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Carbon-nucleophiles such as malenonitrile and 1-morpholino-1-cyclchexene
attacked at the bridge-headed :IC=ﬁ:: bond of thiazolo[2,3-blbenzothiazolium per-
chlorates (1) to give pyrrelo[Z,1-b]lbenzothiazoles (2) thfough re-cyclizatién and
re-aromatization of the intermediate Z—methylidene-s—(Z-mercaptovinyl)-z,3-&ihydr0~
benzothiazole and 1,2-dihydropyrroleo[2,1-b]benzothiazole systems. As l-phenjl-Z,S—
tetramethylenepyrrole[2,1-b]benzothiazole (24) exhibited some anti-inflammatory
activity, the homologous materiais were prepared. On reaction with cuprous cyanide
p-bromophenyl derivative (2b) furnished the benzonitrile (2¢), which was converted
into the compounds with various aliphatic substituents at the para position of the
phenyl moiety. On reaction with methylmagnesium iodide and subsequent hydrolysis
2¢ was converted into tﬁe acetophenone (2d), which furnishe& acetic acid deriva-
tives by Willgerodt-Kindler reaction. Treatment with triphenylphosphonium methy-
lide 2d gave 2-phenylpropylens (2e), which was also prepared from 2d by the reac-
tion of methylmagnesium iodide and subsequent dehydration reaction. Hydroboration
of 2e afforded 2-phenylpropanocl (2f), which was oxidized with chromic acid into
the propionic acid derivative (3g)}, the sulfur atom Being oxidized at the same time
into sulfoxide. The de-oxygenation of the corresponding ethyl ester (3h) was car-
ried out with PBr3 to give w-substituted propionic acid ester (2h). Oxidation of
2a with chromic acid, with m-chloroperbenzoic acid or with sodium periodate fur-
nished the corresponding sulfoxide (3a), which was also reduced back to the start-
ing material (2a) with PBr,. The infrared spectra of the sulfoxides (3a,g,h)
showed an intense absorption at I1660-1690 cm_l, indicating that the S-oxide group

induced the enamine-type polarization of the ::C=C<: bonds of the pyrrole ring.

—125—




