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Rhodium-Catalyzed Addition of (Trialkylsilyl)arenes to Electrophiles via -Coordination-Driven C–Si Bond Activation
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Rhodium-Catalyzed Addition of Arylsilanes to 
Electrophiles by -Coordination-Driven Desilylation

Significance: A rhodium(III)-catalyzed desilyla-
tion of (trialkylsilyl)arenes with fluoride is reported, 
giving access to stabilized phenyl anion intermedi-
ates that eventually undergo addition to electro-
philes. The desilylation is facilitated by the -coordi-
nation of the rhodium complex.

Comment: Mechanistic as well as computational 
studies support the shown mechanism, involving 
nucleophilic addition of the fluoride to the aromatic 
ring, followed by 1,2-migration and C(sp2)–Si het-
erolysis.

Selected examples:

Proposed mechanism:

Ar SiMe3

RhIII catalyst (5.0 mol%)
AgPF6 (20 mol%)
AgF (1.0 equiv)
SrF2 (1.0 equiv)

THF–CH2Cl2 (1:0–1)
90 °C, 12 h
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R = H:
R = t-Bu:
R = Ph:
R = F:
R = Cl:
R = OCF3:

67% yield
49% yield
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R = H:
R = Me:
R = Cy:
R = t-Bu:
R = Bn
R = Ph:
R = OPh:
R = SMe:

69% yield
72% yield
50% yield
59% yield
60% yield
74% yield
45% yield
54% yield
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R = Et:
R = OMe:
R = Br:
R = 1-Naph:

52% yield
62% yield
30% yield
57% yield
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