
Total Synthesis of Pre-Schisanartanin C

OTES
1) L, 0.1 eq TESOTf, DCM, -40°C 1h
then methyl (E)-4-oxopent-2-enoate
0.005 eq. TEA

-78°C to -40°C,
88%
2) MeMgCl*LiCl, THF, -30°C
82%
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3) Et2Zn, TFA, CH2I2,
(1:1:1, 2.0 eq each),

DCM, then A, 0°C to r.t.
90%
4) 3.0 eq FeCl3, 2,6-lutidine
then TEA, r.t.
76%

TPA =
TMS

O

5) L-selectride, THF, -78°C

then TPA, then PivCl, 70%

6) B1, tBuLi, -100°C

then CeCl3, THF, then B
57% R = Piv, 28% R = H

Me

OH

Me

OH
1a) para-F-BnBr, K2CO3
Fe(dibm)3, MeCN, 60°C
78%

2a) NaH, Bu3SnCH2I, DMF, 0°C
92%

(dibm) =

O- O

3a) nBuLi, THF, -78°C

78%

4a) I2, PPh3, imidazole, DCM, r.t.

97%

A1 B1

7) TBAF, THF, r.t.
90%

8) 3.2 eq DIBAL, DCM, -78°C
99%
9) 3.0 eq para-F-BzCl, py, r.t.
70%
10) 1.2 eq. mCPBA, NaHCO3, wet Et2O
-40°C, 80%

11) 2.5 eq. NIS, 1.2 eq. TBAI, DCM, 0°C, 85%

12) tBu2Si(OTf)2, 2,6-lutidine, 0°C, DCM,

95%

Denksport Lukas Holz 12.02.2020

13) 2.5 mol-% AuCl, DCE, r.t.

7 days
52% 35%

13a) AuCl, DCE, r.t.

14 days, 63% F 27% G

14) MeLi, HMDS, HMPA
MeOTf, THF, -78°C
78%

15) DIBAL, DCM, -78°C
then py, Ac2O, -78°C to r.t.
92%
16) TMSOTf, DTBP, DCM, -78°C

92% OBu

OTMS

17) OsO4, py, r.t.

then NaHSO3,

90%

18) Al(OtBu)3, PhMe, r.t.

66%

19) Ra-Ni, EtOH, r.t.,

79%

20) PIDA, TEMPO, DCM, r.t.
96%
21) CrCl2, CHI3, THF, 0°C
84%

22) Pd(PPh3)4, CuTC,

87%
Me3Sn

Me

COOMe

23) HF-py, THF, then DBU
94%
24) AD-mix MeSO2NH2,

65%
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Pre-schisanartanin C
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and

DTBP =

NtBu tBu


