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Although insertion reactions of alkynes into a metal represent an elementary step in the
chemistry of transition metal complexes, insertion into metal-phosphine coordination bonds is
not necessarily well-understood. Previous studies by this laboratory have revealed that
treatment of in-situ generated [CpRu(dppm)]” with PhC=CCOPh leads to the alkyne insertion
into the Ru—P bond, where the regioselectivity is opposite to Michael addition. In this study,
we have investigated the regioselectivity of similar insertion reactions of alkynes with
heteroatom substituents. For example, in the reaction of PhC=COEt, the P atom was found to
be introduced regioselectively to the alkyne carbon adjacent to the Ph group.
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