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M° condlhons
o*rss moms * m "g:ss 15 Steps (3.4% overall yield)
trans-4
Entry Condition” cis:trans®
1 Pd/C, H,, Et;N 3:97 (95%)
2 Li, NH,, ‘BuOH 1:4 (67%)
3 NHC-CuCl,? Ph,SiH,, PhMe 1:4 (71%)
4 Co(acac),, PhSiH,, TBHP, ‘PrOH 1:1 (60%)
5 Mn(dpm),, PhSiH,, TBHP, ‘PrOH 1:1 (91%)
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decomposition using Wittig, Petasis, or other basic reagents
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Julia-Kocienski olefination
with BT-sulfone 10

大平 進
11-12 dihydoro compound 
gave no product
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Crabtree's catalyst unsuccessful
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tetra-n-butylammonium fluoride (TBAF), achiral Lewis acids [e.g., TiCh, Ti(i-PrO),, and TMS-OTf], and chiral complexes derived from B, Ti(TV), SnI), CuII) : unsuccess.
To invert the stereochemistry at C1 of 16 via Mitsunobu or other reactions were also unavailing.
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to prevent retro-aldol
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16 did not undergo cyclization
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O3, Me2S
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LiHMDS, NaHMDS, LDA, or tert-BuOK) to promote enolate formation 
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skeletal rearrangement 
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 concomitant cleavage of the carbonate moiety
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18 steps (3.4% overall yield)


