Total Synthesis of Viridine and Viridiol
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1.) acetone, HySO4 r.t

2.) allylmagnesiumbromide, Et,O
-78°C-0°C

3.) NalOy(aq), DCM, 0°C - r.t.

4.) Ethyl acrylate, Grubbs I,
Cul, Et,0, 35°C

5.) NH,OHeHCI, NaHCO; EtOH
then Chloramine T, 0°C

L-Ribose
! (64% 03s) > A (98%) > B (83%) > C
d.r. = 3.6:1
6.) TESOTf, NEts THF, -78°C
then Raney Ni, H, (1 atm), B(OMe)3
MeOH, H,0, 0°C 10.) PHSiH; acetone, 35°C
7.) TBSOTY, 2,6-lutidine, THF 8.) DMHH, j-PrMgClI, THF Co(SalentButBuyg
—78°C -rt. -20°C -r.t. then Dowex 50W-X8, MeOH 0°C
then Ph3PCH, toluene, r.t. 9.)1, t-BulLi, Et,0, -78°C 11.) DMP, DCM, 0°C
(40% 02s) (71% 02s) (79% 02s)
-
14.) TMSOTY, NEt; THF, -78°C 0, 0
12.) L-Proline, CH,0y4q), THF, 60°C then +-BuO,Li, THF, -10°C S\N,Na TBSO Br
13.) HFepyr, THF, 35°C 15.) DMP, DCM, 0°C \
(60% 02s) > G 60% for step 14) > H cl
Chloramine T 1
(o) (o) )
16.) H,SO,4 (0.8M), MeCN, 35°C @ o o o =N_ _N=
17.) Me3OBF4 DCM, r.t. | | . /Clo\ .
then H,0, TMSCHN, 0°C y/ 18.) NaBH,, EtOH/DCM, —10°C y/ Bu 0 ¢ © Bu
1% 03s) > M (68%) > M
0 e ° e
Bu ‘Bu
HO o HO OH
Co(SalentButBu)C|
OMe OMe .
Viridin Viridiol
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hv (A > 350 nm)
r.t., 20 h, MeOH

(60%)




