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Scheme 1 Synthesis of compound Sa
S FEE & 72 4 B-sulfinyl enone 5 |%, [-menthyl sulfinate 1 % [HFFELE L, 7 V% =11k, Gilman 7R3 &
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Table 1 Asymmetric 1,2-addition reaction of S5a

R OH
O © OH © S 0 R.=
* RM + ’
[~ — SNF + S~
B 0.5h - ..
(S5)-5a (Ss, R)-6a (55.5)-62
Entry RM Temp. Lewis acid Dr. (R:S)?  Yield (%)°
1 PhMgl
(1.0 equiv) -78°C 0
2 s 99.5:0.5
(2.0 equiv) -78°C 59
PhMgl .
3 (5.0 equiv) -78°C 99.1:0.9 88
PhMgl .
4 (5.0 equiv) rt 98.0:2.0 81
PhMgBr o
5 -78 °C ,
(5.0 equiv) 98.5:1.5 85
6 PhMgl . .
(5.0 equiv) -78°C LaCl, 98.3:1.7 27
7 PhMgl . .
(5.0 equiv) -78°C YbCl; 97.2:2.8 37
8 PhLi 789C |
(5.0 equiv) 99.5:0.5 6
MeMgl
9 - .
(5.0 equiv) 78°C 23:77 86
i-PrMgBr '
10 (5.0 equiv) -78°C 49:51 71

2 The diastereoisomeric ratio was determined by 'H NMR of the crude product.
b The yield was determined by "H NMR analysis of the crude product using CH,Br, as an internal standard.
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Table 2. Diastereoselective 1,2-addition reactions of (Ss)-5a-51
O._R! HO,

:Rl Ph ?I_]Ill
¢} o N o N
S Pl § §
IS T S N S Eh
o -78°C/0.5h - B

(Ss)-5a-51 (Ss,R)-6a-61 (Ss,5)-6a-6
Entry Substrate Product
R! R2 D.r. (R:S)? Yield (%)°
1 5a n-Bu Me 6a 99.1:0.9 85
2 5b H i-Pr 6b 91.0:9.0 72
3 Sc H n-Bu 6¢c 91.0:9.0 62
4 5d Me Me 6d 100:0 86
5 Se Me i-Pr 6e 100:0 84
6 5f Me n-Bu 6f 99.7:0.3 81
7 Sg Me Et 6g 99.4:0.6 88
8 5h n-Bu Et 6h 99.0:1.0 79
9 5i n-Bu i-Pr 6i 99.8:0.2 68
10 5j n-Bu Ph 6j 100:0 35
11 5k n-Bu n-Bu 6k 99.3:0.7 63
12 51 i-Bu n-Bu 61 99.0:1.0 72

2 The diastereoisomeric ratio was determined by '"H NMR analysis of the crude product.
b Isolated yield.
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Table 3 Asymmetric 1,2-additi0n of 1d

o) Jio R
SO s QS b ¢
S e o i

0, e
(S5)-5d T8ECI05h T (66 R)-7a-7d (Ss, S)-Ta-7d
Entry R Product D.r. (R:S)? Yield (%)®
1 4-H;COC4H, 7a 93:7 63
2 4-CIC4H, 7b 98:2 73
3 4-H;CCgH, 7e 92:8 81
4 3-H;CCgH, 7d 937 73

2 The diastereoisomeric ratio was determined by "H NMR analysis of the crude product.
b [solated yield
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