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Figure S1. '"H NMR spectrum of 3-iodo-2-(1,1,2,2,2-pentamethyldisilanyl)thiophene in CDCls.
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Figure S2. Enlarged view of the

pentamethyldisilanyl)thiophene in CDCls.
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Figure S3. *C NMR spectrum of 3-iodo-2-(1,1,2,2,2-pentamethyldisilanyl)thiophene in CDCls.
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Figure S4. Si NMR spectrum of 3-iodo-2-(1,1,2,2,2-pentamethyldisilanyl)thiophene in CDCls.
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Figure S5. "H NMR spectrum of 1a in CDCls.
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Figure S6. Enlarged view of the aromatic region for 1a.
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Figure S7. 1*C NMR spectrum of 1a in CDCls.
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Figure S8. ?Si NMR spectrum of 1a in CDCls.
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Figure S9. 'H NMR spectrum of 1b in CDCls.

Figure S10. Enlarged view of the aromatic region for 1b.
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Figure S11. '*C NMR spectrum of 1b in CDCls.
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Figure S12. ?Si NMR spectrum of 1b in CDCls.
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Figure S13. '"H NMR spectrum of 1¢ in CDCls.
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Figure S14. Enlarged view of the aromatic region for 1c.
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Figure S15. *C NMR spectrum of 1¢ in CDCls.

abundance

1.2

0.9 1.0

A

08

0.6 017

05

0.2 0.3 0:4

0.1

0

o
220.0 210.0 200.0 190.0 180.0 170.0 160.0 150.0 140.0 130.0 120.0 110.0 100.0 90.0 8

600 500 400 300 200 100 100 204

o4

-

21.280
-1.746
-1.965
-3.148”

X : parts per Million : Carbon13

P T R

0.2

0.18

<
'

=

o

200.0

22708~
-100.226 ~_ =
-104.145 —
-107.680

-17.502—

X : parts per Million : Silicon29

Figure S16. ?Si NMR spectrum of 1¢ in CDCls.
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Figure S17. '"H NMR spectrum of 2a in CDCls.
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Figure S18. Enlarged view of the aromatic region for 2a.
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Figure S19. *C NMR spectrum of 2a in CDCls.

=]
=E

200 100 0

oo

(thousandths)
2490

T TIIRTT

500 400 300 200 100

T

2000 ' 1000

0.077— ©-
6.858 —

X: parts per Million : Silicon29

-
S
=)

-99.477 —
-105.183 — =2

-91.754 ——

p—
-200.0

Figure S20. ?Si NMR spectrum of 2a in CDCl:.
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Figure S21. '"H NMR spectrum of 2b in CDCls.
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Figure S22. Enlarged view of the aromatic region for 2b.

S12



o |
ol |
|
o ‘
P 1
}
| f
(=3
o
=3
bt}
(=3
1
[~}
s}
o
o (|
< |
|
|
J |
|
8 [
8
Ee
« SAAURAALARSASIMALS AN Ly LeiaAabaNs hhas Lt s AR YRS o LS AR (8Os bt AR A oAbt S R GRS LLAL ) LA on C LA VAR Ay ettt b LA REaa b as Res kAt b ELLLS L S et Ay e RS LY A RE Ao At e e
220.0 210.0 200.0 190.0 180.0 170.0 160.0 150.0 140.0 130.0 120.0 110.0 1000 90.0 80.0 70.0 60.0 50,0 400 300 200 10.0 0 -10.0 -20.0
}l | JIL WL ‘ ‘
\ | N 21N
vy - (=) QN o~ - 00 \O w o ad < T N
85 X 58533s8 RE8 2 82
98 ¢ 24594889 REe I S v

X ; parts per Million ; Carbon13

Figure S23. *C NMR spectrum of 2b in CDCl:.
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Figure S24. *Si NMR spectrum of 2b in CDCls.
S13



009

IT€

861

X LL Jhoabi_y

6.0

OLT 091 OSI OV O0EL 021 0TI 001 06 0% 0L 09 05 0r O0f 07 01 0

2ouepumge

E1d x4
— £91°C

SLT1'T
/ 681
RHTT

W 1ZET

/ SPET

_J 988T
\s0sz

X : parts per Million : Proton

o€

Figure S25. '"H NMR spectrum of 2¢ in CDCls.
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Figure S26. Enlarged view of the aromatic region for 2¢.
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Figure S27. 3C NMR spectrum of 2¢ in CDCls.
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Figure S28. ?Si NMR spectrum of 2¢ in CDCls.
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Figure S29. 'H NMR spectrum of 3 in CDCls.
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Figure S30. °C NMR spectrum of 3 in CDCls.
S16



I
———

A |
-200.0

r
|
K=

100

o

"y

€0

1000

200.0 I

o

___OSLFII-
_886'L01-
—— 6P0H01-

_— SE0'ET-
——STVLI-

X : parts per Million : Silicon29

Figure S31. 2°Si NMR spectrum of 3 in CDCls.
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Figure S32. '"H NMR spectrum of 4 in CDCls.
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Figure S33. *C NMR spectrum of 4 in CDCls.
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Figure S34. 2Si NMR spectrum of 4 in CDCls.
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Figure S35. 'H NMR spectrum of 5 in CDCls.
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Figure S36. °C NMR spectrum of 5 in CDCls.
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Figure S37. 2°Si NMR spectrum of 5 in CDCls.
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Figure S38. '"H NMR spectrum of 6 in CDCls.
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Figure S39. >*C NMR spectrum of 6 in CDCls.
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Catalyst: Rh(nbd)Cl

E(SCF) =-841.2814 au, E(Free) = -841.1966 au.

Figure S41. Optimized structures for RhCl(nbd) with 6-31+G(d,p) and LanL2DZ(f) basis.
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1+RhCl(nbd)
E(SCF) = -2479.5789 au, E(Free) = -2479.2160 au.

Figure S42. Optimized structure for 1 + RhCl(nbd) with 6-31+G(d,p) and LanL2DZ(f) basis.

S23



TS-0
E(SCF) =-2479.5518 au, E(Free) = -2479.1790 au.

Figure S43. Optimized structure for TS-0 with 6-31+G(d,p) and LanL2DZ(f) basis.
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IM-1
E(SCF) = -2479.5861 au, E(Free) = -2479.2143 au.

Figure S44. Optimized structure for IM-1 with 6-31+G(d,p) and LanL2DZ(f) basis.
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TS-1
E(SCF) =-2479.5525 au, E(Free) = -2479.1809 au.

Figure S45. Optimized structure for TS-1 with 6-31+G(d,p) and LanL2DZ(f) basis.
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IM-2
E(SCF) = -2479.5642 au, E(Free) = -2479.1888 au.

Figure S46. Optimized structure for IM-2 with 6-31+G(d,p) and LanL2DZ(f) basis.
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TS-2
E(SCF) = -2479.5256 au, E(Free) = -2479.1490 au.

Figure S47. Optimized structure for TS-2 with 6-31+G(d,p) and LanL2DZ(f) basis.
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IM-3
E(SCF) =-2479.5752 au, E(Free) = -2479.2034 au.

Figure S48. Optimized structure for IM-3 with 6-31+G(d,p) and LanL2DZ(f) basis.
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TS-3
E(SCF) =-2479.5610 au, E(Free) = -2479.1852 au

Figure S49. Optimized structure for TS-3 with 6-31+G(d,p) and LanL2DZ(f) basis.
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2+RhCl(nbd)
E(SCF) = -2479.6024 au, E(Free) =-2479.2270 au

Figure S50. Optimized structure for 2 + RhCl(nbd) with 6-31+G(d,p) and LanL2DZ(f) basis.
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