
Complimentary and personal copy

www.thieme.com

SYNFACTS
Highlights in 
Chemical Synthesis

This electronic reprint is provided for non- 
commercial and personal use only: this reprint
may be forwarded to individual colleagues or 
may be used on the author’s homepage. 
This reprint is not provided for distribution 
in repositories, including social and scientific 
networks and platforms.

Publishing House and Copyright: 
© 2021 by 
Georg Thieme Verlag KG 
Rüdigerstraße 14 
70469 Stuttgart 
ISSN 1861-1958
Any further use 
only by permission 
of the Publishing House



© 2 0 2 1 .  T h i e m e .  A l l  r i g h t s  r e s e r v e d .
G e o r g  T h i e m e  V e r l a g  K G ,  R ü d i g e r s t r a ß e  1 4 ,  7 0 4 6 9  S t u t t g a r t ,  G e r m a n y

163

H . U N O ,  K . K A W A I ,  M . S H I R O ,  N . S H I B A T A *  ( N A G O Y A  I N S T I T U T E  O F  T E C H N O L O G Y  

G O K I S O ,  J A P A N  A N D  Z H E J I A N G  N O R M A L  U N I V E R S I T Y ,  J I N H U A ,  P .  R .  O F  C H I N A )

Modular Synthesis of Medium-Sized Fluorinated and Nonfluorinated Heterocyclic Lactones by Sequential CN-Bond-Cleaving 

Ring Expansion under Pd Catalysis

ACS Catal. 2020, 10, 14117–14126, DOI: 10.1021/acscatal.0c03927.

C–N Cleavage and Ring Expansion of Oxindoles and 
Isatins Using Palladium Catalysis

Significance: A palladium-catalyzed approach to 
access fluorinated and non-fluorinated medium-
sized heterocycles is reported. This method em-
ploys oxindoles or isatins that can undergo an an-
nulation reaction with a vinyl oxetane or vinyl car-
bonate as the electrophile.

Comment: After oxidative addition of the palladi-
um-catalyst to the vinyl oxetane, the resulting 
alkoxide adds to the amide carbonyl, cleaving the 
C–N bond. The aniline can then react with the pal-
ladium--allyl intermediate, yielding the product. 
The two proposed palladium--allyl species were 
detected by MS.
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