1,2-MIGRATION OF METHYL GROUP IN REACTION
OF tert-BUTYLETHYLENE WITH
PHENYLSULFENYL FLUOBORATE
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It is known that the reaction of 3,3-dimethyl-1-butene (I) with various covalent sulfur-containing elec-
trophilic reagents always proceeds without rearrangement [1]. We discovered that the use of reagents of
the cationoid type makes it possible to direct this reaction toward the formation of products with a rearranged
skeleton. Thus, the reaction of (I) with CgHSBF, (II) at —20°C in CH,Cl,—CH;3NO, solution leads to the for-
mation of a colored solution of a complex with the hypothetical structure (III), which when treated with vari-
ous nucleophilic reagents at —20 to —10°C gives 1,2-addition products with a rearranged structure of gen-
eral formula (IV) (yield 60-90%, see [2] for the formation of analogous products when (II) is reacted with
cyclohexene). However, if the solution of complex (II1), obtained at —20°C, is kept at 20°C for 1.5-2 h, then
the main reaction product, independent of the nature of the nucleophilic reagent Z, used to treat the mixture
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becomes 3,4,4-trimethylthiochroman in 78% yield. These results can be explained if it is assumed that the
reaction of (I) with (IT) gives the episulfonium complex (III), which undergoes rearrangement when the tem-
-perature is raised to yield the intermediate (VI), which is capable of subsequently alkylating the phenyl
ring. The composition and structure of products (Va-f) and (V) were proved by the elemental analysis,
IR, NMR, and mass spectral data. ,

LITERATURE CITED

1. W. H. Mueller, Angew. Chem., Inter. Ed., 8, 482 (1969). _
2, M. Z. Krimer, V. A. Smit, and A, A. Shamshurin, Dokl. Akad. Nauk SSSR, 208, 864 (1973).

N. D. Zelinskii Institute of Organic Chemistry, Academy of Sciences of the USSR, Moscow. Institute
of Chemistry, Academy of Sciences of the Moldavian SSR, Kishinev. Translated from Izvestiya Akademii
Nauk SSSR, Seriya Khimicheskaya, No. 11, p. 2650, November, 1974. Original article submitted July 9,
1974.

© 1975 Plenum Publishing Corporation, 227 West 17th Street, New York, N.Y. 10011. No part of this publication may be r.eproduc:ed,
stored in a retrieval system, or transmitted, in any form or by any means, electronic, mechanical, photocopying, microfilming,
recording or otherwise, without written permission of the publisher. A copy of this article is available from the publisher for 315.00.

2564



