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Heterocycles which have nitrogen and boron atoms in their ring, so called BN heterocycles,
have garnered more and more attention in various research fields including medicinal chemistry
as well as organic electronics. However, the lack of synthetic methodologies for direct
functionalization has limited structural diversity of BN heterocycles.! Recently, we reported
the palladium catalyzed asymmetric cycloaddition of 1,2-azaborines with vinyl ethylene
carbonate to provide polycyclic oxazaborolidines, in which first catalytic N-H/B-H double
functionalization was achieved.? Herein, we report a palladium catalyzed coupling of BN
heterocycles with propargylic esters that produces a wide variety of B-allenyl compounds (38
examples, 27%-quant.). Based on mechanistic studies, a plausible mechanism involving the
palladium-allenylidene complex as a key intermediate was proposed.
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