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Stoichiometric Approaches

Interception of heteroaryl Li or Mg reagent
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Previous Reports

Ru-catalyzed Friedel-Crafts reaction
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Rh-catalyzed silylation
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This Work
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Selected Reaction Scope
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Selected Reaction Scope
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Optimization
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Optimization
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Functional group compatibility
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Toward a Radical Pathway

SlMGzPh LiSiMeZPh
(L = (Do
OH THF
|:> Unlike formation
of discrete silyl anions

KOt-Bu (20 mol%)

Et;SiH (3 equiv)
m +  Et;SiH > m3i5t3
N (3equiv)  THF, 65°C, 48h N
M

e
without additive
with Galvinoxyl (20 mol%)
with TEMPO (20 mol%)

|:> Formation of a silyl-radical
with KOt-BU

° SiR3

KO#¢-Bu (20 mol%)
Et;SiH (3 equiv)

- O - O
THF, 25°C, 43h S
60% 100% remaining
D
S

\

Me
74%
ND
ND

TEMPO (1 equiv) /SiEt3

Et,SiH > N-O
THF, 48h, 65%

without KOt-Bu ND
with KOt-Bu (20 mol%) Major product



An Unknown Mechanism
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Conclusion

. A new simple and cheap procedure for the direct silylation of
¥ heteroaromatic compounds

V Unknown mechanism : new reactivity of KOt-Bu as a catalyst
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