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ent-Breviananmide B 5 O oM
Williams, JACS, 1990, 808 AN L
Biosynthesis: Most of the brevianamides are comprised of a tryptophan-proline 5 nagH, O

diketopiperazine and a single prenyl unit. Usually, the prenyl unit is attached
to the indole in a reversed sense to C2 of indole. A set of events that
explains both the abundance and results of feeding experiments is outlined
below:
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o conditions exoendo  Yield (%) BocN _ PMB
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Williams, Top. Curr. Chem., 2000, vol. 209, 97 Williams, JACS, 1990, 808

Jiels Alder hypothesis: Porter, JCS CC, 1970, 1103
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Ardeemin Amauromine
Danishefsky, JACS, 1999, 11953
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Crich, JOC, 1994, 5543
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Rationalize the realtive product distributions. Hint: the cyclization
is irreversible under the reaction conditions.
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Williams, JACS, 1990, 808 Crich, JOC, 1994, 5543

Crich, JOC, 1994, 5543 Danishefsky, JACS, 1999, 11953
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Danishefsky, ACIEE, 2000, 2175
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AcOH, DMSO, 12 M aq. HCI,
5 mol % PhOH, 25 °C
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40% of a three component mixture SpirOtryprOStatin B
mixture at C3 \
Nilliams, JACS, 2000, 5666 Danishefsky, ACIEE, 2000, 2175

Janishefsky, ACIEE, 2000, 2175
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Spirotryprostatin B
Carreira, ACIEE, 2003, 694

Spirotryprostatin B
Horne, ACIEE, 2004, 5357

HN Gypsetin

N._S<.
N Danishefsky, JACS, 1999, 11964

CO,Me .

N NN

2. LiTMS),N,
N N PhSeCI;

Boc pvpo Me

. TBAF (o]
. Lindlar cat, Quin, H, //4

. cat. 05Oy, NMO CO,Me

H,

Me Mgly, ' CO,Me
XN . H,, MgSO,,
l :
N, {Rh(OAC),},, benzene, N \ ! NCS, AcOH, ~” “CHO
X reflux, slow adition of S.M. N ! HCOH, r.t. Me
| —— — > : —_— —_—
= 68% yield of ' o o
H o M Me H o stereoisomers ' 70% 95%
TIPS ;
J\ Me | cat. Pd(PPRg), L(TMS),, 0 °C; Zn, MeOH
y ! PhSeCl, 0 °C reflux
M ghven i D -~
° ° : 20% 37% for
<Vle ' 3 steps
.\CHO_ 0 =z E . . 37% (other diastereomers produced
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74 for 3 95%
Sarreira, ACIEE, 2003, 694 Horne, ACIEE, 2004, 5357

Danishefsky, JACS, 1999, 11964
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Corey, JACS, 2002, 7904
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Ganesan, OL, 2003, 2825
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Danishefsky, JACS, 1999, 11964 Corey, JACS, 2002, 7904

Corey, JACS, 2002, 7904 Ganesan, OL, 2003, 2825
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Ley, OBC, 2004, 2415 ! Smith, JACS, 2000, 11254
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Ganesan, OL, 2003, 2825 Ley, OBC, 2004, 2415

Ley, OBC, 2004, 2415 Smith, JACS, 2000, 11254
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Smith, JACS, 2000, 11254 Smith, JACS, 2000, 11254
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Other notable syntheses:
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Paraherquamide B __Paraherquamide A
Williams, JACS, 1996, 557 Williams, ACIEE, 2000, 2540

VM5599 Spirotryprostatin B
Williams, JACS, 2002, 2556 Ganesan, JOC, 2000, 4685

Isoroquefortine C
Joullie, JOC, 2002, 620
Joullie, PNAS, 2004, 11971




