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This talk tells the story of how our work on tamed silicon cations [1-3] led us to introduce the new concept of 
transfer hydrosilylation [4,5], even with monosilane [6]! The electron-deficient boron Lewis acid 
tris(pentafluorophenyl)borane catalyzes the release of hydrosilanes from cyclohexa-2,5-dien-1-yl-substituted 
silanes. The same boron catalyst will then activate the Si-H bond for the reaction with representative pi- and 
sigma-donating substrates. The net transformation is a transfer hydrosilylation. The same approach is also 
applicable to cyclohexa-1,4-dienes, thereby enabling the Lewis acid-catalyzed transfer hydrogenation of the 
aforementioned unsaturated substrates [7]. 
The catalytic generation of silicon cations by cooperative Si-H bond activation will also be presented, including 
a detailed mechanistic analysis of the heterolytic Si-H bond cleavage [8]. The new catalytic entry into these 
main-group electrophiles is of broad synthetic utility as highlighted by electrophilic C-H bond silylation [9] as 
well as partial heterocycle reduction [10]. 
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