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Development of organosilicon reagents that react without recourse to activators

Yorimitsu, Hideki

3,100,000

Palladium-catalyzed silylation of aryl chlorides with silylsilatranes
proceeds under activator-free conditions, hence displaying wide functional group compatibility to
allow boryl and siloxy groups to survive. Experimental and computational studies have revealed that
smooth transmetalation from silylsilatranes to arylpalladium chloride is facilitated by strong
interaction between the Lewis acidic silicon and the chloride.

Similarly, bis(pinacolato)diboron and pinacolatoborane underwent activator-free borylation and
reduction of aryl chlorides, respectively, which again takes advantage of strong interaction between
the Lewis acidic boron and the chloride.

The cross-coupling reactions of arKIsilatranes with aryl chlorides required tetrabutylammonium
fluoride as an activator for smooth transmetalation.
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