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Rhodium-Catalyzed Regiodivergent Oxidative Annulation of
Indole-2-carboxamides with Allenes via C—H Bond Activation

4+3 4+1
\ O Ph
Me —\ Me
— N HN—OMe
Ph [RhCp*Cl,], (4 mol%) 5 N—OMe
\ AgSbFg (16 mol%) n [RhCp*Cl,], \
N\ - +
N OMe  AgOBz (2.0 equiv.) L Ag,CO; (2.0 equiv.) N S
O MeOH, 50 °C, 12 h — CH4CN, 50 °C, 12 h
Bn . Ph—/_ 3 Bn ‘
up to 79% yield up to 70% yield

Zhou, W.; Zhu, X.; Wang, F.; Li, X.* Org. Lett. 2025, 27, 12530-12535




Control Experiment

a) H/D exchange studies
[RhCp*Cly], (4 mol%) H/D (31% D)
O AgSbFg (16 mol%) o
(I - \
AgOBz (2.0 equiv.)
N NHOM N
3 © CD50D, 50 °C, 12 h | NHOMe
Bn Bn

b) Parallel kinetic isotope effects
Bn

(@) D _.=/
(j:\>_/< O Standard conditions
or
N\ NHOMe >

NHOMe KIE =3.0
Bn

L




Control Experiment

c) Establishment of a Rh(lll) Intermediate
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Control Experiment

d) Thermodynamic Stability of [4+1] vs [4+3] Products
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(e) Time-Dependent Reaction Product Distribution
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Proposed Mechanism
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