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Table 1. Asymmetric Hydrogenation of Methyl-a-Acetylamino-
acrylates Catalyzed by 6a°.

R! R1
RZJ\\~|,COOM9 i 8 o RZJ\/COOMe
MeOH, rt H
NHCOMe NHCOMe

Entry R’ R? s/cP H, Time ee
/atm /h 1%

1 Ph H 100 1 1 >99
2 Ph H 10000 3 27 >99
3 Ph H 50000 6 43 >99
4 A° H 100 1 1 >99
5 H H 100 1 1 >99
6 Me Me 100 6 5 15
7 ~(CHo)se- 100 6 5 1

2 Al reactions proceeded quantitatively under indicated conditions.
®SIC = substrate to catalyst ratio.
¢ Ar = 3-MeO, 4-AcOCgHa.

Table 2. Asymmetric Hydrogenation of a-Substituted AcetylEnami-

des Catalyzed by 6a2.
R R 6a (1 mol%) R’ "
RZTSS ¥ M Theon, rt rRe R
NHCOMe NHCOMe
Entry R! RZ R® H, Time ee
/atm /h /% (/Conf.)
1 Ph H H 1 1 >99(R)
2 4-MeOCgH4 H H 1 1 99(R)
3 40NCH; H H 1 11 >99(R)
4 Ph Me H 1 1 >99(R)
5 Ph H Me 2 1 37(R)
6 Ph Me Me 3 12 70(R)
7 tert-CsHs H  H 1 1 93(S)
8 1-adamantyl H H 1 1 62(S)

2 All reactions proceeded quantitatively under indicated conditions.
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Abstract
(1S01'SO2R0O2’'R)-1[11'- Di- tert-butyl-[2[2']-biphosphetane was prepared from tert-butylphosphine via phosphine-
boranes as intermediates. The rhodium complex of the ligand was used as a highly efficient catalyst in asymmetric

hydrogenations ofd -acetylaminoacrylates andd -substituted enamides.
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