Concise Syntheses of Harziane Diterpenoids by Merging Local Desymmetrization and Radical Retrosynthesis
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1) Mel, KOH
2) CuBr,, MeOH

3) (CH,OTMS),, TMSOTf
4) LAH

5) PPhs, ImH, I,

6) t-BuOK
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7) A, Fe(acac)s, Ph(i-PrO)SiH,

8) LiAIH(Ot-Bu); then TBSOTHT, pyridine

9) 1, t-BuLi then substrate then LIHMDS, HMPA,
CICOCO,Me

10) CsOH, MVK, Ir[dF(CF3)ppy].(dtbbpy)PFg, Blue LEDs
then HCI

2) Hint. 2 eq CuBr, used.

5) Name the reaction.

10) Name the reaction.
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11) t-BuOK

12) TEMPO, PIDA

13) PhOC(S)CI, pyridine

14) 180 °C, (MW)

15) V-40, t-C4,H,5SH

16) Pd(TFA),, O,, TFA

17) LIHMDS then 1,3-dithiane, n-BuLi, HMPA
18) Raney Ni

CN
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15) Rationalize the regiochemical outcome of the
reaction.
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