
Stereocontrolled  Total Synthesis of (-)-
Aurisides  A and B

Paterson, I.; Florence, G.J. Heimann, A.C.; MacKay, A.C. Angew.
Chem. Int. Ed. 2005, 44, 1130.

Danielle Jacobs
Crimmins Group Meeting

3/2/05



Aurisides A & B

¥ Isolated in 1996 from the Japanese sea hare (slug Ð ewwww!!!)
Dolabella auricularia by Yamada and coworkers

¥ Merely 0.8 mg isolated from 278 kg of organism
¥ Similar in structure to the callipeltoside skeleton

¥ Show cytotoxicity against HeLa S3 cervical cancer cells (auriside A
IC50 = 0.17 µg/mL, auriside B IC50 = 1.2 µg/mL)

¥ Significant features:

¥ 14-membered glycosylated macrolide

¥ 6-membered hemiacetal ring
¥ E- trisubstituted enone

¥ E,E bromodiene side chain

¥ Differing oligosaccharide moieties
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Structural Elucidation of the Aursides

¥ Molecular formula (C37H57BrO14) via HRFABMS
¥ IR, 1H, 13C NMR, 2D NMR (COSY, NOESY)

¥ Degradation and derivatization experiments



Previous Syntheses of Aglycon Unit

¥ Yamada, et. al. Chem. Lett. 1998, 85-86.
¥ 29 steps from (R)-pantolactone

4%



Previous Syntheses of Aglycon Unit

¥ Olivo, H.F., et. al.
     Tetrahedron Lett. 2002,

43, 6439.

     Tetrahedron. 2003, 59,
6531.

¥ C1 Ð C9 fragment 8
steps from GriecoÕs
bicyclic lactone in 40%
yield

¥ C10 Ð C17 fragment 6
steps from bromodienal
in 37% yield

¥ No current attempts at
total synthesis of
aglycon unit to date
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Retrosynthesis



C1 - C7 Fragment
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C8 Ð C17 Fragment
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Completion of the Aglycon Moiety



Oligosaccharide Synthesis
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Completion of Total Synthesis

auriside A: 18 steps (1.7% overall)
auriside B: 17 steps (3.5% overall)


