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Yohan Dudognon Exercises 26/05/2014
Tandem Use of Cobalt-Mediated Reactions to Synthesize (+)-Epoxydictymene

L. Schreiber, J. Am. Chem. Soc. 1997, 119, 4353

Retrosynthetic analysis:
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(+)-epoxydictymene

M Me H H
e
¢ N OH \(0 Me
S o. Me
—> \J(M —> ™ + T Twme
e
H o)
Me;Si
Me;Si” 4 5 6
Synthesis of fragment 5:
Me Me 1. BuLi/ t-BuOK
1.Br, OH (excess), TMSCI
—_—— 7 2. K,CO;, MeOH s
—_— H —_—
[e] 2. NaOMe
| MeOH Me 50% (+ 36% 9b)
Me’ Me 9b

Favorskii ring
contraction

(R)-pulegone
Describe the mecanisms of the Favorskii reaction and of the formation of 5.

Buli / tBuOK mixed together is a superbase called Schlosser's base which conjugated acid's pKa is around 70 ! Explain why it
is such a strong base.

Synthesis of fragment 2:
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Pauson-Khand

Give the mecanisms of the Nicolas and the Pauson-Khand reactions. The Pauson-Khand reaction only initiate in the
presence of NMO. Explain why.
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3. BuzSnH, AIBN  (+)-epoxydictymene

Give the mecanisms of both reactions.
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