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Different Annulation Options for o-Vinylphenols

three different C—H positions

OH H

H XN H

R
+ _______________
H | I aromatic
R C-H functionation

2-hydroxystyrene

R
. 07X R
L UDN () ~H or H
olefinic
C-H functionation H
B
chromene-type )
oxepines
molecules

A Formal (5 + 2) Cycloaddition Reaction
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Scope with Respect to the Alkyne Component
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Phenols Equipped with Different Substituents
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Proposed Mechanistic Cycle
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Proposed mechanism

RCOOH Cp*Rh(OCOR),
Y
R1
1 O |
N-OPiv
Q\,\ P R*
R3 \C + E \ \/7
P 0
O 0
NHOPiv
3130
C-N bond formation
N-O bond cleavage
OPiv £ 'Rh— Cp*
R3IA
Rh—Cp* pot
/

cyclopropylcarbinyl-buteny!
rearrangement



Chemical Science (4 + 3) Annulations RSCPublishing

View Article Online

EDGE ARTICLE View Journal | View Issue

Rh(m)-catalyzed C-H activation/[4 + 3] cycloaddition of
benzamides and vinylcarbenoids: facile synthesis of

azepinonesy
Sunliang Cui,* Yan Zhang, Dahai Wang and Qifan Wu

Cite this: Chem. Sci,, 2013, 4, 3912

vinylcarbenoids 0

i Ne Cp*RhCl,}, (2 mol% \
R NHOP‘V i tB /O\n)v [ p 2]2( m 0)>R
" CsOAc (1 equiv) —
(o) CH4CN, RT
1 2a 0 OBy 3
i o) OPiv-

OPlv 1,3-allylic N
insenlon migraﬁon
via Rh m (suprafadal) ._.
R



Angewandte

imemmionelgsiion | CHEIMIE

(4 + 3) Annulations
Angew. Chem. Int. Ed. 2013, 52, 5393 —5397 DO+ 10.1002/anie.201301426

Mild Rhodium(III)-Catalyzed Cyclization of Amides with o,f3-
Unsaturated Aldehydes and Ketones to Azepinones: Application to the
Synthesis of the Homoprotoberberine Framework**

Zhuangzhi Shi, Christoph Grohmann, and Frank Glorius*

o]

Q 2.5 mol% [(Cp*RhCls)s) OMe
10 mol% AgSbF N
NHOMe =~ _O 0 AgSbFs
2.0 equiv PivOH ,f

Dioxane, 60 °C, 12 h
1a 2a 3aa

N
O[Fthp ]
@ﬁj’*’% Cﬁ}

COR’ p-1t 3

I

=~ _Z.
o}

=

o) 0
N'H f R = Oallyl 4
. . N’
R R 0
NG o.— B F
D |
o F RhCp* /\FT,

H* 0



