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Scheme 1. Sustainable Coupling Protocol with HOMSi
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Scheme 2. Ir-catalyzed Aryl C—H Silylation for A—HOMSi
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Table 1. Cu-catalyzed Cross-coupling of 6a with 7¢
N S,
N* N CuBr; (10 mol%) N° N
N Ph-Davephos (10 mol%) N/
Etasi—Q—SiEt3 I—Ar W’ Ar—QfAr
DMI, 150 °C, 24 h
F F F F
6a 7,21eq 8a
Run 7, Ar 8a Yield (%)
1 7a, 4-MeOCgH4 8aa 94
2 7h, 3-MeOCgH. 8ab 90
3¢ 7c, 2-MeOCegHs 8ac 72
4 7d, 4-CICsH. 8ad 89
5 7e, 4-BrCe¢H4 8ae 91
6 7f, 4-CO.EtCeH4 8af 67
7 79, 4- PhaNCeHy 8ag 77

“Unless otherwise noted, a mixture of 6a (1.0 eq), 7 (2.1 eq), CuBr, (10 mol%),
Ph-Davephos (10 mol%), and CsF (2.5 eq) in DMI was heated at 150 °C for 24
h. Isolated yields are given. “Run for 48 h. DMI = N, N-dimethylimidazolidinone,
Ph-Davephos = 2-PPh,-2'-NMe,-biphenyl.
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Scheme 3, Cross-coupling of Aryl(triethyl)silanes
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Table 2. Cu-catalyzed Cross-coupling of 9a with 13¢
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“Unless otherwise noted, a mixture of 9a (1.1 eq), 13 (1.0 eq), Pdx(dba); (1
mol%), TTMPP (4 mol%), CuF (10 mol%) and CsF (1.3 eq) in DMI was heated
at 150 °C for 24 h. Isolated yields are given. ® JohnPhos was used instead of
TTMPP and heated at 120 °C. TTMPP = P(2,4,6-(MeO);CgH,); JohnPhos = P(¢-
Bu),(2-biphenyl)
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Figure 1, Other Coupling Products by the Reactions of
Corresponding Aryl(triethyl)silanes with p-Bromoanisole
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Table 3. Cu-catalyzed Cross-coupling of 8 with 10¢

Cul 5 mol%
A phen 5 mol% A
SiR; + X—-Akyl ——— > Alkyl
s CsF (1.3 eq) s

DM, 100 °C, 15 h
1.1eq

9a, R =Et; 9a', R=Me 17 18
Run 9 17 18  Yield (%)
1 9a  17a', I(CHy)s—Me 18a 86

2 9a  17b% Br{(CH»>»Me 18b 78

3 9a
4 9a
5 92’

17a% CH(CHy)sMe 182 80
17a™, TSO(CHy)s-Me 182 73
17¢8", Br-CH,-Cy 18 84
6 92 17d%,Br(CH),vinyl 18d 83

7 92 17¢%,Br(CH,»COEt 18¢ 68

a2 Unless otherwise noted, a mixture of 9a (1.1 eg), 17 (1.0 eq), Cul (5 mol%),
phenanthroline (10 mol%), and CsF (1.3 eq) in DMI was heated at 100 °C for 15
h. Isolated yields are given. ® Run for 24 h.
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