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Study of Tautomerism in Some p-Keto Phosphoryl 
Prototropic Pentad Systems 

I. Y. Aladsheva*; I .ITo Leont eva, P.V.Petrovelri1, T .A .Haetryukova, 

A.B.Besmeyanov Ins t i t u t e  of Organa-Element Compounde, USSR Aca- 
demy of Sciencee, Vavilova etr. 28, HOBCOW, USSR. 

I d e 1 o U b a o h d . k  

By the reaction of phoaphoml eubetituted acylmethylenetriphe- 

nylphosphoranes (1,II) r i t h  hydrogen halides prototropic pentad 

tautomeria eyetens (II1,SV) have been obtained. 

1,II 

1,111: &Me, 1 1 , I V :  
&C1, Br, ClO, 

B 
II1,SV R=Ph ; 

The aolid acetyl  derivative ( I I 1 , f i C l )  ha8 been found t o  

e d e t  in the enolio form (B) a l e  benzoyl derivative (IV, &C1, 

Br) has the hydrozy-slide s t r w t u r e  (C). El aolutione there I8 

an equilibrium of three formet phoephoryl OH fonn (A), enolio 

COH form (B) and bydroxy-ylide form (0 ) .  9he equilibrium pod-  

t i on  depends on the  nature of eubstituent R, e o n  and eolvent. 

Tautomexdo t r a n ~ o ~ t l o n e  in -0gOtW ~ O P h O a p h o ~ l  
tens have alem been studied. 

The netbylation of phoephoranee I and I1 and that of their  
thioanaloguee has been found t o  prooeed in two direotionst at 

the oxygen atom of &O group and at  tbe owgen atom o f  h 0  ( or 

the eulfur atom of &S) group; the  %O and h 8  methylation Pro- 

duota beins undergone an intr-lemular Vi t t i g  maat ion .  
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