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Copper(I)- and Palladium(I)-Catalyzed Carboboration of gem-Disubstituted Allenes
(‘Graduate School of Engineering, Hokkaido University, " WPI-ICReDD, Hokkaido University)
OYu Ozawa,' Hajime Ito'?

Allylic boronates are versatile building blocks for synthesis of complex molecules in organic
and pharmaceutical research. Recently, our group developed a regio- and stereoselective
alkylboration reaction of gem-disubstituted allenes using a copper(I)/diboron catalytic system.!
The alkylation of the alkenyl copper(l) intermediates with alkyl electrophiles furnished the
multisubstituted allylic boronates bearing tetrasubstituted alkene moiety. Thus, we anticipated
that the use of the other electrophiles, instead of the alkyl electrophiles, can expand the product
structure versatility. Here, we describe the development of a copper(l)/palladium(II)-catalyzed
arylboration reaction of gem-disubstituted allenes.? The transmetallation between the alkenyl
copper(l) intermediates and aryl palladium(II) species, and the following reductive elimination
gave the corresponding multisubstituted allylic boronates in high yield with high regio- and
stereoselectivity (up to 96%, rr =>95:5, E/Z =>95:5).
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