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!-araneosenedolabellatrienone palominol

Rising Stars Of Synthesis:  The Post-doctoral work of Scott A. Snyder

J. Am. Chem. Soc. 2006, 128, 740

Tetrahedron Lett. 2006, 47, 2083
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Diazonamide A

Scott A. Snyder

-B. S. Williams College, Summa Cum Laude

-Ph. D. The Scripps Research Institute, under K. C. Nicolaou

-Postdoc- Harvard University, under E. J. Corey

-Author on more than 30 papers, patents and books, including Classics II.

-As a Ph. D. describes more than six new bond constructions developed, 
 along with two syntheses of Diazonamide A.

-Junior faculty at Columbia in Fall, 2006.
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The Dolabellane diterpenoids

-Dolabellanes are produced principally by mollusks, coelenterates and brown algae.

- The biological activity of the bolabellanes includes cytotoxicity, antibacterial, antifungal, 
  antiviral, antimalarial, molluscicidal, ichthyotoxic, and phytotoxicity.

-The first dolabellane isolated was !-aranesone (1975).

-Now, more than 140 compounds have been isolated with this structure. 

-They are characterized by the [9.3.0] nucleus, which is on the biosynthetic pathway to the fusicoccanes,
  dolastanes, and neodolabellanes.

CH3

H
H3C

CH3

!-araneosene

Tetrahedron 1998, 54, 11683
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Biological Activity of the Dolabellanes
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Preparation of dolabellanes

NTf2
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1) NHM DS, TMSCl;
    IBX-MPO
2) Trisyl-azide, 18-C-6

BnEt3NCl, KOH H3C
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H
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hv, MeOH

then DBU, 115 °C
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H CO2Me

68%
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2) LDA, O2
3) LAH; NaIO4
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!-araneosene

dolabellatrienone palominol

13 - 15 steps
Overall yield: ~10%

Preparation of dolabellanes (cont.)
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Generality of Dithiolane Formation

-Reagent introduced in 1973 by Corey for protection
  of lactones and lactams.
 
-Relatively general reaction for ketones and aldehydes.

-Non-tethered sulfides undergo transesterification
  to generate thioesters from esters.

HS
SH

AlMe3

S
S

AlMe2
Me2Al
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Diels-Alder Cycloaddition Under Oxazaborolidinium Catalysis
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Ring Contraction via Wolff Rearrangement
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    NHM DS, TMSCl;
    IBX-MPO

H3C

CH3

CH3

H
O

IBX-Mediated Dehydrogenation of Silyl Enol Ethers

Angew. Chem. Int. Ed. 2002, 41, 993
Angew. Chem. Int. Ed. 2002, 41, 996
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In Summary...

-The preparation of some interesting diterpenoids.

-Development of some new methodology including a Wolff-based ring contraction.

-A little of an interesting career sure to be with us during ours.
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!-araneosenedolabellatrienone palominol
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