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PilORY L-XYDROXY YLI DE SY S TEblS 

I .M.ALADZSEVA, O.V.SYKHOVSIZAYA, I .'J.LEONTIEVA, 
P.V.PETROVSKI1 , T.A.MASTRYUKOVA, and M.1 .IZIUACHNIK 
A.N.Nesmeyanov Institute of Organo-Element Compounds, 
Academy of Sciences of the USSR, Vavilov Str. 28, 
Moscow 117813, USSR 

It has been established that in the phosphoryl-hydr- 
oxyylide systems (I-VIII) the increasing acidity of the 
carbon atom depending on substituent Y (which is character- 
ized by 0- value) shifts the equilibrium to the hydroxy- 
-ylide form (B). 

CH 

RR'P(0)CH(Y)$Ph3 X- (A) -RRtP(OH)=C(Y)6Ph3 X- (B) 

Ts (V), CN (VI), COPh (VII), 6Ph3X (VIII); R=R' = Bu, 
Y: CONEt2 (I), P(0)Ph2 (11), COOEt (III), COCH3 (IV), 

Ph, BuO, PhO, EtO; R=Ph, R'=Et; R=EtO, R'=Bu; X = C1, Br, 
C104 I BF4. 

On the contrary, the content of form (B) decreases with the 
increase of the acidity of the phosphorus atom; for the 
quantitative estimation of this effect 0' constants are 
used. Compounds with one or two phenyl groups at the phos- 
phorus atom are an exception. 

In the case of the acyl substituted compounds (IV, 
VII) the enol form RR'P(0)C(+PPh3)=C(OH)R'' X- (C) (R" = Me, 
Ph) along with forms (A) and (B) are observed in the solu- 
tion. 

The equilibrium of tautomeric systems (I-VIII) is also 
affected by the nature of the anion X I  used solvent and 
temperature. 

In the crystalline state compounds (I-VIII) exist in 
one of the three tautomeric forms (A, B or C )  depending on 
the nature of the substituents Y, R, R' and anion. 
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