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Table 1. Investigation of quaternary carbon construction
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Scheme 2. Intermolecular radical coupling between A- and C-ring fragments (19 and 6b)

1. 0s04, NMO ?
o] oTf n-Bu.Sn” 7 AN acetone/H,0 OTBS
3 st y . 2. TBSCI, imidazole
steps Pd(PPhg),, LiCl DME
_— (0] ’ 0 0
THF, reflux 3. Dess-Martin
S o\) 88% o\) periodinane, CH,Cl, O\)
0,
14 15 16 87% (3 steps) 17
[ ] Et;B M
1. (HOCH,), Q 0O _ Q0 45eq) 00
p-TsOH<H,O oH N-methyl morpholine TePh NC
50 °C, 84% i-butyl chloroformate; 5 (6b, 1 eq.) e
o) R — >
2. AZADOL, PhI(OAc), o] (PhTe),, NaBH, o) benzene 0 o
MeCN/pH 7 buffer \) THF/MeOH, 81% \) 50 °C, under air oNl
90% o o] o
18 19 (1.5eq.) 20
[ (racemic compound)
[}y e] DIBAL-H
Tf,0 hexane, -20 °C;
pyridine 1M HCI
_— —_— -
72% (2 steps) o oN 41%
|
(based on 6b) O\) R2 S0 I
Pd(OAc),, PPhs C 21: R?=0OTf  p-TsOH+H,0 [~ 23: X = (OCHy), 25: X = (OCHa), 27 (21%)
EtzN, HCO,H 22:R2=H acetone 24:X=0 26: X=0

DMF, 100 °C, 89% 71%



2. BFEFEMRART T AL M EAVEARERK

FHINTLL EORER 2B E 2. Hiiz e LA 30 2 %Gt L7=(Scheme3), 7 & b= F{R#E X7z 30
1, 230 24 1T TCHEUENHIBR X4, 8 BEREMND AR TH D B 270, 301, HFEEER T v
NT Y R28Ex= )/ 6b £720229 # W=7 O HNANMSIZE>TERTDHZ EEL
7=

Scheme 3. Alternative synthetic plan of 2

oIIiiiiiiiiiiir g 77777777777 > IIIIIliiiiir 2
decarbonylative ° pinacol allylic oxidation
1) radical coupling il coupling : & C-ring
HO OH functionalization
30 31

DN DLD 4 TETAERLEE= LI =Y 33X L, 727 UILERAF L&D Heck X
JEEATH Z L TIRFEHAME L, Y= 34 £ L7=(Scheme 4), AD-mix-B% v 7= 34 @ Sharpless 1~
HVe Fadiqbid @A L7 0 VBIRIICHEITL, AU 12-V A4 — N1 %E2 7 h= RTCHR#ET
HZETATFNZATIL3I59T%ee)E R LTz, = ATV 35 Z MK L CTHNR 36 21537
%, 36 DT AT NY R TV, TV ANVHEEEIR 28 ~FFEE L7z, £7T. 28 BL OB A F LA
EHET L v 6b DT IANVEIR TR T, B RFE 2 Ff DMK 37 135 b e ho T,
Bt RIE FIC K 2B A ENEAD L, ECDRFET VA NVDORBEEPET LR, ko7 v
TU K19 LV %}iﬁﬁfib§‘F75§o7’_%)0)é:%7l bNTeBLE L, 2T, BN EEHR O ) 29
BT UANZERERE L THWZE Z A, MRS EIT Lz, B2, YAy b TAC BRI 38
Z DDQ ki3 Z & T, FHWUMRBHEEDOENR NV EHT DT ) 39 & BAFRINHE TR,

Scheme 4. Intermolecular radical coupling between A- and C-ring fragments (28, 29)
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Scheme 5. Synthesis of tricycle 43
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