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Study of Tautomerism in Some -Keto Phosphory}
Prototropic Pentad Systems

I.M.Aladgheva; I.V.Leont'eva, P.V.Petrovakii, T.A.Mastryukova,
M.I.Kabachnik

A.N.Nesmeyanov Institute of Organo-Element Compounds, USSR Aca-
demy of Sciences, Vavilova str. 28, Moscow, USSR.

By the reaction of phosphoryl substituted acylmethylenetriphe-
nylphosphoranes (1,II) with hydrogen halides prototropic pentad
tautomeric systems (III,IV) have been obtained.
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The solid acetyl derivative (III,X=Cl) has been found to
exist in the enolic form (B) while benzoyl derivative (IV, X=Cl,
Br) has the hydroxy-ylide structure (C). In solutions there is
an equilibrium of three forms: phosphoryl CH form (4), emolic
COH form (B) and hydroxy-ylide form (0). The equilibrium posi-
tion depends on the nature of substituent R, anion and solvent.

Tautomeric transformations in analogous thiophosphoryl sys-
tems have also been studied.

The methylation of phosphoranes I and II and that of their
thioanalogues has been found to proceed 1n two directions: at
the oxygen atom of C=0 group and at the oxygen atom of P=0 ( or
the sulfur atom of P=8) group; the P=0 and P=8S methylation pro-

dusts being undergone sn intramolecular Wittig reaction.
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