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Major Highlights

L Palladium-catalyzed enantioselective decarboxylative allylation to form the chiral
all-carbon quaternary stereocenter.

O Palladium-catalysed oxidative cyclization to form a [3.2.1]-bicyclic moiety.

O An unprecedented LiBHEt,-induced fragmentation/protonation of an a—hydroxy

epoxide to form the a—furan ketone.



Retro-Synthetic Analysis
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Pd,(pmdba)s (2.5 mol%) O'Bu
(S)-Bu-PHOX (6.25 mol%) \O
0 toluene, 50 °C - PPh, N\?
Me P 79% (85% ee) ‘B4

(S)-Bu-PHOX
decarboxylative-allylation

. LDA (1.5 equiv.) OTBS
O'Bu : - .
LiAIH, (1.5 eqluw.) TBSCI (2.0 equiv.)
ELO, rt, 30 min HMPA (1.5 equiv.)
then H2804 (25(%) THF,-78 °C
90%
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Pd-catalyzed
oxidative cyclization
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ZMgBr (4.0 equiv.)
Pd(OAc), (10 mol%)

L

CuBr.Me,S (2.0 equiv.)

0,, DMSO, 65 °C,
overnight, 77%

-40 °C, 5 min
95% (d.r=10:1)

NaH (2.1 equiv.) SeO, (50 mol%)

Mel (5 equiv.) M TBHP (6.5 equiv.)
. e >
DME, rt, 3h CH,Cl,, rt
93% overnight, 75%

DMP (1.1 equiv.)
CH,ClI,, rt, 30 min
87% (85% ee)

VO(acac), (16 mol%)
TBHP (1.5 equiv.) Me

79% yield, 99% ee
after recrystallization

CH,ClI,, rt, 30min
64%

T™S
2-TMS-furan (1.1 equiv.) Me/

n-BuLi (1.1 equiv.)

-

Et,0, -40 °C, 5min
72%
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LiBHEt;-induced
fragmentation/
protonation
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LiIBHEt; (2.1 equiv.)
THF, 60 °C, 84%
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DMP (1.1 equiv) MeMgBr (5.0 equiv.)

CH2C|2, rt, 30min THF. -40 C. 80%

89%
H
CPBA (2.0 equi | ] O .
m (2. equw-l Ve S O DBU (2.0 equiv.)
g OH -~
CH,Cl,, rt, 50min ><< H CH,Cl, rt, 1h
ME o 45%

L
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H = i
H _ MsCI (13 equiv.)
Me 0] . LDA (4.0 equiv.) EtsN (30 equiv.)
33 /o CH3CHO (4.2 equiv.)  DMAP (20 mol%)
THF, -78 °C, 2h CH,Clj, t, 8h 55%

(-)-pallavicinin

12%
(+)-neopallavicinin
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