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We have obtained new chiral phosphinaminophosphinite ligands (I)~(III) for rhodium com-
plexes used for asymmetric hydrogenation [1, 2] starting from 2S-(IV), 1R,2S-(V), and 1S,2S-
(VI) by their phosphorylation by Ph;PCl in benzene in the presence of NEty at 20°C in an

argon atmosphere,
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(I)-(III) are transparent, viscous oils which are readily oxidized in the air. ®'P NMR spec-
tra (8, ppm): 114.9 and 59.8 (I), 112.5 and 64.6 (II) and 110.5 and 63.1 (III). The Rh[ (COD)-
(I)]1C10, complex, where COD is 1,5-cyclooctadiene, was obtained according to Schrock and Os-
born [3]. The hydrogenation of N-acetylaminocinnamic acid (VII) to give N-acetylphenylala-
nine (VIII) was carried out in situ with [Rh(COD)Cl], and (I), (II), or (III) in 1:1 benzene—
methanol at 20°C, [Rh] = 0.08 mmole, (VII)/catalyst = 35 at 100 atm and in the presence of

the catalytic complex under the same conditions with [Rh] = 0.1 mmole, (VII)/catalyst = 35

at 1 atm, The optical yields, p (%), and configurations of (VIII) upon in situ hydrogenation
in the presence of (I), (II), and (III) were 4% (R), 2% (R), and 4% (R), respectively. In

the presence of the complex with (I), p was 51% and the configuration was R.
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