
© 2 0 2 4 .  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

703

T . D E L C A I L L A U ,  B . Y A N G ,  Q . W A N G ,  J . Z H U *  ( E C O L E  P O L Y T E C H N I Q U E  F É D É R A L E  D E  

L A U S A N N E ,  S W I T Z E R L A N D )
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Dyotropic Rearrangement of Tertiary Alcohols for the 
Synthesis of Fluorinated Tetrasubstituted Carbons

Significance: The authors report an unprece-
dented 1,2-aryl/PdIV dyotropic rearrangement 
along a C–O bond to generate -fluorinated tertia-
ry ethers. The reaction proceeds with stereoinver-
sion of absolute configuration of the tertiary alco-
hol center. It is hypothesized that the driving force 
for the 1,2-dytropic rearrangement is the genera-
tion of a -oxyallyl PdIV species.

Comment: Inclusion of a cyclopropyl group on the 
tertiary alcohol center indicated to the authors that 
radical intermediates are likely not involved. The 
authors were also able to carry out several post-
transformations to generate a variety of fluorinated 
analogues of biologically active compounds.
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