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1. NMR spectra and analytical data of isolated E-vinylsilanes
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Figure S1. *H NMR (300 MHz, CDCls) of product 3

Product 3 3 33 gz ® oy @ o= o
— o T o e o ™ w =2 -
z  #3% &S S 2w om o= 5
"l“e [P [ i
H—Fii—\\\_
Fh CeHiy
|
|
I
I
] 1
I
L_M . M )
T T T T T T T T T T T T T T T T T T T T T
200 190 180 170 160 150 140 130 120 110 100 a0 80 70 60 50 40 30 20 10 0

f1 (ppm)

Figure S2. 3C NMR (75 MHz, CDCls) of product 3
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Figure S3. 2°Si NMR (79 MHz, CDCls) of product 3

Analytical data of product 3:
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Isolated yield: 92% (200.7 mg); *H NMR (CDCls, 6, ppm): 0.46 (d, 3H, Jux = 3.8 Hz, CHs), 0.97
(t, 3H, Jur = 6.9 Hz, -(CH2)4CHs), 1.32 — 1.53 (m, 6H, -(CH2)aCHs), 2.14 — 2.31 (m, 2H, =CHCH,),
4.57 — 4.71 (m, 1H, SiH), 5.76 — 5.88 (m, 1H, =CHSi), 6.32 (dt, 1H, Jux = 18.5, 6.2 Hz, =CHCH),
7.34 — 7.47 (m, 3H, Ph), 7.55 — 7.68 (m, 2H, Ph); 13C NMR (CDCls, §, ppm): -5.11 (CHs), 14.03,
22.53, 28.22, 31.43, 36.83, 123.98, 127.82, 129.17, 134.50, 136.34, 151.63; 2°Si NMR (CDCl;,
8, ppm): -22.23; MS: m/z (rel. intensity): 105 (21), 121 (42), 122 (11), 134 (11), 216 (15), 217
(100), 218 (38, M*); anal. calcd. for CigH22Si (%): C: 76.99, H: 10.15; found: C: 76.90,

H:10.11.
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Figure S4. *H NMR (300 MHz, CDCls) of product 4
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Figure S5. 3C NMR (75 MHz, CDCls) of product 4
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Figure S6. 2°Si NMR (79 MHz, CDCls) of product 4

Analytical data of product 4:
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Isolated vyield: 93% (260.5 mg); *H NMR (CDCls, §, ppm): 0.98 (t, 3H, Juy = 6.8 Hz,
-(CH2)4CHs), 1.33 — 1.56 (m, 6H, -(CH2)aCHs), 2.24 — 2.36 (m, 2H, =CHCH,), 5.19 (d, 1H,
Juw = 3.1 Hz, SiH), 5.95 — 6.01 (m, 1H, =CHSi), 6.39 (dt, 1H, Jus = 18.5, 6.3 Hz, =CHCH,),
7.39—7.70 (m, 10H, Ph); 3C NMR (CDCls, 8, ppm): 14.04, 22.50, 28.11, 31.41, 36.93, 121.89,
127.91, 129.50, 134.26, 135.41, 153.95; 2°Si NMR (CDCls, 8, ppm): -22.21; MS: m/z (rel.
intensity): 53 (18), 105 (43), 106 (20), 107 (19), 131 (15), 145 (17), 180 (21), 181 (43), 182 (35),

183 (61), 184 (21), 203 (27), 251 (19), 259 (23), 267 (17), 279 (100), 280 (32, M*).
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Figure S7. *H NMR (400 MHz, CDCls) of product 5
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Figure S8. 3C NMR (75 MHz, CDCls) of product 5
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Figure S9. 2°Si NMR (79 MHz, CDCls) of product 5

Analytical data od product 5:

Isolated vyield: 90% (165.7 mg); H NMR (CDCl;, 8§, ppm): 0.60 -0.66 (m, 4H,
CH3CH,-), 0.89 (t, 3H, Juw = 7.0 Hz, -(CH2)4CH3z), 0.99 (t, 6H, Jux = 7.8 Hz, CH3CH»-), 1.26 — 1.32
(m, 4H, -(CH2)aCHs), 1.38 — 1.44 (m, 2H, -(CH2)4CH3), 2.10 — 2.16 (m, 2H, =CHCH>), 3.78 — 3.89
(m, 1H, SiH), 5.52 — 5.62 (m, 1H, =CHSi), 6.17 (dt, 1H, Jun = 18.6, 6.1 Hz, =CHCH,); 3C NMR
(CDCls, &, ppm): 3.38 (CH3), 8.05 (CH2), 14.02, 22.54, 28.38, 31.40, 36.94, 123.58, 150.60;
295i NMR (CDCls, 8, ppm): -10.13; MS: m/z (rel. intensity): 59 (17), 85 (13), 87 (14), 95 (17), 97
(16), 99 (25), 113 (14), 127 (12), 155 (62), 182 (20), 183 (100), 184 (16, M*); anal. calcd. for
C11H24Si (%): C: 71.65, H: 13.12; found: C: 71.70, H: 13.18.
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Figure S10. 'H NMR (400 MHz, CDCl3) of product 6
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Figure S11. '3C NMR (100 MHz, CDCIs) of product 6
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Figure S12. 2°Si NMR (79 MHz, CDCls) of product 6

Analytical data od product 6:

Isolated vyield: 92% (2724 mg); 'H NMR (CDCl;5, &, ppm): 0.41 (d, 6H,
Jun = 3.8 Hz, CH3), 0.50 (s, 6H, CHs), 4.47 — 4.53 (m, 1H, SiH), 6.65 (dd, 1H, Jux = 19.1, 1.1 Hz,
=CHSi), 7.02 (d, 1H, Juw = 19.1 Hz, =CH), 7.28 — 7.40 (m, 3H, Ph), 7.48 — 7.52 (m, 2H, Ph), 7.59 —
7.66 (m, 4H, Ph); 3C NMR (CDCls, 8, ppm): -3.78 (CHs), -2.51 (CHs), 126.57, 126.99, 127.06,
128.22, 128.24, 128.59, 133.37 (d, J = 2.5 Hz), 133.45 (d, J = 1.7 Hz), 138.22 (d, / = 1.7 Hz),
138.38, 138.58, 139.53, 139.74, 145.40, 145.44; 2°Si NMR (CDCls, §, ppm): -10.32, -17.07; MS:
m/z (rel. intensity): 59 (17), 135 (32), 145 (42), 236 (80), 237 (100), 238 (27), 281 (77), 282 (23),
296 (16, M*); anal. calcd. for CigH24Siz (%): C: 72.90, H: 8.16; found: C: 72.81, H: 8.12.
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Figure S13. 'H NMR (400 MHz, CDCl3) of product 7
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Figure S14. '3C NMR (100 MHz, CDCl3) of product 7
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Figure $15. 2°Si NMR (79 MHz, CDCls) of product 7

Analytical data of product 7:

Isolated vyield: 89% ( 304.5 mg); 'H NMR (CDCls, 6, ppm): 1.36 (s, 9H, (CHs)3), 5.29 (d, 1H,
Jun = 3.2 Hz, SiH), 6.71 (dd, 1H, Jun = 19.0, 3.3 Hz, =CHSi), 7.13 (d, 1H, Juw = 19.0 Hz, =CH), 7.39
— 7.49 (m, 10H, -C¢Has- and Ph), 7.64 — 7.69 (m, 4H, Ph); 3C NMR (CDCls, §, ppm): 31.25
(C(CHs)3), 34.66 (C(CH3)s), 120.36, 125.49, 126.47, 128.02, 129.69, 133.77, 135.52, 148.95,
151.85; 29Si NMR (CDCls, 8, ppm): -21.03; MS: m/z (rel. intensity): 57 (24), 77 (14), 91 (14), 105
(39), 106 (17), 131 (29), 132 (30), 146 (14), 180 (19), 181 (48), 182 (28), 183 (45), 184 914), 200
(16), 207 (32), 208 (74), 209 (57), 210 (18), 224 (24), 250 (23), 252 (35), 264 (32), 285 (100),
288 (36), 327 (14), 342 (52, M*); anal. calcd. for C24H26Si (%): C: 84.15, H: 7.65; found: C: 84.09,
H: 7.55.
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Figure S16. 'H NMR (400 MHz, CDCl3) of product 8
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Figure S17. '3C NMR (75 MHz, CDCls) of product 8
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Figure S18. 2°Si NMR (79 MHz, CDCls) of product 8

Analytical data of product 8:

Isolated yield: 92% (257.7 mg); *H NMR (CDCls, §, ppm): 0.59 (d, 3H, Jun = 3.8 Hz, CHs),1.40
(s, 9H, (CHs)s), 4.78 — 4.87 (m, 1H, SiH), 6.60 (dd, 1H, Jux = 19.0, 3.3 Hz, =CHSi), 7.14 (d, 1H,
Jun = 19.0 Hz, =CH), 7.42 — 7.50 (m, 7H, -CeHa- and Ph), 7.64 — 7.71 (m, 2H, Ph); 13C NMR (CDCls,
8, ppm): -5.15 (CH3), 31.26 (C(CHs)s), 34.64 (C(CH3)3), 122.58, 125.47, 126.31, 127.92, 129.38,
134.62, 146.97, 151.61; 2°Si NMR (CDCls, §, ppm): -20.66; MS: m/z (rel. intensity): 57 (100),
105 (31), 106 (10), 115 (12), 121 (10), 143 (13), 145 (75), 146 (42), 147 (24), 148 (11), 187 (13),
209 (11), 221 (10), 222 (28), 223 (36), 224 (17), 263 (10), 265 (50), 266 (12), 279 (87), 280
(28, M™*); anal. calcd. for C19H24Si (%): C: 81.36, H: 8.62; found: C: 81.45, H: 8.72.
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Figure S19. 'H NMR (400 MHz, CDCls) of product 9
Product 9 me o2 . 5 852 & 3 - =
R TT T i W T 777
H—si—, _
l|=T L <S> ch’_ﬂ
I
I
I
|
Wl
: : I I : : I 9‘0 EIU ?'ID EID 5‘0 4‘0 3‘0 ZIU 1‘0 -1‘0

190 180 170 160 150 140 130 120 110 100

1 (ppm)

Figure S20. '3C NMR (75 MHz, CDCls) of product 9
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Figure S21. 2°Si NMR (79 MHz, CDCls) of product 9

Analytical data of product 9:

Isolated yield: 92% (239.4 mg); *H NMR (CDCls;, 8, ppm): 0.66-0.84 (m, 4H, CHsCHa-),
0.88 —0.96 (m, 3H, -(CH2)aCHs), 1.00-1.15 (m, 6H, CH3CH,-), 1.30 — 1.41 (m, 4H, -(CH2)aCH3),
1.59 — 1.68 (m, 2H, -(CH2)4CH3), 2.57 — 2.66 (m, 2H, -(CH2)4CHs), 4.00 — 4.10 (m, 1H, SiH), 6.39
(dd, 1H, Juw = 19.1, 3.4 Hz, =CHSi), 7.02 (d, 1H, Juw = 19.2 Hz, =CH), 7.17 (d, 2H, Jux = 8.0 Hz,
-CeHa-), 7.39 (d, 2H, Jun = 8.0 Hz, -CsHa-); 13C NMR (CDCls, &, ppm): 3.38 (CH3), 8.11 (CH2), 14.01,
22.54, 31.10, 31.47, 35.68, 122.25, 126.34, 128.59, 135.78, 143.15, 146.33; 2°Si NMR (CDCls,
5, ppm): -8.32; MS: m/z (rel. intensity): 131 (12), 133 (18), 145 (11), 159 (10), 161 (100), 162
(24), 203 (34), 231 (41), 259 (14), 260 (26, M*); anal. calcd. for C17H2sSi (%): C: 78.38, H: 10.83;
found: C: 78.42, H: 10.88.
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Figure S22. 'H NMR (400 MHz, CDCls) of product 10
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Figure S24. 2°Si NMR (79 MHz, CDCls) of product 10

Analytical data of product 10:

Isolated yield: 93% (279.1 mg); *H NMR (CDCls, 8, ppm): 2.39 (s, 3H, CHs), 5.30 (d, 1H, Jux = 3.2
Hz, SiH), 6.70 (dd, 1H, Ju = 19.0, 3.2 Hz, =CHSi), 7.11 (d, 2H, Juw = 19.1 Hz, =CH), 7.39 — 7.48
(m, 10H, -CeHa- and Ph), 7.66 — 7.69 (m, 4H, Ph); 13C NMR (CDCls, 8, ppm): 21.34 (CH3), 120.11,
126.73, 128.10, 129.33, 129.78, 133.82, 135.25, 135.59, 138.66, 149.11; 2°Si NMR (CDCls, 6,
ppm): -20.96; MS: m/z (rel. intensity): 53 (12), 78 (10), 105 (22), 106 (10), 180 (14), 181 (40),
182 (18), 195 (11), 196 (12), 207 (12), 208 (24), 221 (26), 222 (81), 223 (48), 224 (16), 299 (29),
300 (100, M*).
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Figure $25. 'H NMR (300 MHz, CDCl3) of product 11
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Figure $26. '3C NMR (100 MHz, CDCl3) of product 11
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Figure S27. 2°Si NMR (79 MHz, CDCls) of product 11

Analytical data of product 11:

Isolated yield: 89% (325 mg); *H NMR (CDCls, 8, ppm): 5.28 (d, 1H, Jux = 3.2 Hz, SiH), 6.77 (dd,
1H, Juw = 19.0, 3.2 Hz, =CHSi), 7.14 (d, 1H, Jyu = 19.0 Hz, =CH), 7.37 — 7.48 (m, 10H, Ar),
7.53 — 7.68 (m, 9H, Ar); 3C NMR (CDCls, &, ppm): 121.64, 127.01, 127.20, 127.28, 127.47,
128.10, 128.82, 129.81, 133.60, 135.56, 135.82, 136.85, 140.58, 141.36, 148.60; 2°Si NMR
(CDCls, &, ppm): -21.15; MS: m/z (rel. intensity): 105 (15), 181 (32), 206 (20), 208 (17), 284 (95),
286 (46), 362 (100, M*); anal. calcd. for Ca6H22Si (%): C: 86.14, H: 6.12; found: C: 86.22, H: 6.20.
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Figure $28. 'H NMR (300 MHz, CDCl3) of product 12
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Figure $29. '3C NMR (100 MHz, CDCls) of product 12
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Figure $S30. 2°Si NMR (79 MHz, CDCls) of product 12

Analytical data of product 12:

Isolated vyield: 87% (261.1 mg); 'H NMR (CDCls,

T
-80

5,

T T T T T T T 1
-90 100 -110 -120 -130 -140 -150 -16C

ppm): 0.53 (d, 3H,

Jum = 3.8 Hz, CHs), 4.71-4.78 (m, 1H, SiH), 6.60 (dd, 1H, Jus = 19.0, 3.0 Hz, =CHSi), 7.09 (d, 1H,
Juw = 19.0 Hz, =CH), 7.31 — 7.46 (m, 6H, Ar), 7.50 — 7.63 (m, 8H, Ar); 13C NMR (CDCls, &, ppm):
-5.16,123.88,126.99,127.05, 127.26,127.41, 127.99, 128.80, 129.49, 134.65, 135.57, 136.96,
140.62, 141.13, 146.63; 2°Si NMR (CDCl3, §, ppm): -20.63; MS: m/z (rel. intensity): 105 (14),
121 (20), 146 (12), 178 (15), 222 (22), 223 (10), 285 (92), 286 (25), 299 (13), 300 (100, M*);
anal. calcd. for C21H20Si (%): C: 83.94, H: 6.71; found: C: 83.99, H: 6.80.
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Figure S31. 'H NMR (300 MHz, CDCl3) of product 13
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Figure $32. '3C NMR (100 MHz, CDCl3) of product 13
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Figure $S33. 2°Si NMR (79 MHz, CDCls) of product 13

Analytical data of product 13:

W)

-130

Isolated yield: 89% (244 mg); *H NMR (CDCls, §, ppm): 0.68 (d, 3H, Jun = 3.8 Hz, CH),
4.92 — 4.95 (m, 1H, SiH), 6.75 (dd, 1H, Juy = 18.8, 3.0 Hz, =CHSi), 7.42 — 7.60 (m, 7H, =CH and
Ar), 7.74 — 8.01 (m, 6H, Ar), 8.23 (d, 1H, Juw = 7.7 Hz, Ar); 3C NMR (CDCl3, 8, ppm): -5.06,
123.43, 123.81, 125.54, 125.72, 126.13, 127.84, 127.93, 128.00, 128.52, 129.49, 130.86,
133.59, 134.33, 134.64, 134.79, 135.51, 136.03, 144.40; 2°Si NMR (CDCls, §, ppm): -20.77; MS:
m/z (rel. intensity): 105 (15), 152 (14), 181 (26), 195 (27), 196 (24), 197 (11), 259 (87), 260 (29),
273 (28), 274 (100, M*); anal. calcd. for C19H18Si (%): C: 83.15, H: 6.01; found: C: 83.29, H: 6.22.
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Figure S34. 'H NMR (300 MHz, CDCl3) of product 14
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Figure $35. '3C NMR (100 MHz, CDCls) of product 14
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Product 14

Figure $S36. 2°Si NMR (79 MHz, CDCls) of product 14

Analytical data of product 14:

Isolated vyield: 87% (282 mg);'H NMR (CDCls, §, ppm): 0.68 (d, 3H, Jun = 3.8 Hz, CH3),
4.88 — 4.97 (m, 1H, SiH),6.79 (dd, 1H, Juy = 18.7, 3.0 Hz, =CHSi), 7.42 — 7.55 (m, 3H, Ar),
7.59 — 7.79 (m, 6H, Ar), 7.86 — 7.98 (m, 3H, =CH and Ar), 8.18 — 8.24 (m, 1H, Ar), 8.67 — 8.77
(m, 2H, Ar); 13C NMR (CDCls, 8, ppm): -5.05 (CHs), 122.48, 123.06, 124.32, 124.88, 126.44,
126.64 (d, J = 3.7 Hz), 126.72, 128.04, 128.43, 128.80, 129.53, 130.22, 130.33, 130.37, 131.67,
134.67, 135.23, 135.51, 145.11; 2°Si NMR (CDCls, 6, ppm): -20.91; MS: m/z (rel. intensity): 105
(10), 231 (14), 246 (10), 309 (98), 310 (37), 324 (100, M*); anal. calcd. for C23H20Si (%): C: 85.13,
H: 6.21; found: C: 85.30, H: 6.42.
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Figure $S37. 'H NMR (400 MHz, CDCls) of product 15
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Figure $S38. '3C NMR (100 MHz, CDCls) of product 15
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Figure $S39. 2°Si NMR (79 MHz, CDCls) of product 15

Analytical data of product 15:

Isolated yield: 89% (343.7 mg); *H NMR (CDCls, 8, ppm): 5.41 (d, 1H, JHH = 3.2 Hz, SiH), 6.93
(dd, 1H, Juw = 18.7, 3.2 Hz, =CHSi), 7.45 — 7.50 (m, 6H, =CH and Ar), 7.58 — 7.72 (m, 5H, Ar),
7.74—7.76 (m, 4H, Ar), 7.89 — 7.94 (m, 2H, Ar), 7.98 — 8.0 (m, 1H, Ar), 8.10 — 8.14 (m, 1H, Ar);
13C NMR (CDCls, &, ppm): 122.57, 123.14, 124.39, 125.10, 126.26,126.56, 126.76, 126.85,
128.10, 128.22, 128.94, 129.93, 130.23, 130.38, 130.51, 131.69, 133.65, 134.79, 135.17,
135.22, 135.64, 147.25; 2°Si NMR (CDCls, §, ppm): -21.46; MS: m/z (rel. intensity): 105 (14),
179 (18), 184 (13), 202 (21), 203 (13), 307 (28), 308 (57), 309 (31), 310 (11), 386 (100, M*);
anal. calcd. for CagH22Si (%): C: 87.00, H: 5.74; found: C: 87.12, H: 5.82.
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Figure S40. 'H NMR (400 MHz, CDCls) of product 16
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Figure S41. '3C NMR (100 MHz, CDCls) of product 16
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Figure S42. 2°Si NMR (79 MHz, CDCls) of product 16

Analytical data of product 16:

Isolated yield: 94% (191.9 mg); *H NMR (CDCls, §, ppm): 0.52 (d, 3H, Jux = 3.8 Hz, CHs), 1.03 (d,
3H, Juw = 7.2 Hz, -(CH2)3CHs), 1.42 — 1.55 (m, 4H, -(CH2)2CH3), 2.24 — 2.34 (m, 2H, =CHCH,),
4.64 — 4.75 (m, 1H, SiH), 5.84 — 5.93 (m, 1H, =CHSi), 6.37 (dt, 1H, Juy = 18.5, 6.3 Hz, =CHCH,),
7.42 —7.48 (m, 3H, Ph), 7.64 — 7.71 (m, 2H, Ph); 13C NMR (CDCls, &, ppm): -5.11 (CHs), 13.95,
22.26,30.72,36.55, 124.04, 127.83, 129.18, 134.50, 136.33, 151.66; 2°Si NMR (CDCls, 6, ppm):
-22.21; MS: m/z (rel. intensity): 105 (17), 121 (30), 202 (10), 204 (100, M*); anal. calcd. for
Ca3H20Si (%): C: 76.40, H: 9.86; found: C: 76.51, H: 9.90.
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Figure $43. 'H NMR (400 MHz, CDCls) of product 17
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Figure S44. 3C NMR (100 MHz, CDCls) of product 17
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Figure $45. 2°Si NMR (79 MHz, CDCls) of product 17

Analytical data of product 17:

Isolated vyield: 92% (244.8 mg); *H NMR (CDCls, 8§, ppm): 0.99 (t, 3H, Juny = 7.2 Hz,
-(CH2)3CHs), 1.40—1.53 (m, 4H, -(CH2)2CH3), 2.27 — 2.32 (m, 2H, =CHCH>), 5.18 (d, 1H, Juw = 3.0
Hz, SiH), 5.98 — 6.07 (m, 1H, =CHSi), 6.39 (dt, 1H, Jux = 18.5, 6.2 Hz, =CHCH,), 7.42 — 7.47 (m,
6h, Ph), 7.64 — 7.70 (m, 4H, Ph); 3C NMR (CDCls, §, ppm): 13.92, 22.25, 30.62, 36.64, 121.94,
127.92, 129.49, 134.29, 135.41, 153.89; 2°Si NMR (CDCls, 8§, ppm): -22.20; MS: m/z (rel.
intensity): 53 (18), 105 (42), 106 (16), 145 (16), 146 (17), 181 (33), 183 (48), 184 (19), 188 (19),
189 (26), 259 (17), 265 (100), 266 (28, M*).
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Figure $S46. 'H NMR (400 MHz, CDCl3) of product 18
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Figure S47. '3C NMR (100 MHz, CDCl3) of product 18
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Figure S48. 2°Si NMR (79 MHz, CDCls) of product 18

Analytical data of product 18:

Isolated yield: 91% (203.9 mg); *H NMR (CDCls, 6, ppm): 0.54 (d, 3H, Jux = 3.8 Hz, CHs), 4.75
(d, 1H, Juy = 3.6 Hz, SiH), 6.58 (dd, 1H, Juw = 19.1, 3.0 Hz, =CHSi), 7.07 (d, 1H,
Jun = 19.1 Hz, =CH), 7.28 — 7.42 (m, 6H, Ph), 7.45 — 7.50 (m, 2H, Ph), 7.60 — 7.64 (m, 2H, Ph);
13C NMR (CDCls, 8, ppm): -5.16 (CHs), 123.75, 126.62, 127.99, 128.42, 128.58, 129.49, 134.65,
135.60, 137.97, 147.07; #°Si NMR (CDCls, 8§, ppm): -20.64; MS: m/z (rel. intensity): 105 (55),
106 (16), 120 (30), 121 (14), 131 (25), 145 (33), 146 (63), 147 (19), 209 (68), 210 (17), 223
(100), 224 (75, M*); anal. calcd. for C1sH16Si (%): C: 80.30, H: 7.19; found: C: 80.45, H: 7.31.
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Figure S49. 'H NMR (300 MHz, CDCl3) of product 19
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Figure S50. '3C NMR (75 MHz, CDCls) of product 19
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Figure S51. 2°Si NMR (79 MHz, CDCls) of product 19

Analytical data of product 19:

I
-90  -100 -110 -120 -130 -140 -150

T T T LI T T T T T T

Isolated yield: 90% (257.5 mg); *H NMR (CDCls, 8, ppm): 5.16 (d, 1H, Jun = 3.1 Hz, SiH), 6.61
(dd, 1H, Jux = 19.0, 3.2 Hz, =CHSi), 6.99 (d, 1H, Juy = 19.0 Hz, =CH), 7.12 — 7.27 (m, 7H, Ph),
7.31 — 7.37 (m, 3H, Ph), 7.45 — 7.55 (m, 5H, Ph); 133C NMR (CDCls, 8, ppm): 121.62, 126.85,
128.19, 128.69, 129.90, 133.70, 135.65, 137.93, 149.25; 2°Si NMR(CDCls, §, ppm): -22.10; MS:
m/z (rel. intensity): 53 (10), 105 (27), 106 (12), 130 (19), 131 (19), 132 (12), 181 (14), 205 (12),

207 (19), 208 (29), 209 (32), 210 (34), 285 (78), 286 (100, M*).
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Figure S52. 'H NMR (300 MHz, CDCls) of product 20
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Figure S53. 3C NMR (75 MHz, CDCls) of product 20
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Figure S54. 2°Si NMR (79 MHz, CDCls) of product 20

Analytical data of product 20:

Isolated yield: 90% (171.1 mg); *H NMR (CDCls, 8§, ppm): 0.71-0.83 (m, 4H, CH3CH>-), 1.03-1.12
(m, 6H, CH3CH>-), 4.01 —4.07 (m, 1H, SiH), 6.46 (dd, 1H, Juy = 19.3, 3.4 Hz, =CHSi), 7.05 (d, 1H,
Jum = 19.2 Hz, =CH), 7.26 — 7.40 (m, 3H, Ph), 7.46 — 7.50 (m, 2H, Ph); 13C NMR (CDCls, 8, ppm):
3.32 (CHs), 8.09 (CH,), 123.63, 126.41, 128.51, 138.22, 146.38; 2°Si NMR (CDCls, 8§, ppm): -8.34;
MS: m/z (rel. intensity): 58 (11), 105 (23), 131 (81), 132 (14), 133 (76), 134 (11), 149 (11), 159
(34), 161 (100), 162 (19), 190 (27, M*); anal. calcd. for C12H1sSi (%): C: 75.71, H: 9.53; found:
C: 75.80, H: 9.55.

S37



1.2. NMR spectra and analytical data of symmetrical E,E-divinylsilanes
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Figure S55. 'H NMR (400 MHz, CDCl3) of product 21
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Figure $56. '3C NMR (100 MHz, CDCl3) of product 21
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Figure S57. 2°Si NMR (79 MHz, CDCls) of product 21

Analytical data of product 21:

Isolated vyield: 92% (318 mg): *H NMR (CDCls, 8, ppm): 0.43 (s, 3H, CH3), 0.95 (t, 6H,
Jnn = 6.8 Hz, -(CH2)4CHs), 1.29 — 1.38 (m, 8H, -(CH2)sCHs), 1.44 — 1.51 (m, 4H, -(CH2)4aCH3),2.18
— 2.24 (m, 4H, =CHCH,), 5.83 (d, 2H, Jun = 18.5 Hz, =CHSi), 6.19 (dt, 2H, Jun = 18.5, 6.2 Hz,
=CHCHa), 7.37—7.40 (m, 3H, Ph), 7.55 — 7.60 (m, 2H, Ph); 13C NMR (CDCls, 8, ppm): -3.64 (CHs),
14.12, 22.60, 28.37, 31.51, 36.91, 125.92, 127.68, 128.84, 134.46, 138.36, 150.57; 2°Si NMR
(CDCls, 8, ppm): -19.46; MS: m/z (rel. intensity): 95 (20), 105 (21), 107 (15), 121 (66), 122 (19),
145 (43), 146 (20), 174 (17), 159 (25), 160 (17), 173 (27), 174 (22), 216 (19), 217 (42), 218 (15),
237 (99), 238 (27), 243 (82), 245 (31), 299 (100), 300 (25), 314 (2, M*); anal. calcd. for C21H34Si
(%): C: 80.18, H: 10.89; found: C: 80.32, H: 10.99.
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Figure S58. 'H NMR (400 MHz, CDCls) of product 22
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Figure $59. '3C NMR (100 MHz, CDCl3) of product 22
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Figure S60. 2°Si NMR (79 MHz, CDCls) of product 22

Analytical data of product 22:

Isolated vyield: 90% (372.5 mg); *H NMR (CDCl;5, 6, ppm): 091 (t, 6H,
Jun = 6.8 Hz, -(CH2)4CHs), 1.29 — 1.36 (m, 8H, -(CH2)4CHs), 1.40 — 1.48 (m, 4H, -(CH2)4CHs),
2.19 - 2.25 (m, 4H, =CHCH,), 5.98 (d, 2H, Ju = 19.3 Hz, =CHSi), 6.18 (dt, 2H, Jun = 18.5, 6.2 Hz,
=CHCH,), 7.35 — 7.40 (m, 6H, Ph), 7.53 — 7.57 (m, 4H, Ph); 13C NMR (CDCls, §, ppm): 14.10,
22.54,28.27,31.47,36.97, 123.85, 127.68, 129.11, 135.34, 135.51, 136.10, 152.68; 2°Si NMR
(CDCls, 6, ppm): -22.19; MS: m/z (rel. intensity): 105 (11), 183 (17), 279 (17), 280 (100), 281
(34), 299 (65), 300 (19), 305 (63), 306 (22), 376 (2, M*); anal. calcd. for CagH36Si (%): C: 82.91,
H: 9.63; found: C: 82.80, H: 9.55.
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Figure S61. 'H NMR (400 MHz, CDCl3) of product 23
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Figure S62. '3C NMR (100 MHz, CDCls) of product 23
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Figure S63. 2°Si NMR (79 MHz, CDCls) of product 23

Analytical data of product 23:

-70 -80 -0 -100 -110 -120 -130 -140

Isolated yield: 92% (283.6 mg); *H NMR (CDCl3, §, ppm): 0.53 — 0.68 (m, 4H, CHsCH,-),
0.86—1.00 (m, 12H, -(CH2)4CHs), 1.25 — 1.45 (m, 12H, -(CH2)4CHs), 2.07 —2.20 (m, 4H, =CHCH.),
5.58 (d, 2H, Juw = 18.6 Hz, =CHSi), 6.08 (dt, 2H, Jun = 18.6, 6.3 Hz, =CHCH,); 3C NMR (CDCls, §,
ppm): 4.52 (CHs), 7.38 (CH2), 14.05, 22.56, 28.50, 31.43, 37.01, 125.32, 149.43; °Si NMR
(CDCls, 6, ppm): -11.55; MS: m/z (rel. intensity): 59 (28), 83 915), 85 (18), 87 (18), 95 (27), 97
(36), 99 (32), 111 (30), 113 (25), 125 (38), 127 (17), 153 (25), 183 (17), 223 (40), 251 (100), 252
(21), 280 (2, M*); anal. calcd. for C1gH36Si (%): C: 77.06, H: 12.96; found: C: 77.12, H: 12.99.
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Figure S64. 'H NMR (400 MHz, CDCl3) of product 24
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Figure S65. 3C NMR (100 MHz, CDCls) of product 24
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Figure $66. 2°Si NMR (79 MHz, CDCls) of product 24
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Analytical data of product 24:

Isolated vyield: 94% (399.4 mg); *H NMR (CDCls, §, ppm): 0.33 (s, 12H, CHs), 0.91 (t, 6H,
Jun = 6.7 Hz, <(CH2)aCHs), 1.28 — 1.46 (m, 12H, -(CH,)aCHs), 2.12 —2.20 (m, 4H, =CHCH,), 5.77
(d, 2H, Jun = 18.6 Hz, =CHSi), 6.16 (dt, 2H, Jux = 18.6, 6.2 Hz, =CHCH,), 7.50 — 7.54 (m, 4H, Ph);
13CNMR (CDCls, 8, ppm): -2.46 (CHs), 14.09, 22.57, 28.36, 31.49, 36.83, 127.05, 133.09, 139.85,
149.35; 2°Si NMR (CDCls, §, ppm): -12.20; MS: m/z (rel. intensity): 59 (41), 73 (28), 95 (17), 99
(16), 131 (19), 155 (25), 159 (16), 179 (21), 193 (17), 215 (17), 217 (16), 231 (63), 232 (23), 275
(15), 290 (60), 291 (20), 314 (17), 327 (20), 329 (27), 371 (100), 372 (38), 373 (15), 386 (2, M*);
anal. calcd. for Ca4H42Si2 (%): C: 74.53, H: 10.95; found: C: 74.60, H: 10.99.
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Figure S67. 'H NMR (300 MHz, CDCl3) of product 25
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Figure $68. '3C NMR (100 MHz, CDCl3) of product 25
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Figure S69. 2°Si NMR (79 MHz, CDCls) of product 25

Analytical data of product 25:

Isolated yield: 90% (422 mg); *H NMR (CDCls, §, ppm): 0.42 (s, 12H, CHs), 2.33 (s, 6H, CHs), 6.56
(d, 2H, Ju = 19.1 Hz, =CHSi), 7.01 (d, 2H, Juw = 19.1 Hz, =CH), 7.05 (2H, Jun = 6.9 Hz, -CsHas-),
7.17 = 7.23 (m, 3H, -CeHa-), 7.50 — 7.61 (m, 7H, -CeHa-); 13C NMR (CDCls, 8, ppm): -2.42 (SiCH3),
21.46 (CHs), 123.80, 126.79, 128.50, 129.03, 132.37 (d, /= 6.7 Hz), 133.32 (d, /= 7.9 Hz), 138.16
(d, J = 8.8 Hz), 139.57, 139.83, 140.64, 140.90, 145.53; 2°Si NMR (CDCls, &, ppm): -10.42;
MS: m/z (rel. intensity): 59 (19), 115 (10), 149 (11), 157 (16), 158 (25), 159 (65), 160 (24), 161
(12), 173 (20), 175 (36), 176 (16), 217 (11), 230 (13), 231 (21), 232 (100), 234 (51), 235 (20),
236 (12), 237 (12), 251 (34), 252 (22), 310 (15), 319 (12), 334 (30), 335 (13), 353 (15), 411 (83),
412 (34), 413 (14), 426 (6, M*); anal. calcd. for CasH34Siz (%): C: 78.81, H: 8.03; found: C: 78.95,
H: 8.14.
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Figure $70. 'H NMR (300 MHz, CDCl3) of product 26
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Figure S71. '3C NMR (100 MHz, CDCl3) of product 26
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Figure S72. 2°Si NMR (79 MHz, CDCls) of product 26

Analytical data of product 26:

Isolated vyield: 90% (412 mg); *H NMR (CDCls, §, ppm): 2.38 (s, 6H, CHs), 6.81 (d, 2H,
Juw = 19.1 Hz, =CHSi), 7.04 (d, 2H, Jun = 19.1 Hz, =CH), 7.18 (d, 4H, Jun = 7.9 Hz, -CeHs-),
7.39—7.48 (m, 10H, Ph), 7.63 —7.71 (m, 4H, Ph); 3C NMR (CDCls, 8, ppm): 21.32 (CH3), 121.86,
126.73, 127.95, 129.31, 129.54, 135.15, 135.47, 135.74, 138.50, 148.54; 2°Si NMR (CDCls, §,
ppm): -19.37; MS: m/z (rel. intensity): 105 (18), 144 (17), 181 (16), 219 (16), 220 (20), 221 (39),
222 (24), 234 (20), 235 (23), 299 (22), 312 (100), 313 (46), 314 (15), 324 (42), 325 (69), 326
(18), 338 (47), 339 (85), 340 928), 416 (18, M*); anal. calcd. for CsoH2sSi (%): C: 86.48, H: 6.77;
found: C: 86.37, H: 6.66.
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Figure $73. 'H NMR (400 MHz, CDCl3) of product 27
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Figure S74. 3C NMR (100 MHz, CDCl3) of product 27

S50



Product 27

Moo~ y—, Mo
=" |
—Gi—
| Ny
= —s\\u:-;v—l) e

70 60 50 40 30 20 10 o -10 -20 -30 -40 -50 -60 -70 -80 -90 -100 -110
f1 (ppm)

Figure S75. 2°Si NMR (79 MHz, CDCls) of product 27

Analytical data of product 27:

Isolated yield: 89% (378 mg); *H NMR (CDCls, §, ppm): 0.65 (s, 3H, CHs), 3.87 (s, 6H, OCH3),
6.57 (d, 2H, Ju = 19.1 Hz, =CHSi), 6.94 (d, 4H, Juy = 8.8 Hz, -CeHa-), 7.03 (d, 2H, Juy = 19.1 Hz,
=CH), 7.43 — 7.50 (m, 7H, -CeHs- and Ph), 7.69 — 7.73 (m, 2H, Ph); 3C NMR (CDCls, &, ppm):
-3.56 (CHs), 55.35 (OCHs), 113.97, 122.47, 127.92 (d, J = 3.8 Hz), 129.23, 131.22, 134.67,
137.44, 146.11, 159.85; 2°Si NMR (CDCls, §, ppm): -16.42; MS: m/z (rel. intensity): 105 (13),
121 (29), 175 (16), 176 (14), 238 (21), 254 912), 264 (24), 265 (100), 266 (38), 267 (20), 278
(25), 296 (20), 310 (15), 371 (85), 372 (25), 386 (22, M*).
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Figure $76. 'H NMR (400 MHz, CDCl3) of product 28
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Figure S77. '3C NMR (100 MHz, CDCl3) of product 28
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Figure S78. 2°Si NMR (79 MHz, CDCls) of product 28

Analytical data of product 28:

Isolated yield: 91% (500.8 mg); *H NMR (CDCls, §, ppm): 1.34 (s, 18H, C(CHs)s), 6.82 (d, 2H,
Jun = 19.1 Hz, =CHSi), 7.04 (d, 2H, Juw = 19.1 Hz, =CH), 7.37 — 7.47 (m, 14H, -CsHa- and Ph),
7.62 — 7.69 (m, 4H, Ph); 13C NMR (CDCls, §, ppm): 31.31 (C(CHs)3), 34.70 (C(CH3)s), 122.12,
125.52, 126.51, 127.91, 129.50, 135.15, 135.41, 135.71, 148.40, 151.74; ?°Si NMR (CDCl3, §,
ppm): -19.38; MS: m/z (rel. intensity): 57 (39), 105 (10), 181 (12), 221 (17), 248 (12), 250 (26),
251 (10), 264 (174), 277 (14), 278 (32), 279 (15), 354 (100), 355 (47), 356 (11), 357 (17), 410
(59), 411 (22), 422 (18), 423 (34), 424 (13), 500 (15, M*); anal. calcd. for CssHaoSi (%): C: 86.34,
H: 8.05; found: C: 86.39, H: 8.12.
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Figure $79. 'H NMR (400 MHz, CDCl3) of product 29
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Figure $80. '3C NMR (100 MHz, CDCl3) of product 29
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Figure S81. 2°Si NMR (79 MHz, CDCls) of product 29

Analytical data of product 29:

Isolated yield: 92% (444 mg); *H NMR (CDCls, 6, ppm): 0.62 (s, 3H, CHs), 1.36 (s, 18H, C(CH3)3),
6.66 (d, 2H, Jun = 19.1 Hz, =CHSi), 7.04 (d, 2H, Juy = 19.1 Hz, =CH), 7.37 — 7.48 (m, 11H,
-C¢Hs- and Ph), 7.64 — 7.69 (m, 2H, Ph); 13C NMR (CDCls, 8, ppm): -3.64 (CHs), 31.28 (C(CHs)s3),
34.63 (C(CHs)3), 124.17, 125.45, 126.33, 127.83, 129.17, 134.62, 135.49, 137.22, 146.50,
151.49; 295i NMR (CDCls, 8, ppm): -16.32; MS: m/z (rel. intensity): 57 (36), 263 (11), 290 (10),
292 (100), 293 (43), 304 (12), 348 (23), 361 (24), 423 (21), 438 (12, M*).
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Figure $82. 'H NMR (400 MHz, CDCl3) of product 30
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Figure $83. '3C NMR (100 MHz, CDCl3) of product 30
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Figure S84. 2°Si NMR (79 MHz, CDCls) of product 30

Analytical data of product 30:

L SN o o s o S o o TR D o S L |
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Isolated yield: 89% (528.9 mg); *H NMR (CDCls, 8, ppm): 6.92 (d, 2H, Juw = 19.1 Hz, =CHSi), 7.11

(d, 2H, Jun = 19.1 Hz, =CH), 7.34 — 7.49 (m, 12H, Ar), 7.60 —

7.71 (m, 16H, Ar); 13C NMR (CDCls,

6, ppm): 123.22, 126.99, 127.20, 127.26, 127.42, 127.98, 128.79, 129.62, 134.78, 135.69,
137.03, 140.61, 141.26, 148.16; 2°Si NMR (CDCls, §, ppm): -19.36; MS: m/z (rel. intensity): 49
(21), 73 (45), 91 (49), 105 (20), 207 (60), 208 (23), 209 (29), 281 (37), 282 (20), 283 (32), 284
(36), 297 (34), 355 (35), 373 (100), 374 (100), 386 (30), 429 (30), 464 (24), 540 (14, M*); anal.
calcd. for C40H32Si (%): C: 88.84, H: 5.96; found: C: 89.02, H: 6.12.
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Figure $86. '3C NMR (100 MHz, CDCl3) of product 31
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Figure S87. 2°Si NMR (79 MHz, CDCls) of product 31

Analytical data of product 31:

Isolated yield: 87% (457.6 mg); 'H NMR (CDCls, §, ppm): 0.64 (s, 3H, CHs), 6.73 (d, 2H,
Juw = 19.1 Hz, =CHSi), 7.08 (d, 2H, Jur = 19.1 Hz, =CH), 7.33 — 7.37 (m, 2H, Ar), 7.40 — 7.47 (m,
7H, Ar), 7.55 — 7.63 (m, 12H, Ar), 7.65 — 7.68 (m, 2H, Ar); 13C NMR (CDCls, &, ppm): -3.83 (CH3),
125.24, 126.94, 127.03, 127.21, 127.34, 127.90, 128.74, 129.30, 134.60, 137.11, 140.62,
141.05, 146.26; 2°Si NMR (CDCls, 8, ppm): -16.29; MS: m/z (rel. intensity): 105 (12), 208 (12),
221 (12), 222 (15), 284 (20), 312 (100), 312 (42), 314 (12), 324 (16), 360 (10), 387 (21), 388
(12), 400 (11), 402 (12), 478 (18, M*); anal. calcd. for C3sH30Si (%): C: 87.82, H: 6.32; found:
C:. 87.75, H: 6.26.
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Figure $89. '3C NMR (100 MHz, CDCl3) of product 32
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Figure $90. 2°Si NMR (79 MHz, CDCls) of product 32

Analytical data of product 32:

Isolated yield: 88% (430 mg); *H NMR (CDCls, 8, ppm): 0.86 (q, 4H, Jun = 7.8 Hz, CH3CH,-), 1.09
(t, 6H, Juw = 7.9 Hz, CH3CHa-), 6.58 (d, 2H, Ju = 19.2 Hz, =CHSi), 7.05 (d, 2H, Jux = 19.2 Hz, =CH),
7.33 = 7.37 (m, 2H, Ar), 7.43 — 7.47 (m, 4H, Ar), 7.55 — 7.64 (m, 12H, Ar); 3C NMR (CDCl3, 6,
ppm): 4.45 (CHs), 7.46 (CH2), 125.11, 126.88, 126.96, 127.22, 127.32, 128.76, 137.38, 140.71,
140.85, 145.42; 2°Si NMR (CDCls, &, ppm): -8.14; MS: m/z (rel. intensity): 165 (16), 178 (18),
179 (12), 180 (28), 181 (36), 182 (11), 197 (15), 205 (18), 207 (12), 208 (21), 225 (25), 226 (14),
234 (19), 235 (100), 236 (32), 276 (16), 277 (57), 278 (27), 415 (85), 416 (24), 444 (2, M*); anal.
calcd. for C3zH3,Si (%): C: 86.43, H: 7.25; found: C: 86.35, H: 7.18.
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Figure S91. 'H NMR (400 MHz, CDCl3) of product 33
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Figure S92. '3C NMR (100 MHz, CDCls) of product 33
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Figure S93. 2°Si NMR (79 MHz, CDCls) of product 33

Analytical data of product 33:

Isolated yield: 91% (286.5 mg); 'H NMR (CDCl3, §, ppm): 0.38 (s, 3H, CHs), 0.92 (t, 6H,
Jun = 7.2 Hz, <(CH2)3CHs), 1.32 — 1.46 (m, 8H, -(CH2)2CHs), 2.11 — 2.24 (m, 4H, =CHCH>), 5.79
(dt, 2H, Jun = 18.5, 1.5 Hz, =CHSi), 6.15 (dt, 2H, Juw = 18.5, 6.1 Hz, =CHCH_), 7.34 = 7.39 (m, 3H,
Ph), 7.52 — 7.57 (m, 2H, Ph); 13C NMR (CDCls, &, ppm): -3.65 (CHs), 13.98, 22.32, 30.86, 36.45,
125.91, 127.67, 128.83, 134.44, 138.34, 150.51; 2°Si NMR (CDCls, &, ppm): -19.50; MS: m/z
(rel. intensity): 59 (13), 105 (20), 109 (13), 119 (20), 121 (78), 122 (25), 123 (16), 135 (13), 145
(30), 146 (16), 147 (13), 159 (27), 160 (16), 161 (14), 173 (36), 174 (27), 187 (22), 189 (27), 201
(21), 202 (36), 203 (83), 204 (18), 209 (100), 210 (21), 229 (47), 230 (13), 271 (79), 272 (19),
286 (6, M*); anal. calcd. for C1gH30Si (%): C: 79.64, H: 10.55; found: C: 79.81, H: 10.72.
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Figure S94. 'H NMR (400 MHz, CDCls) of product 34
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Figure S95. '3C NMR (100 MHz, CDCls) of product 34
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Figure S96. 2°Si NMR (79 MHz, CDCls) of product 34

Analytical data of product 34:

Isolated yield: 90% (344.7 mg); *H NMR (CDCls, 8, ppm): 1.02 — 1.07 (m, 6H, -(CH2)3CHs), 1.43
—1.57 (m, 8H, -(CH.),CH3), 2.32 — 2.40 (m, 4H, =CHCH), 6.03-6.20 (m, 2H, =CHSi), 6.21 — 6.40
(m, 2H, =CHCH,), 7.46— 7.50 (m, 6H, Ph), 7.66 — 7.70 (m, 4H, Ph); 13C NMR (CDCls, 8, ppm):
14.09, 22.41, 30.89, 36.81, 124.02, 127.79, 129.21, 135.30, 135.60, 135.91, 136.16, 152.87;
295i NMR (CDCls, 8, ppm): -21.92; MS: m/z (rel. intensity): 105 (12), 183 (20), 266 (18), 271
(57), 272 (19), 291 (100), 292 (32), 348 (2, M*); anal. calcd. for C4H3,Si (%): C: 82.69, H: 9.25;
found: C: 82.81, H: 9.39.
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Figure S97. 'H NMR (400 MHz, CDCl3) of product 35
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Figure S98. '3C NMR (100 MHz, CDCls) of product 35
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Figure S99. 2°Si NMR (79 MHz, CDCls) of product 35

Analytical data of product 35:

Isolated yield: 89% (245 mg); *H NMR (CDCls, 8, ppm): 0.59 (q, 4H, Jux = 7.8 Hz, CH3CH,-), 0.90
(t, 6H, Juw = 5.9 Hz, -(CH2)3CHs), 0.94 (t, 6H, Junw = 6.6 Hz, CH3CH,-), 1.28 — 1.42 (m, 8H,
-(CH2)3CHs), 2.10 — 2.18 (m, 4H, -(CH2)3CHs), 5.57 (dt, 2H, Ju = 18.6, 1.5 Hz, =CHSi), 6.07 (dt,
2H, Jun = 18.6, 6.3 Hz, =CHCH,); 13C NMR (CDCls, 8, ppm): 4.52 (CHs), 7.37 (CHa), 13.94, 22.21,
30.99, 36.69, 125.42, 149.37; 2°Si NMR (CDCls, 8§, ppm): -11.58; MS: m/z (rel. intensity): 59
(11), 85 (14), 111 (15), 139 (11), 195 (32), 223 (100), 224 (19), 252 (1, M*); anal. calcd. for
Ci6H32Si (%): C: 76.10, H: 12.77; found: C: 76.22, H: 12.82.
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Figure $100. *H NMR (400 MHz, CDCl3) of product 36
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Figure S101. 3C NMR (100 MHz, CDCls) of product 36
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Figure $102. 2°Si NMR (79 MHz, CDCls) of product 36

Analytical data of product 36:

Isolated yield: 90% (322.9 mg); *H NMR (CDCls;, §, ppm): 0.86 (s, 3H, CHs), 6.93 (d, 2H,
Jur = 19.1 Hz, =CHSi), 7.29 (d, 2H, Jun = 19.1 Hz, =CH), 7.44 — 7.49 (m, 2H, Ph), 7.52 — 7.57 (m,
4H, Ph), 7.59 — 7.64 (m, 3H, Ph), 7.67 — 7.74 (m, 4H, Ph), 7.87 — 7.92 (m, 2H, Ph); 13C NMR
(CDCls, 8, ppm): -3.78 (CHs), 125.00, 126.55, 127.87, 128.27, 128.48, 129.27, 134.55, 136.72,
137.99, 146.74; 2°Si NMR (CDCls, 8, ppm): -16.06; MS: m/z (rel. intensity): 51 (15), 102 (17),
103 (26), 105 (21), 121 (23), 145 (48), 146 (21), 218 (16), 219 (19), 220 (26), 222 (41), 223 (59),
224 (25), 233 (16), 245 (16), 246 (19), 247 (20), 248 (66), 249 (68), 250 (30), 311 (98), 312 (25),
325 (28), 326 (100, M*).
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Figure $103. *H NMR (400 MHz, CDCl3) of product 37
Product 37 @ a
Ph— Ph T I
\_J
|ﬂ\\'ﬁph
Ph
| ]
I
]
I
’ L) |
léD l}D léD l.’I:D l“tD 1;0 1‘20 liD 160 9‘0 8‘0 7‘0 GID SID 4‘0
f1 (ppm)

Figure $104. 3C NMR (100 MHz, CDCls) of product 37
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Figure S105. 2°Si NMR (79 MHz, CDCls) of product 37

Analytical data of product 37:

Isolated yield: 92% (392.8 mg); *H NMR (CDCls, §, ppm): 7.04 (d, 2H, Jur = 19.1 Hz, =CHSi), 7.04
(d, 2H, Juw = 19.1 Hz, =CH), 7.36 — 7.68 (m, 16H, Ph), 7.79 — 7.86 (m, 4H, Ph); 13C NMR (CDCls,
6, ppm): 123.34, 126.98, 128.22, 128.75, 128.81, 129.85, 135.02, 135.92, 138.23, 148.93;
295i NMR (CDCls, &, ppm): -19.19; MS: m/z (rel. intensity): 51 (13), 77 (13), 105 (37), 130 (36),
131 (13), 177 (13), 179 (16), 180 (33), 182 (14), 205 (41), 206 (39), 218 (15), 219 (45), 281 (14),
295 (100), 296 (29), 308 (44), 309 (21), 388 (4, M*).
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Figure $106. *H NMR (400 MHz, CDCl3) of product 38
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Figure $107. 3C NMR (100 MHz, CDCls) of product 38
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Figure $108. 2°Si NMR (79 MHz, CDCls) of product 38

Analytical data of product 38:

Isolated yield: 92% (295.7 mg); *H NMR (CDCls, 8§, ppm): 0.80-0.90 (m, 4H, CH3CH>-), 1.04-1.12
(m, 6H, CH3CH, ), 6.54 (d, 2H, Juw = 19.2 Hz, =CHSi), 7.02 (d, 2H, Jux = 19.2 Hz, =CH), 7.26 — 7.40
(m, 6H, Ph), 7.47 — 7.52 (m, 4H, Ph); 13C NMR (CDCls, 8, ppm): 4.44 (CH3), 7.49 (CH.), 124.95,
126.48,128.12,128.56, 131.55, 138.39, 145.94; 2°Si NMR (CDCls, §, ppm): -8.24; MS: m/z (rel.
intensity): 103 (10), 105 (14), 131 (27), 159 (17), 189 (12), 235 (19), 263 (100), 264 (24), 292
(28, M™); anal. calcd. for C0H24Si (%): C: 82.13, H: 8.27; found: C: 82.35, H: 8.42.
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Figure $109. *H NMR (400 MHz, CDCl3) of product 39
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Figure $110. 3C NMR (100 MHz, CDCls) of product 39
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Figure S111. 2°Si NMR (79 MHz, CDCls) of product 39

Analytical data of product 39:

.
-130

Isolated yield: 92% (403 mg); *H NMR (CDCls, 8§, ppm): 0.49 (overlapping s, 12H, CHs), 6.64 (d,
2H, Jun = 19.1 Hz, =CHSi), 7.01 (d, 2H, Jun = 19.1 Hz, =CH), 7.27 — 7.41 (m, 6H, Ph), 7.45 — 7.55
(m, 4H, Ph), 7.57 — 7.68 (m, 4H, Ph); 13C NMR (CDCls, 8, ppm): -2.52 (CHs), 126.56, 127.06,
128.21,128.57,133.34,138.21, 139.52, 145.38; 2°Si NMR (CDCls, §, ppm): -10.47; MS: m/z (rel.
intensity): 135 (20), 145 (19), 161 (17), 237 (15), 294 (17), 296 (40), 297 (18), 340 (23), 383

(31), 398 (100, M*).
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1.3. NMR spectra and analytical data of unsymmetrical E,E-divinylsilanes
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Figure $113. 3C NMR (100 MHz, CDCls) of product 40
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Figure S114. 2°Si NMR (79 MHz, CDCls) of product 40

Analytical data of product 40:

Isolated yield: 90% (317 mg); *H NMR (CDCls, §, ppm): 0.60 (s, 3H, CHs), 1.01 (t, 3H, Jus = 6.4 Hz,
-(CH,)4CH3), 1.37 — 1.88 (m, 6H, -(CH,)aCHs), 2.24 — 2.35 (m, 2H, =CHCH,), 5.97 (d, 1H, Jus = 18.5 Hz,
=CHSi), 6.33 (dt, 1H, Juy = 18.5, 6.2 Hz, =CHCH,), 6.72 (d, 1H, Jux = 19.1 Hz, =CHSi), 7.07 (d, 1H, Juu = 19.1
Hz, =CHCH,), 7.34 — 7.48 (m, 6H, Ph), 7.52 — 7.59 (m, 2H, Ph), 7.66 — 7.73 (m, 2H, Ph); 3C NMR (CDCls,
5, ppm): -3.75 (CHs), 14.06, 22.53, 28.27, 31.45, 36.90, 125.21, 125.88, 126.53, 127.75, 128.14, 128.47,
128.75, 129.04, 134.49, 137.52, 138.21, 146.20, 151.20; °Si NMR (CDCls, 8, ppm): -17.84; MS: m/z (rel.
intensity): 105 (23), 121 (42), 131 (18), 145 (38), 146 (16), 158 (20), 159 (21), 216 (15), 217 (31), 221
(16), 222 (19), 223 (21), 242 (29), 243 (100), 244 (48), 245 (18), 249 (23), 250 (48), 305 (69), 306 (18),
320 (39, M*); anal. calcd. for Cx2H,sSi (%): C: 82.43, H: 8.80; found: C: 82.52, H: 8.88.
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Figure $116. 3*C NMR (100 MHz, CDCls) of product 41
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Figure S117. 2°Si NMR (79 MHz, CDCls) of product 41

Analytical data of product 41:

Isolated yield: 90% (378.4 mg); *H NMR (CDCls, §, ppm): 0.65 (s, 3H, CHs), 1.37 (s, 9H, C(CHs)3), 6.70 (dt,
2H, Jun = 19.3, 1.6 Hz, =CHCH,), 7.07 (d, 2H, Juy = 19.1 Hz, =CHSi), 7.30 — 7.54 (m, 12H, Ph and —CeHa-),
7.64 — 7.75 (m, 2H, Ph); 13C NMR (CDCls, 5, ppm): -3.63 (CHs), 31.35 (C(CHs)s), 34.71 (C(CHs)s), 124.02,
125.36, 125.54, 126.41, 126.67, 127.94, 128.34, 128.60, 129.32, 134.68, 135.48, 137.08, 138.19,
146.70 (d, J = 6.9 Hz), 151.60; ?°Si NMR (CDCls, 6, ppm): -16.32; MS: m/z (rel. intensity): 57 (50), 187
(30), 222 (21), 243 (25), 244 (29), 245 (26), 246 (31), 247 (37), 248 (34), 249 (30), 250 (33), 254 (20),
262 (22), 264 (47), 265 (30), 276 (20), 277 (24), 279 (34), 280 (47), 281 (31), 288 (23), 289 (56), 290
(46), 292 (83), 293 (42), 294 (20), 302 (18), 303 (27), 304 (77), 305 (100), 306 (59), 307 (24), 326 (30),
327 (23),362(24),366(31), 367 (96),368(58),370(27), 380 (23), 382 (24, M*); anal. calcd. for Ca7H30Si
(%): C: 84.76, H: 7.90; found: C: 84.85, H: 8.02.
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Figure $118. *H NMR (400 MHz, CDCl3) of product 42
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Figure $119. 3C NMR (100 MHz, CDCls) of product 42
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Figure $120. %°Si NMR (79 MHz, CDCls) of product 42

Analytical data of product 42:

Isolated yield: 88% (441.6 mg); *H NMR (CDCls, §, ppm): 0.54 (s, 3H, CHs), 0.89 — 0.94 (m, 3H,
-(CH3)4CH3), 1.27 — 1.51 (m, 8H, -(CH,)4CH3), 2.20 — 2.26 (m, 2H, =CHCH,), 5.87 (dt, 1H, Jux = 18.6,
1.5 Hz, =CHSi), 6.26 (dt, 1H, Juy = 18.6, 6.3 Hz, =CHCH,), 6.81 (d, 1H, Jus = 19.1 Hz, =CHSi), 6.97 (d, 1H,
Ju = 19.1 Hz, =CHCH,), 7.39 — 7.43 (m, 3H, Ph), 7.57 — 7.61 (m, 2H, Ph), 7.75 = 7.77 (m, 1H, -C¢H-), 7.83
—7.89 (m, 2H, -CgHs-); 3C NMR (CDCls, 8, ppm): -4.02 (CHs), 14.02, 22.52, 28.22, 31.47, 36.93, 121.33
(m, CF3), 121.99, 124.24, 124.69, 126.34, 126.36, 127.95, 129.41, 131.74, 131.86, 132.07, 133.91,
134.46, 136.42, 140.15, 142.74, 152.09; **Si NMR (CDCls, 8, ppm):-17.56; MS: m/z (rel. intensity): 227
(15), 228 (12), 277 (12), 278 (43), 279 (17), 298 (100), 299 (30), 341 (28), 437 (15), 441 (8), 456 (3, M*);
anal. calcd. for Ca4H26F6Si(%): C: 63.14, H: 5.74; found: C: 63.30, H: 5.88.
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Figure S121. *H NMR (400 MHz, CDCls) of product 43
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Figure S122. 3C NMR (100 MHz, CDCls) of product 43

S82



Product 43

7 Fh
et _b—y |
_ N

A Sl

Y
N Cayy

90 80 70 60 50 40 30 20 10 o -10 -20 -30 -40 -50 -60 -70 -80 -90 -100 -110 -120 -130
f1 (ppm)

Figure S123. 2°Si NMR (79 MHz, CDCls) of product 43

Analytical data of product 43:

Isolated yield: 92% (457.7 mg); *H NMR (CDCls, §, ppm): 0.89 — 1.08 (m, 6H, -(CH,)4CHs), 1.36 - 1.72 (m,
12H, -(CH.)aCHs), 2.26 — 2.40 (m, 2H, -(CH2)sCHs), 2.61 — 2.72 (m, 2H, =CHCH,), 6.13 (d, 1H,
Juw = 18.5 Hz, =CHSi), 6.33 (dt, 1H, Juy = 18.5, 6.1 Hz, =CHCH,), 6.81 (d, 1H, Jux = 19.1 Hz, =CHSi), 7.04
(d, 1H, Jum = 19.1 Hz, =CHCH,), 7.23 (d, 2H, Ju = 8.0 Hz, -CeHa-) 7.42 — 7.50 (m, 8H, Ph and -CeHas-), 7.63
— 7.71 (m, 4H, Ph); 3C NMR (CDCls, §, ppm): 14.01, 14.04, 22.52, 28.22, 31.08, 31.44, 35.68, 37.00,
122.35, 123.46, 126.60, 127.76, 128.58, 129.27, 135.57, 143.40, 148.12, 153.30; *°Si NMR (CDCls, §,
ppm): -20.67; MS: m/z (rel. intensity): 105 (15), 253 (31), 276 (18), 278 (60), 279 (40), 280 (28), 291
(24), 304 (17), 355 (35), 356 (22), 375 (20), 376 (78), 377 (42), 378 (16), 381 (47), 382 (28), 452 (100,
M*); anal. calcd. for C32HaoSi (%): C: 84.89, H: 8.91; found: C: 84.95, H: 8.99.
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Figure $124. *H NMR (400 MHz, CDCls) of product 44
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Figure $125. 3C NMR (100 MHz, CDCls) of product 44
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Figure S126. 2°Si NMR (79 MHz, CDCls) of product 44

Analytical data of product 44:

Isolated yield: 90% (372.5 mg); *H NMR (CDCls, 8, ppm): 0.53 (s, 3H, CHs), 0.95 (t, 3H, Jus = 7.0 Hz,
-(CH2)4CHs), 1.32 — 1.35 (m, 15H, C(CHs)s and ~(CH2)4CHs), 2.18 — 2.28 (m, 2H, =CHCH.), 5.19 (d, 1H,
Juw = 18.5 Hz, =CHSi), 6.25 (dt, 1H, Juy = 18.6, 6.3 Hz, =CHCH,), 6.61 (d, 1H, Juy = 19.1 Hz, =CHSi), 6.99
(d, 1H, Jyw = 19.1 Hz, =CHCH,), 7.29 — 7.53 (m, 7H, Ph and -CsHs-), 7.58 — 7.68 (m, 2H, Ph); 3C NMR
(CDCls, 6, ppm): -3.66 (CHs), 14.06, 22.54, 28.30, 31.29, 31.46, 34.62, 36.90, 124.81, 125.42, 126.28,
126.63, 127.73, 128.99, 134.52, 135.69, 137.77, 146.04, 151.11, 151.35; 2°Si NMR (CDCls, 8, ppm):
-17.84; MS: m/z (rel. intensity): 57 (76), 105 (14), 121 (33), 122 (10), 145 (27), 146 (14), 147 (11), 158
(13), m159 (15), 171 (11), 172 (10), 177 (11), 187 (11), 215 (21), 216 (14), 217 (20), 221 (11), 235 (12),
250 (18), 264 (18), 278 (12), 280 (19), 291 (21), 298 (14), 230 (26), 305 (32), 306 (24), 319 (10), 361
(100), 362 (33), 376 (98, M*); anal. calcd. for Ca6H36Si (%): C: 82.91, H: 9.63; found: C: 82.99, H: 9.71.
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Figure S127. 'H NMR (400 MHz, CDCls) of product 45
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Figure $128. 3C NMR (100 MHz, CDCls) of product 45
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Figure S129. %°Si NMR (79 MHz, CDCls) of product 45

Analytical data of product 45:

Isolated yield: 86% (495.8 mg); *H NMR (CDCls, §, ppm): 6.92 (d, 1H, Juy = 19.1 Hz, =CHSi), 7.01 - 7.21
(m, 3H, =CHSi and =CHCH,), 7.35 — 7.97 (m, 18H, Ph and —CsHs-); 3C NMR (CDCls, §, ppm): 121.66 (m,
CFs), 121.93, 125.11, 126.54 (d, J = 3.1 Hz), 126.79, 128.15, 128.63, 128.75, 129.13, 129.94, 131.75,
132.20, 133.76, 135.56, 135.94, 137.76, 139.87, 145.03, 149.39; *°Si NMR (CDCls, §, ppm): -19.23;
MS: m/z (rel. intensity): 51 (22), 77 (29), 103 (23), 104 (20), 181 (22), 183 (36), 201 (22), 219 (19), 227
(17), 278 (77), m279 (28), 362 (17), 421 (100), 422 (29), 446 (15), 447 (19), 505 (53), 506 (17), 524 (13,
M*); anal. calcd. for CsoH2FeSi (%): C: 68.69, H: 4.23; found: C: 68.80, H: 4.31.
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Figure S130. *H NMR (400 MHz, CDCls) of product 46
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Figure $131. 3C NMR (100 MHz, CDCls) of product 46
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Figure S132. 2°Si NMR (79 MHz, CDCls) of product 46

Analytical data of product 46:

Isolated yield: 88% (447.3 mg); 'H NMR (CDCls, 8, ppm): 0.72 (s, 3H, CHs), 6.74 (d, 1H, Juy = 19.2 Hz,
=CHSi), 6.94 (d, 1H, Jux = 19.1 Hz, =CHSi), 7.11 (d, 1H, Jun = 19.1 Hz, =CHCH,), 7.12 (d, 1H, Ju« = 19.2 Hz,
=CHCH,), 7.35 - 7.56 (m, 8H, Ph), 7.68 — 7.74 (m, 2H, Ph), 7.81 — 7.85 (m, 1H, -C¢Hs-), 7.93 — 7.96 (m,
2H, -C¢H4-); 3C NMR (CDCls, 8, ppm): -4.04 (CHs), 121.53 (m, CFs), 123.85, 125.15,126.43 (d, J= 2.9 Hz),
126.67, 128.11, 128.31, 128.59, 128.61, 129.68, 131.04, 131.72, 132.16, 134.58, 135.73, 137.85,
140.00, 143.29, 143.94, 147.50; *°Si NMR (CDCls, 8, ppm): -15.82; MS: m/z (rel. intensity): 51 (11), 91
(11), 105 (20), 139 (26), 145 (14), 219 (10), 278 (10), 283 (12), 284 (13), 303 (24), 304 (100), 305 (18),
443 (40), 444 (11), 462 (12, M*); anal. calcd. for CasHaoF6Si (%): C: 64.92, H: 4.36; found: C: 65.12, H:

4.52.
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Figure S133. 'H NMR (400 MHz, CDCls) of product 47
Product 47 228 8 s .
W70 i
Cs"w1%hqe
S \\
h
I
|
I .
|
I
|
1
I
I
I
h
il W }
260 150 léU l;"D 1(;0 1EISD 1“40 1;0 1‘20 liD 160 9‘0 EIU ?‘D éD SID 4‘0 3‘0 ZID 1ID 0 -]I.D

f1 (ppm)

Figure $134. 3C NMR (100 MHz, CDCls) of product 47
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Figure S135. 2°Si NMR (79 MHz, CDCls) of product 47

Analytical data of product 47:

Isolated yield: 90% (392.3 mg); *H NMR (CDCls, 6, ppm): 0.73 (s, 3H, CHs), 1.02 (t, 3H, Juy = 6.9 Hz,
-(CH3)4CH3), 1.37 — 1.50 (m, 4H, -(CH,)4CH3), 1.67 — 1.80 (m, 2H, -(CH,)sCHs), 2.66 — 2.76 (m, 2H,
=CHCH,),6.75 (d, 1H, Jyy = 19.1 Hz, =CHSi), 6.81 (d, 1H, Juy = 19.1 Hz, =CHSi), 7.15 (d, 1H, Juy = 19.1 Hz,
=CHCH>), 7.16 (d, 1H, Juy = 19.1 Hz, =CHCH>), 7.28 (d, 2H, Jun = 8.1 Hz, -CsH4-) 7.35 — 7.54 (m, 10H, Ph
and -C¢Hs-), 7.57 — 7.62 (m, 2H, Ph); 3C NMR (CDCl;, §, ppm): -3.73 (CHs), 14.02, 22.52, 31.05, 31.43,
31.66, 123.66, 125.27, 126.55 (d, / = 3.6 Hz), 127.86, 128.25, 128.50, 128.59, 129.23, 131.48, 134.59,
135.63, 136.97, 128.11, 143.34, 146.66, 146.75; *°Si NMR (CDCls, 8§, ppm): -16.35; MS: m/z (rel.
intensity): 105 (18), 249 (19), 250 (24), 277 (38), 291 (15), 292 (25), 293 (44), 294 (20), 304 (17), 305
(73), 307 (44), 308 (18), 317 (18), 318 (70), 319 (100), 320 (51), 321 (23), 381 (54), 383 (36), 384 (17),
389 (18), 396 (26, M*); anal. calcd. for C,sH3,Si (%): C: 84.79, H: 8.13; found: C: 84.92, H: 8.28.
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Figure S136. 'H NMR (400 MHz, CDCls) of product 48
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Figure $137. 3C NMR (100 MHz, CDCls) of product 48
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Figure S138. 2°Si NMR (79 MHz, CDCls) of product 48

Analytical data of product 48:

Isolated yield: 92% (477.9 mg); 'H NMR (CDCl5, §, ppm): 0.98 (t, 3H, Juy = 6.9 Hz, -(CH)4sCHs3),
1.33 — 1.44 (m, 4H, -(CH,)4CHs), 1.62 — 1.74 (m, 2H, ~(CH2)aCHs), 2.43 (s, 3H, CHs), 2.62 — 2.73 (m, 2H,
=CHCH,), 6.88 (d, 1H, Juy = 19.1 Hz, =CHSi), 6.92 (d, 1H, Juy = 19.1 Hz, =CHCH,), 7.11 (d, 1H, Juy = 19.2
Hz, =CHSi), 7.12 (d, 1H, Juy = 19.2 Hz, =CHCH,), 7.18 — 7.25 (m, 2H, Ar), 7.28 — 7.542 (m, 12H, Ar), 7.68
—7.77 (m, 4H, Ar); 3C NMR (CDCls, §, ppm): 14.02, 21.34, 22.52, 31.07, 31.44, 35.69, 121.71, 122.94,
123.90, 126.67, 127.43, 127.89, 128.44, 128.61, 129.23, 129.48, 135.01, 135.66, 138.00, 138.08,
143.56, 148.59, 148.69; 2°Si NMR (CDCls, 8, ppm): -19.30; MS: m/z (rel. intensity): 105 (21), 181 (22),
206 (16), 220 (18), 221 (43), 222 (28), 234 (15), 235 (23), 278 (22), 279 (23), 291 (31), 292 (18), 311
(62), 612 (25), 324 (28), 105 (21), 181 (22), 206 (16), 220 (18), 221 (43), 222 (28), 234 (15), 235 (23),
278 (22), 278 (23), 291 (31), 292 (18), 311 (62), 312 (25), 324 (28), 367 (66), 368 (35), 380 (19), 381
(83), 382 (28), 394 (91), 395 (100), 472 (285, M*); anal. calcd. for C34Hs6Si (%): C: 86.38, H: 7.68; found:
C: 86.26, H: 7.52.
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