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yield (%)
run X Pd(OAc)z2 (mol %) solvent (mol/L) time (h) 15 18 19 16
1 ™S 10 DMSO (0.05) 17 62 trace 21
2 TES 10 DMSO (0.05) 11 76 trace 14
3 TBDMS 10 DMSO (0.05) 19 81 4 5
4 TBDMS 5 DMSO (0.05) 4 82 3 3
5 TBDMS 3 DMSO (0.05) 22 81 5 trace
6 TBDMS 1 DMSO (0.05) 26 18 trace trace 64
7 TBDMS 10 DMSO (0.1) 5 89 2 3
8 TBDMS 10 DMSO (0.3) 15 78 3 5
9 TBDMS 10 DMSO—H,0” (0.05) 45 63 trace trace
10 TBDMS 10 MeCN (0.05) 13 37 trace trace 57

J. Am. Chem. Soc., 1998, 120, 4916.
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When substoichiometric/stoichiometric amounts of Pd(OAc); is used:
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Table 1. Conjugate Addition with Less Bulky Enones”

entry  enone conditions yield 24:25
1 12d standard conditions 12% 1.2:1
2 12d CuBr-Me,S as the copper source 0%

3 12d BF-OEt, as the additive 0%

4 12d TMSCI as the additive 56% 1:1.2
5 12e TMSCI as the additive 50% 2:1
6 12f TMSCI as the additive 67 % 6:1
7 12a standard conditions 0%

“Standard conditions: t-BuLi, 13, (2-thienyl)Cu(CN)Li, Et,O, —78
°C to rt, then HCI (1 M).
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Table I. Me,SiCl-Assisted Addition onto 3-Methylcyclohexenone at -78 °C in THF

entry  BujCuli or R48iC1 additive time GLC yield ()
BuCu (equiv) (2 equiv) (2 equiv) 1,4=-adduct recovery
1 Bu,Culi  (2.0) - - lh 282 70
2 (2.0)  MeqSiCl - 5 min 59 0
3 BupCuLi (0.6)  Me,SiCl HMPA 3h 87 13
4 (2.0) LBuMe,SiC1 - 1 31 63
5 (2.0)  “BuMe,SiCl HMPA 1 95 5
6 (2.0)  “BuMe,SiCl DMAP 1 90 10
7 BuCu (1.2)  MeqSiCl - 20 min 248 65
8 (1.2)  MeySiCl HMPA 20 min 532 33
9 (1.2)  MegSiC1 DMAP 20 min 578 34
10 (1.2)  MegSiC1 HMPA 1h 894 8

81solated as a ketone after acidic quench.

J. Org. Chem., 1985, 285, 431.
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