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Total Synthesis of (+)-Prelaureatin & (+)-Laurallene

.+OH

Laurallene

M. T. Crimmins

Michael T. Crimmins*, Elie A. Tabet, J. Am. Chem. Soc. 2000, 122, 5473-5476
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. OH o O
2. MegCCOCI, EtgN, 3. TiCly, i-ProNEt, H.: /U\ 4. LiBH, Et,0/MeOH
Li-oxazolidinone, THF/Et;0, 3-butenal, CHxCly, Y 0 5. TBSOT, 2,6 lutidine, 74% 02s
89% -78°C Sy N 6.G 9
- > ='H . Grubbs |, CH,Cl, 95% _
65% AN 0 ) j
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OBn
1 2 3

10. Swern 13. HF*Pyr., 90%

7.Na, NHz THF, 95% 11. L-Selectride, 83% 02s 14. Swern
8. Swern 12. CBr,, octgP, PhH, 70°C 15. PhdPCHOMe,
9. EtMgBr, 90% 02s 88% 75% 02s
Me
4 5 6 7
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16. Hg(OAc), THF,
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HMPA, 70% Cul, Eto,NH 20. TBAF, 95%
87%

Prelaureatin

Michael T. Crimmins*, Elie A. Tabet, J. Am. Chem. Soc. 2000, 122, 5473-5476
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8. Swern 12. CBr, octgP, PhH, 70°C 15. PhsPCHOMe,
9. EtMgBr, 90% 02s 88% 75% 02s
Me
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4 5 6
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Michael T. Crimmins*, Elie A. Tabet, J. Am. Chem. Soc. 2000, 122, 5473-5476
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Total Synthesis of the Antimitotic Rhazinilam

Rhazinilam
\_ a a y

Dalibor Sames

James. A. Johnson, Dalibor Sames, J. Am. Chem. Soc. 2000, 122, 6321-6322.
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Me Me NO2 Me Me Me Me
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A B MeO,C .
N 2 Me
CO-Me 6. 2-benzolypyridine (1.5 equiv.), Pt < CO.,Me N
NH, = PhMe, rflx. 30 h, 83 % Ph 7 N/ 8. TFOH, CH,Cl, -40°C =~
N 7. [PtMe,(u-SMe,), (0.5 equiv.) - N then TFE, 70 °C, 72h
PhMe, rt., 88 % ~ > 14
> N —F{t -Me Me
/
N ©
Me Ph X OTf
Me Me Me |
19 20 = 21

10. Boc,0, DMAP, 76 %
11. OSO4, NaIO4
12. PhsPCHCO,tBu

9. KCN CH,CI, H,0 13. H, Pd/C, 70% 03s

then NH,OH, MeOH >
> 14. TFA, CH.Cl,, 75 %
60% o4s 15. PyBOP, HOBT, /PrNEt
16. NaOH(aq.), MeOH, 24
then HCI, 80 % o2s L Rhazinilam )

James. A. Johnson, Dalibor Sames, /. Am. Chem. Soc. 2000, 122, 6321-6322.
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First Asymmetric Total Synthesis of (+)-Maritimol

.
~

~
Me Me

9 Maritimol |

Pierre Deslongchamps

Andra’s Toro’, Pawel Nowak, Pierre Deslongchamps J. Am. Chem. Soc. 2000, 122, 4526-4527.
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OTBS =N —NG i Me
Me
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Andra’s Toro’, Pawel Nowak, Pierre Deslongchamps J. Am. Chem. Soc. 2000, 122, 4526-4527.
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Andra’s Toro’, Pawel Nowak, Pierre Deslongchamps J. Am. Chem. Soc. 2000, 122, 4526-4527.
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Total Synthesis of the Rubrolone Aglycon
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Dale Lester Boger

Dale L. Boger,* Satoshi Ichikawa, Hongjian Jiang, J. Am. Chem. Soc. 2000, 122, 12169-12173.
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Dale L. Boger,* Satoshi Ichikawa, Hongjian Jiang, . Am. Chem. Soc. 2000, 122, 12169-12173.
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Dale L. Boger,* Satoshi Ichikawa, Hongjian Jiang, . Am. Chem. Soc. 2000, 122, 12169-12173.
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A Highly Stereoselective Total Synthesis of Hispidospermidin
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AN

Me m NMe,

Me
Hispidospermidin

.’

Samuel Danishefsky

Alison J. Frontier, Subharekha Raghavan, Samuel ]. Danishefsky* . Am. Chem. Soc. 2000, 122, 6151-6159.
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m 1. n-BuLi, then A, 93%

4. Me,CuLi, -78 °C,

Hispidospermidin
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S s 5. LIHMDS, NEtg,
2. CAN, Acetone O then B’ -35 OC’ then TMSCI, -78 °C 0
H 3.1% NaOH/Et,0, MeOH/4% KOH (4/1) O 6.HgCl, HMDS, then
H  50% o2s _ S fix. 18h. _ Nal, 5 N HCI -
U \ 22 t0 55 % Me = 87% 02s
57 58 59 60
7. Li/NHg, t-BuOH, OH 11. TFAA, OH
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8. Et,SIOTY, NEt .y 10. TBAF (79 % 03s) Q‘, EtaN
~ Me' N 80 % Me
H Me
61 62 63
e N
14. MeMgl, Et,0, 0 °C 17. C, PhMe,
12. NaBH,4 30's 15. 1 N HCl in Et,0, PPTS (cat), h
(84 % brsm) then 5 N HClyq) 0 rix, 3d, HN MeN
13. Et5SIiOTH, o) 56 % 02s Me
| 18. NaCNBH3 Me
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> M/N N .
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67 b. NH,NH,, MeOH, 81 % C

Alison J. Frontier, Subharekha Raghavan, Samuel ]. Danishefsky* . Am. Chem. Soc. 2000, 122, 6151-6159.
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A Concise Synthesis of (-)-Hispidospermidin Guided
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J/MeN
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Me
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Hispidospermidin

Erik J. Sorensen

Junko Tamiya, Erik J. Sorensen* J. Am. Chem. Soc. 2000, 122, 9556-9557.
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»
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’

Me
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CH,OH
-

6. 3N HClI, then DCC,

CUQC'Z, Etgo, rflx.
>

67%

>

o 9. n-BulLi (2.05 equiv), EtoO/T H*F, Meo Me 10. SEMCI, n-BuyNlI, i-Pr,NEt,
-78 to -20 C, then MgBI"2 OEtQ’ ﬂ 0 Me CHQC|2, 50 OC, ca. 100 %
-78°C, then A, - 78 °C tort, 55 % Ph m 11. DIBAL-H, PhMe, -78°C, 93%
Me » Me @ Me
Me Me
73 74
14. (COCly), DMSO, CHyCly,
- 78°C, then i-ProNEt,
12. (COCl,), DMSO, CH.Cl, - 78°C tort, quant. NH 0
- 78°C, then i-Pr,NEL, Me 15. HONH,*HCI, NaOAG*3H,0, Mel 2 7 ;2, RN/AIZOs EtOAC, 96%
- 78°C tort, quant. OH EtOAc, rt, quant. 18. B, EDCI, CH,Cl5,
13. AcOH, rt. 2d, 83% ﬂ" 16. LAH, NiCl, Et,0, rt, 97% ﬂh" 19.LAH. THF rflx. 63% 02s
- e’ [ 0y - ve” | o e o,

Me
76
4 )
Me\nJOL Me HO cm
o M 2
pn SN Me
o Me B
A NMe,
\_ _J

Me
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Junko Tamiya, Erik J. Sorensen* J. Am. Chem. Soc. 2000, 122, 9556-9557.

18

Gaich-Group Seminar

Darius Schwarzer

7. SnCly4 Isoprene
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Me 33%
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£/ OH
&
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P=CHQO(CH2)QSiM93
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e ™
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Me
Me NMe,
Me
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Total Syntheses of (+)- and
(-)-Asteriscanolide

~ o Me\
Me
Me
(0)
(0)
Asteriscandiole
\_ y,

Marc L. Snapper

Junko Tamiya, Erik J. Sorensen* J. Am. Chem. Soc. 2000, 122, 9556-9557.
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Concise Synthesis
of Natural (+)-Asteriscanolide
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Snapper Synthesis e
CO,Me 1. hv, CgHg, Feo(CO)g, 3. Me,NCHoNMes, (CO)sFe 4. Mel, THF, (CO)sFe o Me
0 , EXQC’B?{ OOA)Et 2300 (CO)sFe o HaPO, HOAC, Me then NaH, A, Me A oH
X - LAH, BF3"OEtp, 93 % 100 °C THF/DMF
> > » Me 5. MegNO,
780 \/ 79 67 % 50 % (o) acetone,
56 °C
( ) NMe, 80 81
Asteriscandiole 63 %
o Me | 7-PCC, Pyr. 4 AMs,
s CH,Cly. 79 % Me H  Me
Me 8. Red-Al, CuBr then Me 6. CoH,4, Grubbsll, Me H
AcOH, THF, 89 % PhH, 50 - 80 °C |
—> | Me - Me - Me
0 9. BH4*OEt, THF, then 4% 0—
1. DMP 84 PCC, 4 AMS, CH,Cl, O
12. Pd/C, Hp 67 % - o J  60% 83 82
13. RuCl3 NalO, -
MeCN, CC|4, HQO,
rt, 63 % Me
10. Oy, TTR,
HO CH,Cl, 9. Grubbs |,
H hv; LAH H CH,Cly, rflx
-
61 % 93 % . 6.LAH, 96 %
M (o) (0] 7. MsCl, Et3N;
e Me H Me M H Me M H then Nal, 79 %
e e
8. B-metallyl-MgCl
92 91 90 Cul, THF, 0 °C
98 %
87 4. KHMDS, PhNTf;,
I\ CO,Me THF, -78 °C, 98 % /COZMe
o) o 1. n-Buli, (-)-menthyl (o) o /4 5. CoH3SnBug, H
p-toluenesulfinate, Il .- 2. Ho KoCO3 THF Pd(dba)3*CHCl3 p
Br CSA, aqg. acetone S; 3. H, RaNi, MeOH 88 % LiCl, THF, 95 %
” > Tol >
Me 77 % M
e
Me 85 Me Me peH
Paquette Synthesis 36 - 89

John Limanto, Marc L. Snapper* J. Am. Chem. Soc. 20

Leo A. Paquette,* Jinsung Tae, Mark P. Arrington, Aladin H. Sadoun, /2dm. Chem. Soc. 2000, 122, 2742-2748.

00,122,8071-8072.
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o o
steps O Me 1. hv, CH.CI 2. PhMe, rfl
| o) — | o - Ny, oUlo Mo ) e, rflx .
B ot 56 % 02s
r J Me H
o (o) —H
Me
93 94 96 97
(o)
070
e A
Me
3. LIOH, H,0, HO,C &
dioxane HOZC -
4. KMnO, 5. HCI
> COH —
- 23 % 03s
E\ COQH \Me 0
Me
98 Byssochlamic acid
\_ y
99

James D. White,* Jungchul Kim, Nicholas E. Drapela J. Am. Chem. Soc. 2000, 122, 8665-8671.
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Optically Active Allenes from (3-Lactone Templates

3.10 mol% AgNO3,

Gaich-Group Seminar
Darius Schwarzer

r

1. 10 mol% AlI(lll), 2. "CoH1gMgBr, o g
. (o) 9M19 ’ 5 mol% Hunigsbase,
CH,0Bn (E;,S OCEI“’ Hilnigsbase, 0 10 mol% CuBr, H CgH;s  80°C,MeCN, 80 % Me...
/ 22 . THF-78°C c= 4.Ho PA/C 87 % W"CgHyg
OHC o ” Mer i | 0o
85 % Me N\ 92 % OH
N CO,H
CH,OB -)- i
100 101 208N N 102 | ()-Malyngolide
104
_(\ |'Pr
Fscozs Me SO,CF,
AIl(Ill) catalyst 103)
A Novel and Practical Synthesis of L-Hexoses
OBn 1. BnONH 2. DEAD,
0 _MeAl i _PPhg OPHPhs o OPHPh3
BnO —
BnO 93 to 100% 71 to 91 %
OoBn O OBn OBn (o) OBI"I NOBnN
105 106
3.PTSA, 0 4. DIBAL, CH,Cl,,
O BnO 78 ° i B 0
Bngnm acetone, r, Bnm 78 °C, 20 min. > ngnm
% quant.
8o’ OBn NOBn 921097% Bno” OBMO 7 oBYo
109 110 111

Zhonghui Wan, Scott G. Nelson* J. Am. Chem. Soc. 2000, 122, 10470-10471.
Hideyo Takashaki, Yuko, Hitomi, Yoshinori Iwa, Shiro Ikegami*, . Anp€&hem. Soc. 2000, 122, 2995-3000.




{; (] Leibniz
{ 0; Z ] Universitit
to 9.4 | Hannover

Enantioselective Biomimetic Cyclization of Isoprenoids Using Lewis Acid Assisted Chiral

Keysteps & Methodology A

Bronstedt Acids.
Me
o) R3 : O RS
Me (R)-4*SnCl,
Me _ 3 A 2
NS R2 CH2C|2, 78 °C H R
| MeR1 >99% conv. Me Me R
112 minor product 115
via|Abnormal H
Claisen Mel
o
H®<_J R2
Me Me * R
113
\J
{\ O\/ R? I I °3 R R®
. horma
Me Claisen M Me
T U )
| Me | Me 1
R1 R
H H
112 117

Shingo Nakamura,:Kazuaki Ishihara,sand Hisashi Yamamoto* J. Am. Chem. Soc. 2000, 122, 8131-8140.
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