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Catalytic Synthesis of Vinylic Isonitriles with Fluoroalkyl Groups (!Graduate School of
Chemical Sciences and Engineering, Hokkaido University, *Faculty of Engineering, Hokkaido
University, *Frontier Chemistry Center, Hokkaido University) OTakuya Nakamura,' Mizuki
Ichihashi,' Taiga Yurino,>* Takeshi Ohkuma?”

Isonitriles are chemical equivalents of carbon monoxide with both nucleophilic and
electrophilic properties. They are useful building blocks in the construction of various nitrogen-
containing compounds. Previously, we have demonstrated transition-metal catalyzed
nucleophilic isocyanations that can be carried out under relatively milder reaction conditions
than traditional preparation method of isonitriles through dehydration. In this study, we report
that vinylic isonitriles are directly preparable through the reaction between allylic phosphates
bearing electron-withdrawing fluoroalkyl groups at the a-position of the leaving group and
trimethylsilyl cyanide (TMSCN). In the presence of Pd(CN),, the corresponding vinylic
isonitriles are afforded along with y-selective isocyanation followed by the subsequent olefin
isomerization. The addition of 2,2'-bipyridyl with twice amount of Pd catalyst is significantly
effective for the isocyanation.
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