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/M 1) Ph3PCH,0OMeCl (2.5 eq)
0, .0 tBUOK (2.5 eq), THF
: 0 —>23°C,2.5h,93% (ZIE=1:1)

% 3) iPrMgCI-LiCI (1.45 eq), PhMe
Me | —78°C, 30 min, 74%
H H o+ me
\ 4) nBusSn(vinyl) (6.0 eq), nBuLi (6.0 eq)
TBSO THF, =78 °C, 30 min . .
(1.5 eq) then Ac,0O (10 eq), 23 °C, 30 min

thenaq. 3M HCI, 23 °C, 5 h, 71%

2) PTSA*H,0 (0.95 eq), 20 °C, 11 h
then DBU (4.0 eq), 20 °C, 5 h
o THF, 82% brsm (dr = 10:1)

o

5) Mgl (3.0 eq), THF, 75 °C, 12 h
then Ac,0(8.0 eq), DMAP (0.5 eq)
Et3N (8.0 eq), 0 — 23 °C, 15 min, 90%

6) LiCl (40 eq), Li,CO5 (40 eq), DMF
80 °C, 35 min, 96%
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kalmanol

Propose reasonable arrow-pushing mechanisms.

O
1. BrCH,CN (10 eq.) ’\O
0\ TsOH-H,0 (2.0 eq.)
0] DDQ (2.0 eq.)
HFIP, rt, 0.5 h, 40% H 4 steps
2.Zn (6.0 eq.), > (3.3 eq.)
0O THF, 70 °C, 10 h, 93% OH
1 2 3

1. SeO, (10 eq.), 1,4-dioxane
salicylic acid (10 mol%) 3. TMSOTf (5.0 eq.)
120 °C, 5 h, 36% i-Pr,NEt (5.0 eq.)

f e
L

2. Mel (20 eq.), KOH (10 eq.) CH,CI, 0°C, 70%
BuyNBr (3.0 eq.)
THF, rt, 73%

4 Erythraline
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