


1066 No. 12 

equimolar amounts of acetyl chloride and (7), and work-up yields diphenylphosphinic acid as 

a further product (Scheme 1) 
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Scheme 1: Products isolated from Ph2PC1 + RCCOH reactions. 

Despite the obvious structural relationship between (2) and (7), we have no evidence that 

the acetate (7) is formed via (IO), the analogue of (2), since {IO) is unaffected by the 

conditions leading to (7). Thus the pathway from (9) to (10) 2b,c 
suggested to hold for the 

trifluoroacetic acid - chlorodiphenylphosphine (1) system, and recently confirmed by other 

workers, 5 does not apply to the reaction of acetic acid with (1). The formation of (4) in the 

present case would seem to be reversible, and we suggest that this is achieved via - 

acetyldiphenylphosphine oxide (5, Fide) as shown in scheme 2, since it is known6 that the 

original starting materials readily equilibrate with acetyl chloride and diphenylphosphine 

oxide (6). 

Acetyldiphenylphosphine (3) has been confirmed as the other intermediate by synthesis 

end we have been able to show, in separate experiments, that it may be converted into the 

acetate (7) by treatment with hydrogen chloride in acetic acid. This conversion is very 

efficient, but proceeds slowly, at a rate compatible with the rate of formation of (7) from 

acetic acid and (1). The addition of acetic acid to (3) is thus the key step in the 
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Scheme 2: Intermediates and Pathways in PpPCl + RCOOH reactions. 




