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Aryldiazonium Salt-Triggered [2 + 2 + 1]
Heteroannulation of Indoles by an Arylhydrazone
Radical-Relayed 1,5-Hydrogen Atom Transfer
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Cu(MeCN),PFg (10 mol%) /N\ _Ar
\ BF3eEt,0 (20 mol%) N
+ CH2C|2 + —
N Na,CO3 (3 equiv), MeOH N \CI
| Ar,120°C, 8 h |
OMe Ar = 4-MeOCgH,
1a 2a 3a 4aaa
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Control Experiments

a) Radical trap experiments of indole (Ar = 4-MeOCgH,)
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1a 2a 3a 4aaa
Bu
Additive Yield of 4aaa
TEMPO trace o CHCl
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hydroquinone trace

Bu 5e, 56%




Control Experiments

b) Experiment probing the possible intermediate (Ar = 4-MeOCgH,)

Ar NzBF4
standard conditions /
\ + CH2C|2 + o —C
N ‘el
N |
| OMe
5f 2a,1.5mL 3a 4aaa, 75%
/Ar N,BF, N
N:N . /4 \N/Ar
standard conditions /
\ + BrCHCl, + > —C
N \
| OMe

5f 2c, 0.6 mmol 3a 4aaa, 68%




@0
AerBF4

A + base

> Ar- + Ny + BF?

(N

cu cu'




Proposed Mechanism
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