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A Novel Synthesis of 1,2,5-Benzoxathiazepines

By MancaT Rar and (Miss) BaLyit Kaur
(Department of Chemistry, Punjab Agvicultural University, Ludhiana, India)

Summary 1,2,5-Benzoxathiazepines have been synthesized cycloadducts of sulphene (H,C=SO,) with substituted
through a novel rearrangement reaction of the unstable N-benzylidene-2-hydroxyanilines.
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THE reaction of diphenylsulphene (Ph,C=SO,)t with N-
benzylidineaniline gives a four membered cyclic com-
pound,? but a similar reaction between sulphene (H,C=SO,)
and N-benzylidineaniline results in the formation of 1,4-
benzothiazine, through a novel rearrangement of the 1,2-
cycloadduct.?2 Addition of H,C=SO, to some substituted
N-benzylidineanilines has also been reported.2:* The
present communication describes a new type of rearrange-
ment that occurs during .addition of H,C=SO, to N-
benzylidine-2-hydroxyanilines (2a—e).
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Addition of H,C=SO,, generated in situ from methane-
sulphonyl chloride and triethylamine, to (2a) gives a
crystalline compound in ca. 609, yield, having m.p. 160 °C
and an elemental analysis in agreement with the expected
1:1 adduct (1) or (3). However, spectral studies ruled out
structures (1) and (3) and the product was instead found
(mixed melting point) to be identical with 4,5-dihydro-4-
phenyl-3H-1,2,5-benzoxathiazepine 2,2-dioxide (4a), syn-
thesized by an alternative route.?’

The addition of H,C=SO, to (2) and the subsequent
rearrangement are summarized in the Scheme. Product
(4), it is postulated, results from migration of the sulphone
group from the aniline-nitrogen atom to the o-hydroxy-
oxygen atom followed by a proton shift; thus the 1,2-

t Sulphenes are thione SS-dioxides.
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thiazetidine ring rearranges to a 1,2,5-benzoxathiazepine
ring.

Similarly the analogous 4-substituted 1,2,5-benzoxathi-
azepine 2,2-dioxides (4b) (m.p. 105 °C), (4¢) (m.p. 123 °C),
(4d) (m.p. 82 °C), and (4e) (m.p. 198 °C) have been synthe-
sized in yields of ca. 509 from the corresponding 2-
hydroxyanilines (2b—e), respectively.
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