E58: Total Synthesis of Hainanolidol and Harringtonolidell: [2]

1) TMSCI, Nal, Ac,0

E10,C I\E/Ie 2) Oxone, NaHCO;4

3) LDA, TESCI, then OsQy,
NMO, THF/H,O

SO

4) NaBH,, then TBSOTH,
2,6-lutidine

5) TFA

6) DMP

7) NaBH,

17)MeMgBr
18) CI3CCO,H, DCM
19) K,CO3, EtOH, reflux

20) PhSH, BF3.Et,0

21) LDA, HMPA, THF

22) TESCI, DMAP, TEA, DCM
23) MMPP on silica gel

24) Sml,, DMPU,

MeCOH, THF

25) O,, TPP, light, CHzCN

EtO,C

OTBS
:;: :::'”OTBS

OH

Me

8) Hg(TFA),,
vinylbutylether,NEt;
9) toluene, reflux

10) NaClO,, NaHPO,,
2-methyl-2-butene
then MeONHMe, HCI,
PyBOP, NEt3

11) Mn(OAc)3, TBHP

12) TSNHNHS,,

then catecholborane, NaOAc
13) furan, BuLi, MgBr,

14) NaBH,, then VO(acac),,
TBHP, DCM

15) Ac,0, DMAP, pyridine

16) DBU

26) DBU, DCM

MMPP = magneisum
monoperoxyphtalate

(1 M. Zhang, N. Liu, W. Tang, J. Am.

135, 12434-12438.
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E58: Total Synthesis of Hainanolidol and Harringtonolidell: [2]

27) TsOH, CDC|3 28) Pb(o’ggz‘é benzene
hainanolidol harringtonolide
k) TBAF
I) NaBH,4
m) HCI,THF
n) NaHCO;,

h) ZnBr,, DCM
i) Al,O3
j) K.CO3, MeOH/H,0

f) Rhy(mandelate),
g) DBU

base =
c) DEIPSOTf, base t-Bu N t-Bu
d) KOH, MeOH/H,0O X
e) NaH, [Me,N=CHCI]*CI", | _
CH,N,
Me

MeO CO,Me a)PH;P=CHOMe
\\\\\ Me b) m-CPBA, MeOH

[11 M. Zhang, N. Liu, W. Tang, J. Am. Chem. Soc. 2013, NS
135, 12434-12438. X
21 B, Frey, A. P. Wells, D. H. Rogers, L. N. Mander, J. X
Am. Chem. Soc. 1998, 120, 1914-1915.
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