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Synthesis of Silylboranes via Generation of Trialkylsilyl Lithium Reagents and Their Use for
Copper-Catalyzed Silylation of Aryl Triflates (' Hiroshima University, *Technische Universitiit
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Yoshida

Although silyl lithium species are key intermediates, being convertible into diverse silicon
nucleophiles of high synthetic versatility, methods of accessing them still remain limited.
Especially, trialkylsilyl lithiums, which are unavailable through reduction of corresponding
silyl chlorides, have been conventionally prepared by lithiation of hexaalkyl disilanes via Si—
Si bond cleavage in the presence of carcinogenic hexamethylphosphoric triamide (HMPA) as
an activator. We present herein that less toxic tris(V, N-tetramethylene)phosphoric triamide
(TPPA) could serve as an alternative to HMPA, and that trialkylsilyl lithiums thus generated
were trapped by boron electrophiles to afford silylboranes. The resulting silylborane reagents
were found to facilely be utilized for copper-catalyzed silylation of aryl triflates to furnish
various aryl silanes, in which the silyl moieties were preferentially introduced into the organic
frameworks.
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