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We previously showed that hypervalent iodineagreement with the spectral data of previously syn-
compounds, specifically [fluoro(trifluoromethylsul- thesized structurally related compounds [4, 5]. The
fonyloxy)iodolbenzenel], react with alkenes to give structure oflll -V suggests initial formation of cation
bis-sulfonates and fluorosulfonates-8l. In continua- A which reacts with perchlorate ion to give compound
tion of our studies on reactions of compouhdvith  Ill . Cationoid rearrangement of catigh to B with
polycyclic hydrocarbons [3] we intended to examinesubsequent addition of CjQon leads to cross-struc-
its reaction with polycyclic epoxy derivatives. As ture IV. CompoundV is formed as a result of more
substrate we selected dimethgpo3,4-epoxytricyclo- profound intramolecular rearrangements. The forma-
[4.2.2.0""|deca-7,9-diene-9,10-dicarboxylatd )l We tion of cationD is preceded by transannular cycliza-
have found that polycyclic epoxidd reacts with tion to cationC and two successive 1,2-shifts. The
compoundl in the presence of lithium perchlorate atappearance of compound seems surprising, for it
a molar ratio of 1:2:8 to afford a mixture of products.contains a cyclopropane ring and hence should be
By column chromatography on silica gel we isolatedmore strained. However, as shown previously, com-
three main productdll -V at a ratio of~1:2.5:4 in  poundV is much less strained than, e.g., cross-struc-
an overall yield of 40% (Scheme 1). According to theture IV [4]. Apparently, this factor may be regarded
TLC data, the mixture also contained a number oks driving force of intramolecular rearrangements
by-products, including perchlorates and trifluoro-preceding formation ofV.
methanesulfonates which we failed to isolate in the Thus the formation of covalent perch|orates and tri-
pure state. fluoromethanesulfonates indicates that nucleofugic

The structure of compoundfl -V was established perchlorate and trifluoromethylsulfonate ions exhibit
on the basis of théH NMR spectra which were in full nucleophilic properties in one more type of reactions,
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