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Previously we introduced new phosphorylating reagents, 1,3-diaza’j and 1,3-oxaza- 2) 

2-phenoxy-benzophosphole-2-oxides, and their phosphorylating ability was attributed to the 

intrinsic instability of the nitrogen containing vinylenephosphate-type ring itself. 

So far, the chemistry of such heteroatom containing five-membered phosphate analogues has been 

little studied , in contrast to those of ethylenephosphates 3) and vinylenephosphat es?) 

Only recently the alkaline hydrolysis of O,S-ethylenephosphorothioates 5) and 2-oxo-1,3,2-oxaza- 

phospholanes 6) have been studied and the results are interpreted in terms of the Westheimer’s 

pentacoordinate intermediate mechanism. 

In order to obtain the more detailed information on the effect of the heteroatoms on 

the solvolysis we investigated the hydrolysis of heteroatom containing benzophospholes under 

neutral condition with the limited amount of water. This communication describes the results 

of product analysis which suggest the reactivity and the position of the bond fission are 

strongly dependent on the heteroatoms introduced. 

Eight benzophospholes listed in the Table were synthesized either by the reaction of 

phenylphosphorodichloridate 7) with 1,2-disubstituted benzene (method A) or by the reaction of 

2-chloro-2-oxo-benzophosphole with phenol or aniline (method B), both of which have been reported 

in our previous papers. B) 

Hydrolysis was then carried out in tetrahydrofuran with three equivalents of water 

at ambient temperature and the products were isolated as follows: phenol, by silicagel chromato- 

graphy; phosphates derivatives, as appropriate ammonium salt. 

In the cases of 2-anilino- and 2-benzyl-benzodiazaphosphole-2-oxides, the starting material 

was recovered unchanged under the present hydrolytic condition. 
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