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Over the last decades, extensive efforts have focused on accessing substituted vinyl ethers by Heck
reactions.! In most cases, less hindered and more accessible terminal vinyl ethers were employed.
Polysubstituted vinyl ethers were only used sporadically, with limited success.
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Part of our research program consists in the design of multicatalytic processes in which transition metal
catalysts are engaged in sequential olefin migration/cross-coupling reactions.? In this work, we have
developed two complementary and regiodivergent Pd-catalyzed assisted tandem reactions. In both cases,
the isomerization is conducted with [Pd(PtBus)2(H)(Cl)] as precatalyst. Subsequent catalyst modification
by addition of a chelating bisphosphine ligand (dppp) in the presence of a base and NaOAc affords
preferentially the a-arylation pathway in the reaction with aryl triflates. The B-arylation pathway is
accessible instead when the catalyst is simply modified by an excess of base (NEt3) after isomerization and
reaction with aryl halides. The regioselectivity in the latter case is strongly dependent on the electronic
nature of the aryl halides.

In-depth computational investigations helped determine the origin of the regioselectivity in both cases,
notably by means of Energy Decomposition Analysis (EDA) of the migratory insertion transition-states.3
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