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Abstract:
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A new general route for preparing enantiomerically pure P-stereogenic phosphine oxides has been developed by expleiting the Staudinger
reaction between racemic tertiary phosphines and an enantiomerically pure crganeazide. The resulting phosphinimines are easily resolved by
either crystalization or flash chromatography and serve as synthetic intermediates toward enantiomerically pure phosphine oxides.

Schemes:

Scheme 1. Synthesis of the Resolving Agent® ¢

“ Beagents and conditions: () TBSCL EtyIN, DMFE. mt, 3 h: (k)
S0ClL:, C:He, DMF; reflux 12 h; (c) Nalv;, DMA, H,O, 60 °C 12
b, 57% isolated yield from 4.



Figures:

Figure 1. ORTEP drawing of phosphinimme 6el® drawn with 30%
probability ellipsoids, except for the hydrogen atoms which are
represented as spheres of arbitrary size.

Tables:

Table 1. Treatment of Racemic Phosphmes with Aride 3%
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Table 2. Hydrolysis of Isomerically Pure Phosphimmines
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Table 3. Assignment of Phosphinimine Abselute Configuration
from Hydrolysis Product Optical Eeotation Data

configuration

SM yield (%)  product g ic. solvent)  product &  SM
G a3 +19.2 (0.93, MeOH)2! Fr Sp
Th 93 +33.2 (162, MeOH)

Ge 94 —22.6 (1.00, MeOH) 22 Sp Fp
Gl 96 +19.8 (2.92, MeOH)#? Sp Fp
Ge =00 +71.4 (1.14, MeOH; 2

Tf a3 +26.9 (0.62,CHClg) % Fp Sp
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