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Phosphine-Catalyzed Z-Selective Carbofluorination of Alkynoates Using Acyl Fluorides
(‘Graduate School of Engineering, Osaka University, *Innovative Catalysis Science Division,
Institute for Open and Transdisciplinary Research Initiatives (ICS-OTRI), Osaka University)
(OShisato Yamamura,' Namiki Takenaka,' Hayato Fujimoto,!?> Mamoru Tobisu'-?

Fluorinated molecules occupy an important place in pharmaceutical, medicinal, agrochemical,
and material sciences.” Among the various fluorinated motifs, monofluoroalkene derivatives
are of particular interest, partly because of their utility as peptide bond isosteres.
Carbofluorination of alkynes, which proceeds via the simultaneous formation of C—C and C—
F bonds, is a powerful method for the synthesis of monofluoroalkenes. Recently, we reported
on the use of acyl fluorides as bifunctional reagents in the phosphine-catalyzed intermolecular
carbofluorination of alkynoates.” However, carbofluorination products isomerize under the
reaction conditions. Therefore, this reaction affords monofluoroalkenes as a mixture of £- and
Z-isomers. Herein, we report that Z-selectivity can be obtained when alkynoates bearing an N-
heteroarene unit are used in phosphine-catalyzed carbofluorination reactions.”
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