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Novel Synthesis of Benzosiloles via Catalytic ortho-C—H Activation of
Aryl(oxyethynyl)silanes
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Scheme 1. Dual Mode of ortho-C—-H Bond Activation in

Aryloxyethynyl(aryl)silanes.
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Table 1. Reaction of Oxyethynylsilylarenes.

Pd(dbay), (5 mol%) ;
R! g2 PEt5 (5 mol%) R

\ 2 ' |

si PivOH (10 mol%) sicR % :

[ Rt motR) DH :

A . toluene (1.0 M) | :

ODipp H H

H !
1

ODipp !

Run 1 RLR? Temp. (°C) Time 2 (%)

1 la tBu,Ph 100 10h 23,95
2 1b  Me,Ph 90 7d  2b,80
3P 1c  Me Me 90 9d 2¢,54
4 1d  iPr,iPr 120 22h  2d,98

3lsolated yield. "P(nBu); as a ligand. dba = dibenzylideneacetone,
Dipp = 2,6-diisopropylphenyl.
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Table 2. Synthesis of Condensed Oxysiloles.
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Scheme 2. Plausible Mechanism.
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Scheme 3. Synthetic Applications.
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