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SYNTHETIC SUMMARY

Acid-Mediated Cyclization Approaches to the
Densely Substituted Carbocyclic Core of Zoanthenol

Scheme S3.1 Revised retrosynthetic analysis
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Scheme S3.2 Access to a meso anhydride
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Scheme S3.2 Desymmetrization and elaboration of a meso anhydride
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Scheme S3.3 Synthesis of a lactone-derived C ring synthon
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Scheme S3.4 Fragment coupling and cyclization of the A and lactone-derived C rings
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Scheme S3.5 Elaboration of lactone 248
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Scheme S3.6 Synthesis of a 7-membered acetal-derived C ring synthon
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Scheme S3.7 Fragment coupling and cyclization of the A and 7-membered acetal-

derived Crings
OMe
H o TBSO. MgBr Me OMe
DMP, DCM O
o@
oTBS

0>< 181
Et,0:DCM 1.2:1
o zc
89% yield
oTBS (87% yield) oTBS (89% yield)
264 265 266
(10:1 Mixture at C(20))
(Major diastereomer shown)
OMe
TBSO 200
O TFA, 65°C,5.5h
0 >
X
b o g
OoTBS
270
(16% yield)
assigned by 2D NMR
analysis

266



246

Scheme S3.8 Synthesis of a homologated nitrile-derived C ring synthon
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Scheme S3.9 Fragment coupling and cyclization of the A and homologated nitrile-

derived Crings
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Scheme S3.10 Synthesis, fragment coupling, and cyclization of the A and homologated

carboxylic acid-derived C rings
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