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Asymmetric Allylic Borylation of Racemic Allylic Electrophiles via Kinetic Resolution
(‘Graduate School of Engineering, Hokkaido University, *WPI-ICReDD, Hokkaido University,
3Graduate School of Science, Chiba University, *Organic R&D Department, Nippon Chemical
Industrial Co., Ltd) ORikuro Takahashi,! Yu Ozawa,' Hiroaki Iwamoto,' Tsuneo Imamoto,**
Hajime Ito'~

Allylic boronates are versatile synthetic intermediates and thus widely used in organic
synthesis. Recently, our group developed a new QuinoxP*-type chiral bisphosphine ligand
(5,8-TMS-QuinoxP*) and their applications to the borylative kinetic resolution of racemic
linear allylic electrophiles using a copper(I)/diboron catalytic system.' Although 5,8-TMS-
QuinoxP* showed higher reactivity and enantioselectivity than QuinoxP*, the enantiopurity of
the unreacted substrates was low (55% ee). Herein, we further modified the QuinoxP*-type
ligands by introducing bulky adamantly moieties into the phosphine atoms, and developed a
new chiral bisphosphine ligand, 5,8-TMS-Quinox-Ad,. With this ligand, the borylative kinetic
resolution of the linear substrates proceeded with higher selectivity than the previous systems.
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1) Iwamoto, H.; Ozawa, Y.; Takenouchi, Y.; Imamoto, T.; Ito, H. J. Am. Chem. Soc. 2021, 143, 6413.

© The Chemical Society of Japan - D202-1am-06 -



