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Structural	features
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- ortho ester: syn/syn 1,2,4-triol
- 7-membered ring
- fused 7,6-bicycle
- fused 5,7-bicycle
- 7 contiguous stereocentres
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How	would	you	make	an	a-hydroxy ketone?



Retrosynthetic	analysis



Model	study

Radicals	 on	bridgeheads:	 Walton,	Chem.	Soc.	Rev. 1992,	105
σ-radical	 (nucleophilic/	 high	energy	SOMO),	configurationally	stable.	Do	not	undergo	b-scission.
Exposed:	 rest	of	molecule	 is	‘tied	back’



Group	precedence

OL	2011,	13,	4778



Group	precedence

OL	2011,	13,	4778



Group	precedence

Tet	2016,	72,	7839

















Not	most	efficient	 forward	synthesis:
- C-3	reduced	once,	oxidized	once,	enolized twice
- C-9	functionality	manipulated	 extensively
- C-8	reduced	twice,	oxidized	once,	converted	to	xanthate
- C-8	OH	protected	 twice,	deprotected twice
- Methyl	orthoester used,	not	benzyl	(radical	compatibility)
- Etc.

But,
- 7-endo	radical	cylization with	[3,3]	sigmatropic rearrangment of	dixanthate
- three-component	 radical	coupling…	relay	of	philicities

Summary



Thanks	for	attention!

And

any	questions?


