OoTIPS i. KHMDS (1eq.),

— THF, -78 to 0°C
oTBS O (1eq.) ii. O, P(OMe); (2eq)
A (0.2eq. . .
S o (0.2eq.) 1 MeMgCl (2eq.) ) iii. TESCI (1.5eq) 3, epi3
o) DCM, -78°C, 12h (95%, 87% ee) THF, (85%) (42%) (38%)
-78 to -20°C, 30min
conditions ?
1. (1-t-butoxyvinyloxy)-
(t-butyl)dimethylsilane (3eq.), o)
PdCIo[P(o-tol)s]; (0.1eq.), AgCIO, H,0 (2eq.), QTESOTIPS
6 CuF, (3eq.), THF, reflux, 12h CaCO; (5eq.) o Br
5 y Br
75% 2 sty J
(75% over 2 steps) 2. Hy, PA/C (49% over 2 steps, acetone, rt, 12h OTBS\\\M
EtOAc, 50°C, 1h 99% ee afer recryst.) € 4

conditions ?

1.i. LIHMDS (3.5q.),
LiCl (5eq.), THF-78°C
o ii. MoOPh (3.5eq.), 2h 8

(80% over 2 steps)

2. BnBr (2eq.), Ag,0 (2eq.),
DCM, 35°C, 12h

1. H,C=CHMgBr (3eq.),
Me THF, 0°C, 1h
2. conditions ?

H
Me (84%)

i. KHMDS (2eq.), THF, -78°C, 15min ;

10 ii. —==—C0,Piv (5eq.), 0°C, 1h A “oH
Y OBn
CO, Coy(CO)g (0.2¢q.), (86%) y
TMTU (1.2eq.), Y
toluene, 95°C, 8h (75% over 2 steps)
name ? o 1. vinylMgBr (3eq.),
. Me THF, -15°C, 1h
2. H-G Il (5mol%), Me-acrylate (20eq.),
) | ’ Me toluene, 88°C, 12h
" i *[')Zésd(’zc' Dfm;g A s 3. H,, PdIC, EOAC, tt, 1h

ii. eq.), s o

(73%) NP8V (%eq.), a0, T end o 4. NaH (10eq.), THF, 40°C, 1h 13
12 (36% over 4 steps)
(78%)
1.i. TBAF (2eq.), THF, rt, 3min 1.Pd(OH),/C, EtOAc, rt, 1h
ii. TBSCI (5€q.), 40°C, 6h 2. LIHMDS (5eq.), _
2. Ac,0 (5€q.), DMAP (1eq.), THF, -78 to -20°C, 30min
© ?
13 NEtz, 60°C name ? 15
(78% over 2 steps)
(55% over 2 steps)
name ?
FS;\Ph\S,o Ph
1.i.LIHMDS (5eq.), F3C S cpeTe
THF, -78°C, 30min pr’ O PhCFs
ii. Eschenmoser's reagent (6eq.), 0°C 16 (1.2eq.)
809
L0 2. CDMT (5eq.), NEts (10eq.), (80%) DOM, rt, 5min
:\\gz DCM, rt, 30min

17
(58% over 2 steps)

3 steps

lancifodilactone G acetate
28 steps for a 0.11% overall yield
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