1) L-selectride, —78 °C; CH3CHO, THF
o) 2) MsCl, Et3N, DMAP, CH,Cl,, rt
70% over 2 steps (dr=10:1)

3) LiBr, Li,CO3, DMF, 140 °C, 60%
4) Ca(OCl),, CO, (s), 1,2-DCE-H,0, 74%

B 8) toluene
. —_—
(C21H380,Si) 170 °C

33% (from trans)
45% (from cis)

202201029

5) NaHCO3, dioxane—H,0, reflux
6) TBSCI, imidazole, CH,Cls, rt
80% over 2 steps

A
(C12H47CIO) 7) 2-propenyl bromide, t-BuLi, THF
—78 °C, 93% (cis: trans 1:4)
—_—
—_—

4-epi-epiguaidiol A
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Q1. Propose the synthetic route which compound A was not used.

Q2. Propose reasonable allow-pushing mechanisms.
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1) K,COs, MeOH, rt, 97%
2) Grubbs 18, CH.Cl,, rt, 85% Me,
3) 9-BBN, THF, rt; H,O,, NaOH, rt, 91% N

(0) X

4) Pd(OAc), (15 mol%), dppp (15 mol%)
Ag,COs5 (3.0 eq), tolene, reflux, 58%
OMe H 5) SeO,, NaH,PO,, quartz sand, dioxane, 90 °C, 61%
6) MsClI, EtzN, CH,Cl, rt, 34%
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O --IOH

O H
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7) TFA, Ch,Cl, 1t ; NaHCO; ag., rt, 67%
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