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1) i-PrMgCl (2.5 equiv.)
Cul (10% mol )
then I, (1.5 equiv.)
THF, -78°C ~ r.t., 24h

2) MnO, (10.0 equiv.)
DCM, r.t., 72h

12) TMS-imidazole ( 2.6 equiv.)

DCE, r.t.

3) n-Buli, (1.2 equiv.)

furan (2.5 equiv.)
then 2 THF, -78°C

13) VO(OI-Pr); (0.5 equiv.)

t-BuO,H (3.0 equiv.),
toluene, 60°C, 1.5h.

14) DDQ (2.4 equiv.), DCM
15) 0-NO,CgH,SeCN (2.0 equiv.)

PBus ( 2.0 equiv.),

H,0, (30%, 5.8 mL) x4imes

THF,0°C ~ r.t.

16) TASF (5.0 equiv.)
DMF, r.t., 5h

17) TPAP (10 mol%)
NMO (4.0 equiv.)
CH3CN/DCM 2:1

18) NaOH (6.0 equiv.)
DMSO/H,0, 5°C ~ rt.

19) Hoveyda-Grubbs I
(10 mol%)
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toluene, 85°C, 18h
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4) NBS (1.0 equiv.)

THF/H,0 5:1
-15°C, 1h, dr 2:1

-

5) TBSOTf ( 1.2 equiv.)
2,6-lutidine (1.4 equiv.)
DCM, -40°C, 2h, 97%

6) Rh(PPh3)3Cl ( 0.05 equiv.)
Benzene, H,, overnight 73%

7) LIHMDS (1.1 equiv.)

5 dr3:1

Ne

6 (1.1 equiv.) -78°C ~r.t.

8) KHMDS ( 1.2 equiv.)
Mel (4.0 equiv.)

-78°C ~r.t., 13h, dr > 20:1

9) Pd(PhCN),Cl, (10% mol)

AsPhs (20% mol ),
8 (2.5 equiv.), THF, r.t. 58%

3 4
0]
-
10) Ti(Oi-Pr)y, (2.0 equiv.)
i-PrMgCl (4.0 equiv.)
10 THF, -78°C ~ -20°C, 61%
9
- 11) Pb(OAc), (2.0 equiv.)
DCM, 0°C ~ r.t., 70%
1"

20) NaOH (1.6 equiv.)
THF/H,0, r.t. 40 min

15

T

21) TMS-imidazole ( excess )

80°C, 18h
22) m-CPBA ( 2.0 equiv.)
DCE, 0°C ~r.t.

23) Cp,TiCl, (5.0 equiv.)
Zn (. 10.0 equiv.)
Et3SiH( 20.0 equiv.)
THF, 0°C ~ 50°C

24) TASF (5.0 equiv.)
DMF, 0°C ~r.t.
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BuzSn———
OPMB

8

25) CF3CO3H (2.0 equiv.)
Nao,HPO,4( 6.0 equiv.)

DCE 20°C
26) Li NHy/THE 1O
-78°C i-Pr




Hints:
Step 12: only one of the hydroxyls was protected.
Step 21: three of the hydroxyls was protected.



