(-}-Laulimalide
Arun K. Ghosh, Yong Wang, and Jaseph T. Kim
J Org. Cham., 2001, &5, 8673
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B-Amyrin

E.J Cure;-.r' and Jaemoon Lee
J. Am. Chem. Soc. 1993, 115, 8873-8874

o 1.
MeO-_~ Z M0,
\L"—J J‘h«-"%
1

1.
2. TFA, EtaSiH,

3.

3 3
~Br T 1. *Buli, THF, -40C
S g . =
Y O .
o e
2. |
&4 5 T
5
1. KzC0g, MeOH, 0°C 1.
KaCl3 e o,
g 2. MezCuli, THF, -20C | 2. .
3. SiFy, N'PraEVHLOVELO, O0°C oy 3.
4. DMSO, TFAA, NEL; 4.
y Ph oH 7
1. -"\1/‘!.\“':"-' -
{’\_’ o ﬂ = ":'~EH 1. benzyl chloroformate
Mg o Ll 2, MeOH, H H BN
o 'Ph
3, ArMgCl ,,T,J\
10a 10b a (\.f o
{0.5eq } [2.58g) 4, Ra8; M-
toluane, 36'C R=H. Ma R
2. . 10a (R ="Bu)
.-"'-.- el _.lﬁ'l'\—\.-
N | O -:.:f 1, MeAICly, CHzCl,
| = IBL 12,13
2. PRCOCI, DMAP, '
Py,
1 CHzlz, ZnEty,
RET, ioluana
1. 1.
2. "Buli, CIPO{NMe;)2. 2. 14
THEMBPA, H 3. F'hEGlatBu.
3.
- P CuBr (cal.},
4 g PhCI. 115C
4.
TBSO =
H

15



(+)-aphidicolin

Tefrahedron 59 (2003} 27E1-2T731
Francois Bilodeau, Laurence Dube, Pierre deslongchamps
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{£)- Gelsemine D&
JoAm. Chem. Soc, 1996, 718 T426-7427

A. H
B - & diodosxindk. 0. N
I|:j:: & | calalytic ppearidine, i
T o Ao a Y
el ) j “CHO 2 ad™,
T CooMe © COOMe 4 cooMe |
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Total Synthesis of Coraxeniolide-A

Dorle Renneberg, Hanspetar Pfander, and Christian J.Leumann
J. Org. Chem. 2000, 65, 9069-8074
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: 5 a.
f‘x;---'ﬂb b _ NaDAE - 3Hz0
,L . . L 3
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j.
k.
I,
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1025103

SiPhMe; SiPhMe;
= OtBu . OB OB
BocM
7 HN™ " CONMe; HY® CONMez
COMMe, Boc Boc
3
1 2
; {-Bu /J
o 7 HO.  » o, & GOaH
3.7 S [
S N~ CO.H
H

1. KCN, BANELC, then 4
CHzCla-HaO

= 2.7
=M

Anderson, C. AL Whiting, M.

kainic acid
do g, Chers, 2003, 68, 6160-5163,

I,E O Il.'laDHl'HgD
W

1
(8]
cl

CH:Br

Twreell, 1 AT MeEwen E. 0. Ovg. Cherm. 1981, 46, 2476-2479

3. Suggest a mechanism tor the transformation of 1 to 2, and explain the stereoselectivity obtained in the reaction

yiald (%) P (C2)

ThO (1.3 aq)
CHCle 0.1 M) R=H &4 151
~7B°C, 3 hr R=Ms 90 10-1

Crverman, L. B Wolfe, I P 0 Org. Chem. 2002, 67, 642 1-6429



4. Give o mechanism for the formation of 2 and 3.

__ f0sFh S0.Ph =
— MaS0xPh (1.0 ag) / -
o
EtaN (1.0 eq) m * CK S0zPh
e THF =

COaMe
Oz i, 10 hr COyMa C0:Me
1 2 3
B5% 20%

Padwa, A Lipka, H., Wattersom, 5. H Murplres, 8.5, 0 Owg, Cleewnr. MM, 48 62386250,

5. Sugeest a mechanism to account for the formation of 2.

H
M.
mjj—s 5 Ph* F
0 MaliMa I|| ﬁ\
5 M=

; Me{OH
Ph reflux, 25 min
1 25%, 2

Hints
13 The yield in 2 increased up to 50% when non-nucleophilic base (NaH, DBN) in THF
were employed instead of NaOMe.
2) The reaction of C-labeled 1* with MeONa gave 2%
3) The reaction of PC-labeled 1#* with MeONa gave 2%+,

f )iy
H . H
N
l.-la’uﬁ_,.—sl = MeONa  pho i Me® 78 S MeOMNa Ph
N L e P HPNEE
r:l . . % rl'.:!e 5 ':"H I':,I e = M
Ph Ph
1|- Ei -Il-l- El-l

Beninceri, T Pilati, T.. Rizze, 5. Sada, MoSannicelo, T, Euro. J, Org, Chee, 2003, 2480-2457.

fi. Sugeest a mechanism for this transformation,

F
ﬁ
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CHaCl EH CODEL
B 3 2
N | 4 ri, 2 days x #
{‘ku'__ NH B0, B~ MH
CH HaM O
1 2

Zaki. M. E. A Proenca. M. F.) Booth, B. L. J. @rg. Chem. 203, 48, 2T6-282,



Tatal Synthesis of (£}-Rishirilide B

K. Yamamato, M. F. Hentemann, J. G. Allen, 5. J. Danishafsky,
Cham. Eur. J. 2003, 9, 3242-3252
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c. CO,TSE f. Dess-Martin periodinane ]\-
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L
o
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\CO,H =
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Discussion point
1. suggest the mechanism of slep p.
2. axplain the regic- and diastareo selectivities of step r.



8.Total Synthesis of (-)-Paeoniflorin 11/08/03
Hatakeyama, 5.; Kawamuwra, M. Takano. 5. J. Am. Chem. Soc. 1994, 176, 4081
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Discussion Points

1. Give the additive § employed in step e.

2. What is the purpose of 10 in step m 7

A, What is the mechanism of cxy-radical stherfication step s 7

4. Propose a mechanism for the ozonolysis step ® followed by p-nitrobezoylation step y.

3003 Yosehio Makai



Svnthesis of Sesquiterpenephenaol L (+) -dihydropallecscensin

1. Barry 5. Crombie, Colin Smith, Chrstalla 2. Vanavas and Timothy W, Wallace
J.Chem Soc., Perkin Trans. [, 20001, 206-215

I Gilbert Stork, Mane E. Kraftt, and Scott A- Biller
Tetratedelon Lesters, 1987, 285, 1035-1038
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10.(—)-salicyliharamide @ R =L & &

Christian Herb and Martin E. Maier®, J. Org. Chem. 2003, 68, 8129-8135
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Total Synthesis of Alternaric Acid 2003.12.6

Hiroyasu Tabuchi, Taisuke Hamamoto, Shokyou Miki, Tsuyoshi Tejima,and Akitami lchihara
S Org. Chem 1994,58 47494755
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Total Synthesis of Gelsemine

Strategias for the Assambly of the Bicycla[3.2.1]-octans Skaletan

The Slork's Approach
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H H H
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then TMSOTf o~ I % A L LDATMSGI

fy = 67%)

Iy = BE¥)
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. -\—\.-'—':l

Stock. G.; Kraftt 8. E.; Biller, 5. E. Tetrahedron Left 1987,258, 1035-103E,
The Hisstra's Approach

SlMEJ

Il - {y = 98%) =

e, [y = ¥9%)
o - ° M aToDs
Me” OH M,

1 2 3

TDE = thaxyldimethy iy
Dijikink, J.; Cintrat, J-C.; Spackmp, W_ M.; Hiestra, H. Tetrahedron Lot 1984, 405919-5022,
The Cwerrman's Approach
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| 1 2 3
&
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=
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hMadin, A M., O'Donnsll, C. 0 Oh, T Old, D W Oveeman. L. E.; Shamp, M. J. Angew.
Chem. Inf. Ed, 1888, 35, 2054-2036,

The Danishelsky's Approach
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1 “H ? - 5T ===
: fy = T1%) ] b
3 4

Mg. F. W_; Lin, H.; Danishedsky, 5. 0. 0. Am. Chem. Soc. 2002, 124, 33, 981 2-9824.
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13. Elisapterosin BO$£ S

Mobuaki Waizumi, Ana K. Stankovic, and Viresh H. Rawal® J. Am. Chem. Soc, 2003, 125, 13022-13023
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= el SHLACAAE D S8 AL Zh4 (Gringore, O. H.; Rouessac, F. P. Ovg. Synth. 1985, £3, 99-102)
ZOENTORGERIC LT, TiEd e eS8 E I LatE L2, E|Beiid sh dElsabethin 84
ITHFAT—TELCEME 5T, Dyglutamic acidER VgD BRI AEFD 7

=78

H oo

HO. o~ MRS ST L
bl Nz" REETETESEN Sh LR TRITT 2
0

- step a5 AGEE TR AR LA L,
vstap BICEWT, BEELBuOKENDA ST # EiREE LAz,
-reagent Ald, Seyfarth-Gilbert reagent 8P X SElETH S reagent AT L AR EREE LA
ZW, (Sayferth, D.; Gilberi, P. J. Org. Chem. 1971, 36, 13791386
+ §—530 13 pinacol-type rearrangement 44 o FEEE DR IGERIIC D0 T ER AT LA &y,
bk
el Odde

Me H

o, ,.-'\-.._\_\_j, '\..-"'.:.,"'
I J_El" -EROGMETERTS eI S
e el L0

Ml

-step h TAgNG, O B EiREE LA E0

cstep i D reagent Bid o TowerasdforsdiydazidelC ESFILF ORI TES ST SFILT7 A IR ES
Fr Al Pl =R AR LAz &,

cetep kD rgagent CIEEED HLE T

step NIC TR Sh SEEHBOHE ESalcomine D8 & 8 1T

sstep 0@ B G E IMD&inframalecular Diels-Alderireaction &R LSRN T, TOBRSOEMEBPE I HED
HTHEL - ERoREEEI _SHE AL TELNE Sh A LA —BHo A TED CORR
OB AGAER e bIC WA O BEREER L SSICERECOWT iR L2,

cstep pODWikinson's 238 O 55 BN SR 2 ICEEEE LA &L,

stap rlOELNEA N SANCE R T SEEHOEEET L. CANERWERE RGOSR =8 B LS E0,

Elstethin B 2T

LFTH B IR S 1RSI Sk
™ TOREEHEr CESRO -y ELTITE N TING

Me e W SiE, TF wFAT—TEESN T IC U EE T M= L
e ! ~ Blissptenon BOSE 6l Tl L
Me ¢ l Ji : [ #nBisaetiinAlc 211 T tBispercsn BEART ZAET, TEV
A AET HeT I "Me —ELTHASHTLE
A0 "“1I W= Ma /
(T8 L H :.\“'i al, o
w0 /
Ole e 0
Ekzabethin A Elisapierasin &

Crpayrigfa AR St Orgare Drarerany Croup



First Enantioselective Synthesis of Daphneticin and Its Regioisomer

Xinfeng Ren, Xiacchuan Chen, Kun Peng, Xingang Xie, Yamu Xia and Xinfu Pan’

Tatrahedron: Asymmelny, 13, 1738-1804 (2002]
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First Enantioselective Synthesis of Daphneticin and Its Regioisomer

Xinfeng Ren, Xiacchuan Chen, Kun Peng, Xingang Xie, Yamu Xia and Xinfu Pan’

Tatrahedron: Asymmelny, 13, 1738-1804 (2002]

i. AczO, Pyr,
rt, (97%)
ii. AIC13, 160°C, Ac iii. (94%) v. (90%) OAc
2h, (T9% iv. (34% vi. (92%
( :"_I-IGI o. .0 v (34%) gho o. .0 Vi (32%) yo
=
2 4

wii. piperidine, Hy O,
reflux, 48h, (B0%W)

viii. COsHCH2COLEL,
piperidine, reflux, Eh

CHO
ix. BnBr, K;C03, 24h, “n ~COEt o (me%)
(80%) xi. (87%, 93%ee)
o OMe
OMe

5 1]
OH
0 .
OH zii. (91%) MeD
xiii. (B0%)
OH _— =
o
OMe
T
xiv. DIAD, Ph3P,
THF, rt, 24h, xv. (90%) o
(65%) wwi. (B19%)  MeD (n]
4+ 8 - 0 —_—
CH;OH
HO
OMe
10

MM 10@regicisomerTH LI EHFSIHEENE, m




Total Synthesis of Peduncularine

1. Lin, X.; Stien, D.; Weinrab, 5. M. Talrahedron Lefl. 2000, 47, 2333.
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2. Robearson, COW. . Waerpal, K. A, JAm. Chem. Soc. 2002, 124, 11342
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Total Synthesis of (+)-4,5-Deoxyneodolabelline

David R. Williams  and Richard W. Heidebrecht, Jr. J. Am. Chem. Soc. 2003, 125, 1843-1850
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17. Total Synthesis of Cephalotaxine

Wei-Dong Z. Li° and Yong-QiangWang Org. Lelt. 2003, 5, 2531,
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The Total Synthesis of Reserpine

Woadward B. B, Bader. F. E.: Bikel. H. Fl'q."}'- AL Kierstesd, B W Tervahedron, 1988, 2 1-57.
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