
            Anodic Oxidation reactions
First asymmetric synthesis of (-)-Alliaciol A



Reversal of polarity of 
functional groups 

Useful umpolong reactions

General mechanism for anodic oxidations of enol ethers

(coupling of nucleophiles)
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Anodic oxidation setup



Total synthesis of (+)-Linalool Oxide
Coupling of enol ethers and O-nucleophiles:

Stereoselectivity of cyclization



Anodic coupling of silyl enol ethers with furans



Anodic coupling for the synthesis of cis-fused furans:
                  Synthesis of the cyanthin core
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Isolation : 1977
from fungus
Marasmius Alliaceous

Anti-microbial activity
against Ehrlich carcinoma

Alliacol A

Introduction on alliacene family of antiboitics



First stereoselective synthesis of Alliacol A (racemic)

22 steps, 20%



Moeller’s retrosynthesis



Construction of model compound 10



Anodic oxidation of model compound



Finishing the tricyclic core: Friedel crafts option 



Finishing the tricyclic core: Anodic oxidation option



Back to the real molecule: Effords towars enone 17



Alternative strategy and completion of electrolysis substrate 2



Key steps and completion of tricyclic core

COSY, HMQC

13 Hz



Strategy for the end-game

(Lansbury’s intermediate)



(18% over 13 steps)



Completing the asymmetric synthesis





Conclusion

The anodic oxidation of enol ethers is a useful umpolong reaction
 for making tetrahydrofurans or fused furans

The first asymmetric synthesis of (-)-Alliacol A was accomplished
using stereoselective anodic oxidation and Friedel Crafts reactions
as key steps. 

anodic 
cyclization

Friedel-Crafts


