E72: (-)-viridin and (-)-viridiol [

Synthesis of A:
1) acetone, SOCI,, cat. DMAP, 3) benzyl acrylate,
DME, 20°C Pd(OAC), (5 mol%), 6 4) 3.4 atm e
o o 2) CsHsN, Tf,0, 0 °C - j\ OTf PPhg(10 mol%), . o EtOAG, CHyOH
e
COOH Mg © O K2COs, (CH3)4NBr, Me%\o 0 OBn  (599%, crude)
DMF, 100 °C Me
7) CsHgN, T,0, 2
5) CISO3H (neat) 6) (PhS),, BugP CHCl,
) 0°Ctort. CH.Cl, 0°Ctort.
0 . TfO
Me—h. OH (99%) (81%) (84%)
meg © O PhS™ S0
Synthesis of B:
, . 4’) MsCl, EtsN, CH,Cl,, 0 °C to r.t.
1) TBSCI, imid. DMF, .t 5" allyMgCl, THF, reflux
2) nBUL|, HMPA, - 78 C tO r.t. 6!) Gl‘ubbs ” (25 mol o/o)’
3’) nBuLi, HMPA, THF, — 78 °C to r.t. CH,Cl,, reflux
HO then B(OMe), then Pd(PPhs), (10 mol%) HO Me 7°) nBuLi THF — 78 °C to r.t Me
2-bromopropene ’ ’ o
% prop .~ T (CHg)3SnCl . T
0 TBS o) TBS 0 Sn(CHs)3
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E72: (-)-viridin and (-)-viridiol [

o)
0 1) PACly*(CH3CN), (5 mol%)
tri(2-furyl)phosphine (15 mol%) o
M 3”) 0s0, (0.5 mol%), NMO (1.2 eq),
® . Ps 0 CuOP(O)Ph; (1.5 eq), DMF . acelons
. Sn(CHg)s 2”) (gfto_é*g)g ABOX"ZgéV;zb %) 4”") DMSO, TFAA, CH,Cl,, iPro,NEtN
3 PMP (2 6q) °); 5”) KHMDS (1.1 eq), (CHy),SO4 (10 €q)
TBS toluene, pw, 175 °C 67) TFA/CHgNO, = 1/1, 2 days, .t 7”) TBSOT, 2-6-lut.
CH,Cl,, — 30 °C
then BH4*THF, — 30 °C
0 then Et;N+3HF, — 30 °C
OH
MeO Me
MeO N 8) ACOOH, MeOH
-
HO™ >y o
o}
TMSOTH,
BH3'S(CH3)2
CH,Cl, MeO TMSOTH,
CsHsN, ACOH; EtsSiH
EtgN-3HF
HO
Y TEMPO TEMPO
Ph|(OAC)2 Ph|(OAC)2
CH,Cl, CH.Cl, Y
o)
OH
meo e MeO.,
HO™ (Y70 HO
o}
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E72: (-)-viridin and (-)-viridiol [

Synthesis of A:
__________________ 1) acetone, SOCI,, cat. DMAP, o
: . DME, 20 °C __ .0 4)
| | 2) CsHsN, Tf,0, 0°C o) 5)
| - >
: i 3) benzyl acrylate, Meﬂ\o o OBn » HO
! | Pd(OAC); (5 mol%), Me
b PPh3(10 mol%), HO™ ~O
C,HgO, KoCOs, (CH3),NBr,
DMF, 100 °C
o ‘; 6) (PhS),, BusP
X . CHQC|2
: ! -
5 ; 7) CsHsN, Th0,
: A ’: CH20|2
------------------ 0°C to r.t.
Synthesis of B:
1’) TBSCI, imid. DMF, r.t.
2) nBuLi, HMPA, -78°Ctort. 4)
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E72: (-)-viridin and (-)-viridiol [

1) PdCly*(CH5CN), (5 mol%).

/ name?

O A tri(2-furyl)phosphine (15 mol%) 3")
CuOP(O)Ph, (1.5 eq), DMF
Me r
2) Pd(OAc), (10 mol%), 4
]\ (S)-t-Bu PHOX (30 mol%), 5™)
o~ ~Sn(CHy); PMP (2 eq), 6"
toluene, pw, 175 °C
! E . ; E
9) TMSOT, i !
BHs'S(CH3)2 E :
CH,Cl, ; ; 10 ) TMSOTY,
CsHsN, AcOH; ; : Et,SiH
EtSN.SHF i viridin CZOH'IGOS E
0
11
OH )
MeO Me Identcal for both
compounds
HO \ N @]
C20H1806 0 viridol  C20H1806

epi-viridol

€

8) AcOOH, MeOH

2:1 ratio of diastereoisomers
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