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New Synthetic Route to Mono- and Di-y8-Unsaturated NN-Dialkylthioamides
by the Thio-Claisen Rearrangement Based on Acyclic NN-Dialkylthioamides

By Seucni Tagano,* Ert YosHIDA, MicHIYASU HiraMa, and KUNIO OGASAWARA
(Phaymaceutical Institute, Tohoku University, Aobayama, Sendai 980, Japan)

Summary Mono- and di-yd-unsaturated NN-dialkyl- rearrangement of ¢-amino-of-unsaturated sulphides de-
thioamides have been synthesized by a thio-Claisen rived from acyclic NN-dialkylthioamides.
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a H H H 82-1
b H Me H 525
c H H Et 553
d  CH,CH=CH, H H 56-3
e  CH,CH=CH, Me H 323
f  CHMeCH=CH, H H 58-8
¢  CHC(Et)=CH, H Et 409

& Overall yield from (1) after purification by preparative t.l.c.
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To our knowledge, there has been no report on the thio-
Claisen rearrangement of a-amino-¢3-unsaturated sulphides!
derived from acyclic thioamides. We now report the first
example of the thio-Claisen rearrangement based on acyclic
NN-dialkylthicamides which can be applied to the syn-
thesis of mono- and di-y§-unsaturated NN-dialkylthio-
amidest and related compounds. The method involves
simply stirring the sulphonium bases (3), obtained from the
NN-dialkylthioamides (1) and allyl bromides (2), with
1:0—1-2 mol. equiv. of KOBut in tetrahydrofuran at room
temperature. Presumably the a-amino-¢3-unsaturated sul-
phides (4) are first formed which rearrange to the y§-
unsaturated thioamide (5).

In comparison with both the Eschenmoser? and Johnson?
versions of the Claisen rearrangement, this thioamide
process is more favourable for repeating the rearrangement
to introduce a second y§-unsaturated alkyl group (in
principle it can be carried out as many times as there are «-
hydrogen atoms in the thioamides, though we did not
succeed in carrying out the third reaction) without changing
the functional group.
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t Satisfactory analytical and spectral data were obtained for all new compounds except the unstable sulphonium salts.
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