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The BN heterocycles which contain boron and nitrogen atoms in their ring
systems have attracted immense interest in various research fields represented by organic
luminescent materials. In addition, recent studies revealed their great potential as bioactive
molecules. These widespread application of BN heterocycles have invoked the development of novel
synthetic methodologies for highly functionalized BN heterocycles. In this work, we focused on the
direct functionalization of 1,2-azaborines, and succeeded in palladium-catalyzed N H/B H double
functionalization of them via cycloaddition with vinylethylene carbonate. Furthermore, we achieved
the asymmetric cycloaddition by employing a chiral ligand, which is the first example of
enantioselective direct functionalization of 1,2-azaborines.
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