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Ineleganolide (1) Lophotoxin (2) Bielschowskysin (3)
cytotoxic against potent neurotoxin cytotoxic against
P-388 murine irrevarsible inhibiton of  EKVX nonsmall cell lung cancer
leukeumia cells nicotinic (Glgg < 0.07 uM)
(EDgn = 3.82 pg/mL) acetylcholine receplor CAKI-1 renal cancer

(Glsg = 0.57 uM)
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o-H: sinuleptolide (2) A 5-13: scabrolide A (4) horiolide (6) sinulochmodin C (7)
p-H: 5-episinuleptolide (3) A 4-5: scabrolide B (5)

Scheme 1. Proposed Biosynthesis of Ineleganolide and
Sinulariadiolide from 5-Episinuleptolide
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Scheme 4. Proposed Implementation of Triflate
Fragmentation in Our Synthesis of Ineleganolide
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Scheme 2. Approach to Synthesis of 2-Vinyloxiranes? ~70 °C, THF; add n-BuLi [BrCH,LI]
-

CH,Br, + B(OCHMe,);

R -0 3 R ~Cl b
e = = _ - 0
\/\n-T \/\{gH R AL _ MeSO,H
[BrCH,B(OCHMe,);] ~————— BrCH,B(OCHMe,),
R = Aryl, or Alkyl 1 %
2

@ (a) CICHaI (1.5 equiv), n-BulLi (1.5 equiv), THF, =78 °C, ~1
h; (b) NaH (95%, 1.1 equiv), Nal (10%), THF, 0 °C, ~1 h. Table 1. Oxiranes (4) from R1R2C=0 (3), CICH>I or CH;Br», and
BuLi.@

Oxirane  bp, °C (mbar)  Yield from CICH;Li, % from BrCHjLi

R [BrCH,LI] | R -t | 20°C R 4a 48-51 (0.2) 89 93
HEE'- B5-939% |--|2 de 46-49 (0.3) 93 93
4d 57-65 (1.7) 40 93

3 |

@ Isolated yields, high purity indicated by 200-MHz 'H NMR. Cpds.
4a-c are known, 13 4d has been partially characterized previously.
Synlett, 1991, 9, 631.

Org. Lett., 2002, 4, 1.
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SWERN OXIDATION
(References are on page 692)
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