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Synthesis of Tertiary Silanes by Ruthenium-Catalyzed Redistribution Reactions of Secondary
Silanes (Graduate School of Science and Technology, Gunma University) OHonami Yokoya,
Ken-ichiro Kanno, Soichiro Kyushin

Redistribution reactions of organosilanes have recently attracted much attention as a method
of Si—C bond formation without organolithium and -magnesium reagents. However, most of
the precedent examples have used primary silanes, and only a few examples using secondary
and tertiary silanes have been reported. In this study, we found that a catalyst system combining
[(p-cymene)RuClz]> with a phosphine ligand shows good activity in the redistribution of
secondary silanes to afford the corresponding tertiary silanes.

The results of the redistribution reactions under various conditions are shown in Table 1.
Although almost no reaction proceeded without a phosphine ligand (entry 1). Addition of
ligands dramatically improves the reactivity (entries 2 and 3). Among the examined ligands,
DPPB showed the highest catalytic activity (entry 3). The catalyst system is applicable to a
series of diarylsilanes having electron-donating and -withdrawing groups on the benzene rings
(entries 4-7).
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FE % ORULF OIFE T CRIGEAT78 entry ligand Ar time /h yield / %*

STERRERVICRT, FAT 4 VB — - Ph 21 3
DAV ERISTIFE & A EHEIT LA 2 PPh; Ph 21 48
o ToDy (entry 1), BEAL T2 IS5 3 DPPB Ph 23 67
ERMEICHERDF L LT (entries2and 4 DPPB 4-NMexGsHs 66 67 (60)
3), Bt L2l F DTl DPPB 28 5 DPPB  4-MeCgH, 24 68 (47)
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BbEWEEZ R LT (entry 3), 2D DPPB  4-MeOCsHs 24 70 (60)

ﬁ@p;% IRV B BICEA G IR DPPB  4-CIC¢H, 24 63 (54)
BRI EE L DORFARY T U —/LY  “Determined by 'H NMR. Isolated yields are given in
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(entries 4-7)
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