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Nucleophilic isocyanation is a straightforward method affording isonitriles through the N-
terminus substitution of cyanides.' Recently, some catalytic systems for the isocyanation have
been reported using epoxide, tertiary alcohol, allylic and benzylic alcohol derivatives.*”’
However, the variety of the reaction is still limited. In all cases, isocyano group was introduced
on the carbon center that had possessed the leaving group, along with C—O bond cleavage.

We successfully demonstrated a Pd-catalyzed isocyanation through C—C bond cleavage of
cyclopropane for the first time. Cyclopropylmethyl phosphate derivative 1 was smoothly
converted into the corresponding homoallylic isonitrile 2. The diene side-product 3 was also
obtained in low yield. Ester group at a-position of the leaving group plays the important role
to improve the yield of the target compound.
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