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Double Asymmetric Hydrogenation of B,B-Disubstituted
a,B-Unsaturated Ketones Catalyzed by Ruthenium(ll) Complex
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H, (50 atm)
RZ O (Sp.Sn)-3 RZ  OH 0
#-C4HgOK (2.0 mM) o { Xyl Cl(CH,),
A 1 1 | N
R j.C4H,OH/t-C4HaOH = 3:1 R o SRy
- to 25 °C, 40-48 h - ah »
R3 1a-g 0to 25 °C, 40-48 r3 2a-g O p | N ”
< Xyl, cl Ha
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Subst./Cat. = 300 (Sp,Sn)-3
[Subst.]y =0.15 M RuCl,[(S)-dm-segphos][(S)-dmapen]
OH OH RZ  OH OH
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2a 95% yield, 98% ee 2b R'=C,Hg 2d R?=C,H; 2f R3=ClI
antilsyn =11 :1dr 93% yield, 98% ee 98% yield, 99% ee 86% yield, 98% ee
antilfsyn =23 : 1 dr antilsyn =12 : 1dr antilsyn =13 : 1dr
2¢ R'=i-C3H, 2e R?=j-C3H, 2g R3=0CH,4
70% yield, 94% ee 92% yield, >99% ee 96% yield, 98% ee
antilsyn =96 : 4 dr antilsyn =4.5:1dr antilsyn =14 : 1dr
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1) Ohkuma, T. Proc. Jpn. Acad., Ser. B, 2010, 86, 202-219.
FEREAAIT

K4 I FE (ZFED V1)

g B[l B PNE LY NE S
wabbt e a—2

AR B+ 24

Wi S REET =




