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THE F I R S T  EXAMPLE OF O P T I C A L L Y  A C T I V E  CHLOROPHOSPHINE: 

t -BUTYLPHENYLPHOSPHINOCHLORIOITE 

Centre of Molecular and Macromolecular Studies,Polish 
Academy of Sciences, 90-362 tddl, Sienkiewicza 112, 
Poland 

In general, alkylthiophosphonium salts can react with 
nucleophiles both in the sense of the Arbusov rearrange- 
ment (a) and the exchange of alkylthio groups at the P 

atom (b). We have recently demonstrated' that in the case 
of highly "thiophilic" nucleophiles such as mercaptide 
anions o r  tris(N,N-dimethy1amine)phosphine the reactive 
centre is the sulphur atom (c). 
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The latter reaction (c) has been applied f o r  the highly 
stereoselective synthesis of optically active phosphines, 
phosphinous and thiophosphinous acid esters. In continua- 
tion o f  this work we examined the reaction of optically 
active m e t h y l t h i o c h l o r o p h o s p h o n i u m  salts with triphenyl- 
phosphine and tris(N,N-dimethy1amine)phosphine affording 
optically active phosphinochloridite. The regioselectivity 
o f  this reaction and the stereochemistry of the other ha- 
lomethylthiophosphonium salts will be discussed in details. 
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