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Zn-catalyzed regioselective silylboration of 1,2-diene (Graduate School of Engineering, Kyoto
University) o Yuma Matsuda, Tetsuaki Fujihara

The silylboration of unsaturated hydrocarbons is an excellent reaction that can simultaneously
introduce a silicon and a boron functional groups. Until now, noble metal catalysts such as palladium
have been used for the silylboration, but recently, the silylboration of alkynes has been achieved using
copper catalysts. In this study, we found that the silylboration of 1, 2-diene proceeded using an
inexpensive and low-toxic zinc catalyst.

Employing zinc pivalate as a catalyst and potassium acetate as an additive, the reaction of 3-methyl-
1,2-butadiene (1) with dimethylphenylsilylboronic acid pinacol ester (2) in toluene afforded the
corresponding allylsilane (3) as the major product (Scheme 1). By adding an appropriate phosphine
ligamd, the regioselectivity can be switched.
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Scheme 1

Zn(PivO), (10 mol%)

CH3;COOK (30 mol%) Bpin SiMe,Ph
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toluene, 90 °C, 24 h SiMe,Ph Bpin
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0.30 mmol 1.3 equiv GC Yield : 60% (3:4 = 95:5)
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