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Scheme 1. Synthetic plan of talatisamine (1) utilizing radical-polar crossover reaction
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Scheme 5. Preparation of carboxylic acid 29, and its radical coupling reaction with cyclopentenone

FEWTEINL, C7, C8NICEREAZE /AW ET L AIVR VEE 36 2T U HVHIBRIEL L, 4+
W T-endo 7 2 J1 WVERAL IS Z 5t L 72 (Scheme 6), £ 3 27b IZxf L., 1#kt Fo ¥ o RRAICT
Tt FbET DI E TR EE, KRIZ, 320F%H T — MeEFi< Keck 7 U MBI X Y 33 ~ L&
Wi, 3312 L. EReRURELESAR-EH I/ a2y 7Y 7 23fTH> 2 LTS5 BRA2H
ANL.34 L LT, TDH. 34 DOTBFIVERESE 2 TROMLKIGIZEY 36 28 L2, i\ T,
T-endo 7 ¥V A NVERALBOG MGt LTc, £ORR, K|T7 TRF T, 7=F 2 bl 14007
I RXRUB U EROD RV T, C10, Cl AL AR K RBEDSIARBIRICHEE S, 4 RBEEKZHE
T5 37T HHE—-ORMEEKE L THET,

1 OEARIZHIT T, C7-C8 " HEAB XN CSMICMIEEZHT D DIVAR A5 DEREIT- T2
(Scheme 7). £7°, 33 DAL 7 ¢ UL OBALBHZEIZ LD 38 ~LZH L, Gilbert {32 H 5 =
L T39 A~ LEWE, FOH%, I—F7uXrT ) U EORBERNIZEY SERAZEAL, 40 &
BRLTZ, WIZ, WET7T A 2ES L OMNEERRWICE Fr A= {352 T4 &L
Bz, BALTZ C8AZ = Vi Stille h v 7Y U I XD TV VEA~LEWHL 42 2457-, MV
TR OREAVT 4 ERRICBILAT 2 LT3 ~EEX RV UALT Y — b %



1TH22LTAMEAKR LTz, 44 DT B FINVIEEZRELZHIC, 2 TROBACK ST Z & T
ISDOFTERETH LI NR B AS DEREET LT,

OAc OTBS OAc oTBs  BBN;
Ac,0 L 1. NaH, CSy; 0 o

pyridine Mel, 90%

86% 2 = Cs,CO4
- SnPhs PdCly(dppf)
V-40, 36% “OMe AsPhs, H,O
33 53%
1. (COCl), o Phen, 1,4-DCB
KOH DMSO; Et3N hv (Hg lamp)
56% 2. NaClO, 65%
NaH2PO4

OMe  71% (2 steps)

35 37 (single isomer)

Scheme 6. Radical cyclization of the seven-membered B-ring

(0]
H IIDI\—OMe OAc OTBS o
\ﬂ/ OMe

OSO4, NaIO4
2,6-lutidine N
81% t-BuOK PdCIy(PPh3),
94% Cul, i-ProNEt
68%
OAc OTBS
BnOH 0Os0y4, NalO4 o PdCIl,(PPhj),
In(OTf)3 2,6-lutidine n-BusSnH
- C -—— N—Boc
53% 31% (3 steps) o) IEI 3
A~Br “OoMe

41: R = n-BuzSn :| [Pd,(dba)s]-CHCl5 40
42: R = CH,CH=CH PhsAs

OAc OTBS  1.KOH, 77%
2. (COCl),
DMSO; Et;N

jBO _ 5
3. NaClO,

NaH2P04

BnO™ “oBn OMe  66% (2 steps) BnO™ “oBp

44 45

radical

cyclization
----------- >

BnO

Scheme 7. Synthesis of highly oxidized carboxylic acid 45
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