
338 © 2 0 2 0 .  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

Y . L I U ,  R .  K . M A J H I ,  R . S O N G ,  C . M O U ,  L . H A O ,  H . C H A I * ,  Z . J I N ,  Y .  R . C H I *  ( G U I Z H O U  

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

G U I Y A N G ,  P .  R .  O F  C H I N A ;  N A N Y A N G  T E C H N O L O G I C A L  U N I V E R S I T Y ,  S I N G A P O R E )

Carbene-Catalyzed Dynamic Kinetic Resolution and Asymmetric Acylation of Hydroxyphthalides and Related Natural Products

Angew. Chem. Int. Ed. 2019, DOI: 10.1002/anie.201912926.

Chiral Acyl Azolium Permits Dynamic Kinetic 
Resolution of Hydroxyphthalides

Significance: The Chai and Chi groups report a 
practical method for the dynamic kinetic resolution 
of hydroxyphthalides by means of N-heterocyclic 
carbene catalyzed acylation. Acyl transfer from a 
chiral acyl azolium resulting from oxidation of a 
Breslow-type intermediate gives rise to functional-
ized hydroxyphthalides in moderate to excellent 
yields and with excellent enantioselectivities.

Comment: The authors recently disclosed an 
asymmetric synthesis of similar target compounds 
starting from phthalaldehydes and carboxylic acids 
(Nature Commun. 2019, 10, 1675). Building upon 
these results, this work now gives practical access 
to functionalized ketal-based phthalides and, in ad-
dition, permits the use of oxidant-free conditions 
through redox isomerization of the corresponding 
,-unsaturated aldehydes.
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