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Stereoselective Synthesis of Tetrasubstituted Alkenyl Boronates via Alkylboration of Allenes

(‘Graduate School of Engineering, Hokkaido University, *WPI-ICReDD, Hokkaido
University) OYuma Shiratori,! Yu Ozawa,' Kohei Endo,! Hajime Ito!:?

Organoboron compounds have been widely used as synthetic intermediates and reagents
for pharmaceuticals and functional materials. In particular, multisubstituted alkenyl boronates
with well-defined stereochemistry can be important building blocks in the synthesis of complex
carbon skeletons. Recently, we achieved stereoselective synthesis of differentially 2,3,3-
trialkyl-substituted allylic boronates through copper(I)—catalyzed alkylboration of gem-
disubstituted allenes bearing two alkyl groups." In this study, alkylboration was carried out on
gem-disubstituted allenes bearing an aryl group as shown in the figure below, under the similar
reaction conditions as in the previous study. In contrast to the previous study, alkylboration of
these allenes afforded alkenyl boronates with high selectivity. As results of the study, (£)-
alkenyl boronates were obtained with high stereoselectivity by using bulky bisphosphine
ligands. This method established a method for stereoselective synthesis of differentially 1,2,2-
trisubstituted alkenyl boronates.
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