

(Si-0).
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3-iBuTs@PS2

'H NMR (300.2 MHz, CDCl3, 3, ppm): 0.07-0.09 (m, -SiCHj3), 0.55-0.68 (m, -CH>-, -CH>- (iBu)), 0.94-
0.96 (m, -CHjs (iBu)), 1.38-1.43 (m, -CH>-), 1.81-1.91 (m, -CH- (iBu)), 5.61-5.68 and 6.13-6.24 (m,
-CH=CH- from dehydrogenative silylation by-product). *C NMR (100.6 MHz, CDCls, §, ppm): -0.13,
1.20 (-SiCHs3), 16.87, 22.01, 22.19 (-CH>-), 22.58-22.63, 23.99-24.03, 25.86 (iBu), 130.28 and 143.60
(-CH=CH- from dehydrogenative silylation by-product). *Si NMR (79.5 MHz, CDCls, 8, ppm): 10.89
(-Si-CH2-CH2-CH2-Si-), -21.94, -22.21, -22.98, (-SiCHs3), -67.10, -67.89, -109.65 (-SiO4).

FT-IR (cm™): 2955.84, 2925.46, 2870.51 (-C-H), 1465.15 (-C-H), 1258.63, 1228.71 (Si-C), 1083.40,
1012.74 (Si-0).
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4-iBuTs@PS
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4-iBuTs@PS1

'H NMR (300.2 MHz, CDCls, 8, ppm): 0.05-0.09 (m, -SiCHs3), 0.50-0.62 (m, -CH, -CH.- (iBu)), 0.94-
0.97 (m, -CHs (iBu)), 1.30 (m, -CH>-), 1.81-1.92 (m, -CH- (iBu)), 4.69 (s, -Si-H), 5.42-5.44 (m,
-CH=CH- from by-product of bond isomerization). 3C NMR (100.6 MHz, CDCls, §, ppm): -0.16, 1.22
(-SiCHs3), 17.76, 18.10, 23.21, 33.37, 33.52 (-CH>-), 22.60-22.65, 24.00-24.04, 25.88 (iBu), 124.98 and
129.93 (-CH=CH- from by-product of bond isomerization). 2°Si NMR (79.5 MHz, CDCls, &, ppm):
11.36 (-Si-(CH2)e-Si-), -21.96, -22.23, -22.36 (-SiCH3), -67.10, -67.89, -109.70 (-SiOs).

FT-IR (cm™): 2953.14, 2923.48, 2868.95 (-C-H), 1464.53 (-C-H), 1258.85, 1228.75 (Si-C), 1077.23
(Si-0).
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BC NMR
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4-iBuTs@PS2

'H NMR (300.2 MHz, CDCls, 8, ppm): 0.07-0.09 (m, -SiCHj3), 0.47-0.62 (m, -CH, -CH.- (iBu)), 0.94-
0.97 (m, -CHjs (iBu)), 1.30 (m, -CHy-), 1.81-1.92 (m, -CH- (iBu)), 4.69 (s, -Si-H), 5.41-5.42
(m, -CH=CH- from by-product of bond isomerization). *C NMR (100.6 MHz, CDCls, &, ppm): -0.17,
1.21 (-SiCHa), 17.75, 18.10, 23.21, 33.36, 33.52 (-CH>-), 22.64-22.69, 24.00-24.04, 25.87 (iBu), 124.98
and 129.93 (-CH=CH- from by-product of bond isomerization). 2°Si NMR (79.5 MHz, CDCls, §, ppm):
11.37 (-Si-(CH2)e-Si-), -21.95, -22.01, -22.24, -22.37 (-SiCHs), -67.09, -67.89, -109.69 (-SiO4).

FT-IR (cm™): 2955.88, 2924.57, 2870.22 (-C-H), 1465.08 (-C-H), 1258.60, 1228.59 (Si-C), 1081.19,
1013.48 (Si-0).
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5-iBuTs@PS
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IH NMR (300.2 MHz, CDCls, §, ppm): 0.07-0.09 (m, -SiCHs), 0.49-0.62 (m, -CH2-, -CH.- (iBu)), 0.94-
0.96 (M, -CHjs (iBu)), 1.26-1.29 (m, -CH,-), 1.81-1.91 (m, -CH- (iBu)), 4.68 (s, -Si-H), 5.38- 5.41 (m,
-CH=CH- from by-product of bond isomerization). 3C NMR (100.6 MHz, CDCls, §, ppm): -0.13, 1.22
(-SiCHs), 18.07, 23.25, 29.99, 33.77 (-CH-), 22.60-22.65, 24.05, 25.88 (iBu), 125.48 and 129.20
(-CH=CH- from by-product of bond isomerization). °Si NMR (79.5 MHz, CDCls, §, ppm): 11.38 (-Si-
(CH2)10-Si-), -21.94, -22.29, (-SiCH3), -67.10, -67.89, -109.70 (-SiOs).

FT-IR (cm™): 2953.13, 2923.21, 2868.37 (-C-H), 1464.53 (-C-H), 1258.84, 1228.88 (Si-C), 1081.40
(Si-0).
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5-iBuTs@PS2

'H NMR (300.2 MHz, CDClg, 3, ppm): 0.07-0.09 (m, -SiCHs3), 0.59-0.63 (m, -CH>-, -CH>- (iBu)), 0.94-
0.97 (m, -CH3s (iBu)), 1.26-1.30 (m, -CH>-), 1.81-1.92 (m, -CH- (iBu)), 4.68 (s, -Si-H), 5.39- 5.41 (m,
-CH=CH- from by-product of bond isomerization). *C NMR (100.6 MHz, CDCls, §, ppm):
-0.15, 1.20, 1.25 (-SiCHs), 17.69, 18.05, 23.22, 29.71-29.96, 33.64-33.75 (-CH>-), 22.58-22.67, 23.99-
24,02, 25.85 (iBu), 123.21 and 129.54 (-CH=CH- from by-product of bond isomerization). 2Si NMR
(79.5 MHz, CDCls, 8, ppm): 11.40 (-Si-(CH2)10-Si-), -21.94, -22.24, (-SiCHj3), -67.10, -67.89, -109.70
(-SiOa).

FT-IR (cm™): 2955.17, 2923.92, 2855.19 (-C-H), 1464.88 (-C-H), 1258.66, 1228.51 (Si-C), 1083.35,
1012.68 (Si-0O).
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1-PhTs@PS
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IH NMR (300.2 MHz, CDCls, 3, ppm): -0.03, 0.00 (m, -SiCHs), 0.58-0.78 (m, -CHy-), 7.32-7.35, 7.72
(m, Ph). ®C NMR (100.6 MHz, CDCls, 8, ppm): -1.27, 1.21, 1.95 (-SiCHs), 3.69, 8.58 (-CH,-), 127.99,
130.45, 130.88, 134.35 (Ph). 2Si NMR (79.5 MHz, CDCls, 3, ppm): -21.82, -22.59 (-SiCH3), -64.50
(-Si-CH,-CH2-Si-), -78.29, -78.57, -78.80.

FT-IR (cm): 3073.39, 3051.43, 3028.85 (C-H phenyl), 2959.68 (-C-H), 1594.37 (C=C phenyl),
1489.64 (-C-H), 1430.53 (C=C phenyl), 1259.53 (Si-C), 1080.27, 1011.50 (Si-0), 996.80 (C-H phenyl).
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1-PhTs@PS2

IH NMR (300.2 MHz, CDCls, 5, ppm): 0.01-0.08 (m, -SiCHs), 0.60-0.80 (m, -CH,-), 7.34-7.42, 7.73-
7.74 (m, Ph). C NMR (100.6 MHz, CDCls, &, ppm): -1.28, 1.19 (-SiCHa), 3.69, 8.59 (-CH,-), 127.98,
130.48, 130.85, 134.30, 134.35 (Ph). 2Si NMR (79.5 MHz, CDCls, &, ppm): -21.89 (-SiCHs), -64.53
(-Si-CH,-CH2-Si-), -78.36, -78.67.
FT-IR (cm): 3073.78, 3052.14, 3028.97 (C-H phenyl), 2961.02, 2924.80 (-C-H), 1594.64 (C=C
phenyl), 1489.55 (-C-H), 1430.86 (C=C phenyl), 1259.35 (Si-C), 1134.63, 1092.26, 1017.15 (Si-O).
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2-PhTs@PS
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IH NMR (300.2 MHz, CDCls, 8, ppm): -0.04-0.08 (m, -SiCHs), 0.33-0.50 (m, -CH2-), 7.32-7.38, 7.71-
7.74 (m, Ph). *°C NMR (100.6 MHz, CDCls, 3, ppm): -0.93, 1.22, 1.96 (-SiCHs), 8.58, 8.92 (-CH,-),
128.00, 130.31, 130.91, 134.33 (Ph). 2Si NMR (79.5 MHz, CDCls, 3, ppm): 13.68 (-Si-CH,-CH,-Si-),

-21.59, -21.87, -22.65 (-SiCHa), -78.09, -78.26, -78.32, 108.82 (-SiOa).

FT-IR (cm): 3073.50, 3051.33 (C-H phenyl), 2959.22 (-C-H), 1594.37 (C=C phenyl), 1489.75
(-C-H), 1430.49 (C=C phenyl), 1258.99 (Si-C), 1131.72, 1079.97, 1026.73 (Si-O), 997.06 (C-H phenyl).
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2-PhTs@PS2

IH NMR (300.2 MHz, CDCls, 8, ppm): -0.04-0.08 (m, -SiCHs), 0.35-0.53 (m, -CH,-), 7.32-7.43, 7.72-
7.76 (m, Ph). 3C NMR (100.6 MHz, CDCls, 8, ppm): -0.91, 1.20, 1.95 (-SiCHs), 8.51, 8.91 (-CH,-),
128.00, 130.33, 130.90, 134.34 (Ph). 2Si NMR (79.5 MHz, CDCls, &, ppm): 13.66 (-Si-CHz-CH2-Si-),
-21.90, -22.06 (-SiCHs), -78.14, -78.31, -78.36, 108.87 (-SiOx).

FT-IR (cm): 3073.90, 3051.76 (C-H phenyl), 2961.02 (-C-H), 1594.59 (C=C phenyl), 1430.90 (C=C
phenyl), 1259.67 (Si-C), 1134.91, 1091.72, 1019.75 (Si-O).

'H NMR
™M
[v]
a
o
OFTNMNOT N O maN-oavoonwoonmd
NRARNY Y mmmoadN sy mmmngoecce g
NNNNNNNNKN cococcdoococoogSadS
e e T— ="
| ‘ trace of water
|
| \
"
L I
T T T T T T T T T T T T T T T T T T T T T
9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0 -0.

.0 4.5
f1 (ppm)

S35



BC NMR

16'0- .
0T~
5617
T8~
1687

€10ad 9T 4L —

00'82T ~.
£6°0€T ~
06'0£T 7
pEPET

trace of silicone grease

T T T T T T T T T T
180 170 160 150 140 130 120 110 100 90
f1 (ppm)

2Si NMR

T
190

£8'80T- —

9€°8L-
ﬁm.wn.v

b1°8L-

90°22-~,
06'12-7

99°€T —

SNBSS

-20 -30 -40 -50 -60 -70 -80 -90 4100 -110  -120  -130  -140  -15
1 (ppm)

-10

40 30 20 10

50

S36



3-PhTs@PS
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'H NMR (300.2 MHz, CDCls, 3, ppm): 0.05-0.15 (m, -SiCHs), 0.44-0.47, 0.62-0.64, 1.32-1.35 (m,
-CH>-), 1.66-1.69, 5.57-5.63 and 6.10-6.18 (m, -CH,-CH=CH- from dehydrogenative silylation by-
product), 7.33-7.45, 7.72-7.79 (m, Ph). 3C NMR (100.6 MHz, CDCls, §, ppm): -0.12, 0.27, 1.20, 1.96
(-SiCHa), 16.81, 21.81, 22.01 (-CH»-), 128.01, 130.30, 130.92, 134.34 (Ph), 26.86, 129.76 and 144.24
(-CH2-CH=CH- from dehydrogenative silylation by-product). 2Si NMR (79.5 MHz, CDCls, §, ppm):
12.64 (-Si-CH,-CH,-CH»-Si-), -21.89, -21.16, -22.65 (-SiCH3), -78.13, -78.29, -78.35, 108.88 (-SiO,).

FT-IR (cm?): 3073.49, 3051.39 (C-H phenyl), 2959.76, 2919.00 (-C-H), 1594.29 (C=C phenyl),
1489.68 (-C-H), 1430.59 (C=C phenyl), 1259.11 (Si-C), 1132.30, 1081.01, 1026.41 (Si-O), 997.01
(C-H phenyl).
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3-PhTs@PS

'H NMR (300.2 MHz, CDCls, 8, ppm): -0.12-0.14 (m, -SiCHj3), 0.43-0.49, 0.61-0.66, 1.33-1.33 (m,
-CHj-), 1.66-1.68, 5.57-5.63 and 6.09-6.17 (m, -CH»-CH=CH- from dehydrogenative silylation by-
product), 7.36-7.44, 7.72-7.74 (m, Ph). C NMR (100.6 MHz, CDCls, §, ppm): -0.14, 1.20, 1.95
(-SiCHs), 16.81, 21.80, 22.43 (-CH»-), 128.00, 130.34, 130.91, 134.34 (Ph), 129.76 and 144.23
(-CH=CH- from dehydrogenative silylation by-product). *Si NMR (79.5 MHz, CDCls, 3, ppm): 12.65
(-Si-CH-CH>-CH2-Si-), -21.90, -23.00 (-SiCH3), -78.16, -78.30, -78.36, 108.90 (-SiOs4).

FT-IR (cm™): 3073.82, 3052.39 (C-H phenyl), 2961.13, 2920.27 (-C-H), 1594.49 (C=C phenyl),
1430.83 (C=C phenyl), 1259.33 (Si-C), 1134.50, 1091.58, 1018.79 (Si-O).
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4-PhTs@PS
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IH NMR (300.2 MHz, CDCls, §, ppm): 0.09 (m, -SiCHs), 0.46-0.54, 1.17-1.27, 1.56-1.59 (m, -CH2-),
4.71 (s, -Si-H), 5.30 (m, -CH=CH- from by-product of bond isomerization), 7.37-7.45, 7.74-7.79 (m,
Ph). ¥C NMR (100.6 MHz, CDCls, &, ppm): -0.19, 1.21, 1.95 (-SiCHs), 17.70, 17.97, 23.12, 23.20,
33.23, 33.34 (-CH,-), 128.00, 130.32, 130.91, 134.33 (Ph), 124.97 and 130.65 (-CH=CH- from by-
product of bond isomerization). 2°Si NMR (79.5 MHz, CDCls, &, ppm): 13.12 (-Si-(CH,)s-Si-), -21.87,
-22.15, -22.25 (-SiCHs3), -78.12, -78.26, -78.32, 108.95 (-SiO4).

FT-IR (cm?): 3073.46, 3051.35 (C-H phenyl), 2959.22, 2921.80 (-C-H), 1594.38 (C=C phenyl),
1489.81 (-C-H), 1430.55 (C=C phenyl), 1258.86 (Si-C), 1131.73, 1076.04, 1026.74 (Si-O), 997.73

(C-H phenyl).
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4-PhTs@PS2

'H NMR (300.2 MHz, CDCls, 8, ppm): 0.09 (m, -SiCHs), 0.43-0.57, 1.18-1.27, 1.52-1.58 (m, -CH>-),
4.70 (s, -Si-H), 5.30-5.32 (m, -CH=CH- from by-product of bond isomerization), 7.36-7.45, 7.74-7.78
(m, Ph). 3C NMR (100.6 MHz, CDCls, 5, ppm): -0.20, 1.19, 1.94 (-SiCHs), 17.51, 17.68, 17.97, 18.04,
23.12, 23.20, 33.21, 33.34 (-CH>-), 128.00, 130.33, 130.91, 134.35 (Ph), 124.96 and 130.40 (-CH=CH-
from by-product of bond isomerization). 2°Si NMR (79.5 MHz, CDCls, §, ppm): 13.07 (-Si-(CH.)e-Si-
), -21.92, -22.21 (-SiCHa), -78.18, -78.32, -78.38, 109.00 (-SiOs).

FT-IR (cm™): 3073.56, 3051.52 (C-H phenyl), 2960.80, 2923.08 (-C-H), 1594.29 (C=C phenyl),
1430.64 (C=C phenyl), 1258.86 (Si-C), 1133.70, 1087.75, 1015.68 (Si-O).
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5-PhTs@PS
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'H NMR (300.2 MHz, CDCls, 8, ppm): 0.08 (m, -SiCH3), 0.51-0.54, 1.16-1.27 (m, -CH>-), 4.70 (m,
-Si-H), 5.39 (m, -CH=CH- from by-product of bond isomerization), 7.36-7.47, 7.73-7.75 (m, Ph).
13C NMR (100.6 MHz, CDCls, 8, ppm): -0.15, 1.22, 1.96 (-SiCH3), 17.51, 17.95, 23.17, 29.51, 29.93,
33.61 (-CH;-), 128.00, 130.33, 130.91, 134.35 (Ph). °Si NMR (79.5 MHz, CDCls, §, ppm): 13.15 (-Si-
(CH2)10-Si-), -21.87, -22.26 (-SiCH3), -78.12, -78.26, -78.32, 108.94 (-SiOs4).

FT-IR (cm?): 3073.45, 3051.40 (C-H phenyl), 2922.46, 2852.81 (-C-H), 1594.37 (C=C phenyl),
1489.78 (-C-H), 1430.65 (C=C phenyl), 1259.11 (Si-C), 1132.85, 1091.30, 1028.59 (Si-0O), 998.07

(C-H phenyl).

'H NMR

5.39

4.70

—1.27
~1.16

- 0.54
0,51

9.5 9.0 8.5 8.0 7.5 7.0

0.5

0.0



BC NMR

ST'0-~\
w1~
9617

1SLT—
S6°LT /
LTE€C—

1562~
g6'67
19~

€10dd 9T°LL —

00°8ZT ~\.
€€°0ET ~
16061~
seper

UL

10

20

40

70 50

T
90
f1 (ppm)

T
100

110

2Si NMR

¥6'80T- —

8L V

92'8L-
8L 7

9T'TT-~\.
(812-7

ST'ET —

S BN U I

-20 -30 -40 -50 -60 -70 -80 -90 -100  -110  -120  -130  -140 -1
f1 (ppm)

-10

40 30 20 10

50

S46



5-PhTs@PS2

'H NMR (300.2 MHz, CDCls, 3, ppm): 0.07-0.09 (m, -SiCH3), 0.49-0.56, 1.16-1.28 (m, -CH,-), 4.70
(m, -Si-H), 5.40 (m, -CH=CH- from by-product of bond isomerization), 7.36-7.46, 7.74-7.79 (m, Ph).
13C NMR (100.6 MHz, CDCls, 8, ppm): -0.15, 1.20 (-SiCHa), 17.71, 17.96, 23.17, 29.31, 29.59, 29.68,
29.92, 32.75, 33.61 (-CH,-), 127.96, 128.00, 130.36, 130.91, 134.36 (Ph). 2°Si NMR (79.5 MHz, CDCls,
3, ppm): 13.10 (-Si-(CH.)10-Si-), -21.96, -22.21, -22.27 (-SiCH3), -78.19, -78.33, -78.39, 109.00 (-SiO4).
FT-IR (cm?): 3073.56, 3052.28 (C-H phenyl), 2960.62, 2823.07 (-C-H), 1594.24 (C=C phenyl),
1489.73 (-C-H), 1430.70 (C=C phenyl), 1259.28 (Si-C), 1133.79, 1087.68, 1015.09 0(Si-O), 996.95
(C-H phenyl).
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3. Stacked FT-IR spectra of starting material (PS2), substrates and the resulting products
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Figure S1. Selected FT-IR spectra of polysiloxane PS2 and mono(vinyl)substituted iBuTs (2-iBuTs), and
mono(vinyl)substituted PhTg (2-PhTs) along with the obtained products 2-iBu/PhTs@PS2.
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