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METASTABLE ENTHIOLS AND o,-UNSATURATED SULPHENYL CHLORIDES.
REARRANGEMENTS IN A TRIAD ‘CARBON-CARBON-SULPHUR’

R. A. Bekker, V. Ya. Popkova and 1. L. Knunyants

Nesmeyanov Institute of Organo-element Compounds, USSR Academy of Sciences,
Moscow, Vavilow st. 28 (U.S.S.R.)

As was shown for the first time, sterically unhindered tautomeric sys-
tems (enthiol-thioketone and ol,P -unsaturated sulphenyl chloride-thioketo-
ne) with negligibly small rates of tautomeric conversions under normal con-
ditions may be found among polyfluorinated monothiocarbonyl compounds. Me-
tastable in these systems are respectively enthiols and oi,b-unsaturat:ed
sulphenyl chlorides which are highly stable kinetically.

Enthiols and o, -unsaturated sulphenyl chlorides do not convert spon-
taneously into the corresponding thioketones. However, basic catalysts or
thermal treatment can isomerize enthiol (I) into thioketone (II). The rever-

se reaction cannot be carried out.

CF 150%; 20 h CF
~ ’ N
C=C-C.F B — CH-G~C,F
CF3/ g 2 0 cr” S 25
L B }
n (11)
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A tautomeric system - o(.,ﬁ ~unsaturated sulphenyl chloride (III) ¢ thio-
ketone (IV) - in the presence of a weakly basic catalyst acquires a state of
equilibrium with a low activation barrier of the form interconversioms; in
other words chlorotropy - migration of the chlorine in the triad “carbon-car-
bon-sulphur' - is observed for the first time. In the absence of catalysts

both forms are stable.
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