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syntheses partly or fully discussed

1992

- international space year (UN)

- space shuttle Endeavour first launched in May

- first confirmed detection of extrasolar planet

- Rudoph A. Marcus won the Nobel prize in Chemistry for ET theory
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4; R = COCgH4Br-p, X = p-BrCgH4CO; OH

structure determination: ptilomycalin A
Kusumi, Kashman et al. 8472-8479

revision: bistramide A
Ireland et al. 17110-1111

BzO
(-)-calichaemicinone




: : Hai Dao
Baran Group Meeting JACS Year in Review 1992 0171479012
myrocin C, Chu-Moyer and Danishefsky, 8333-8334 (+)-duocarmycin SA, Boger, 10056-10058
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(x)-o/p-copaene, and related compounds, Wenkert, 644-654 (x)-byssochlamic acid, White, 9673-9674
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pentalenolactone P, Paquette, 7387-7395 (x)-bilobalide, Crimmins, 5445-5447
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the pinene path toward Taxol, Wender, 5878-5879 kuanoniamine D, Ciufolini, 10081-10082
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(-)-calichaemicinone, Nicolaou, 3134-3136
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direct -azido functionalization of triisopropylsilyl enol ethers,
Magnus, 767-769, and 3993-3994 (transformation to other functions)

novel free radical ring-forming reaction of dichlorocyclobutanones and
sequential ring expantion, Dowd, 10084-10085

reactivity: ketone > ester > amide

acetic acid as additive (50 mol%) in cases of esters and amides
EtsN: NR
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palladium catalyzed cyclization Esynthesis of azapenams, Hegedus, 5010-50175 .
I N
Takacs, 773-774 | Ly Cr(co), ,\}f N MeQ  H Boo
: e ' OMe \< Me '
Pd(OAC); (5 Moi%) ; CHON | i Me “Me
F PPhj (10 mol%) TN (CO)Cr " = N
MeO,C » MeO,C ; e Me [2+2] o i TMe
X  THF65°C N 69% Me
95% trans selectivity Me OMe Hy, Pd/C
: o camphor sulfonic
--------------------------------------------------------------------- ' I acid (1.1 equiv)
Trost, 791-792 MMe NH N camph%r sullfonic MeO %
Pd,(dba)s:CHClj (2.5 mol%) 7 acld only Mems” ~NBoC
PPhs (10 mol%) N HNT\ Me 96% /Z
CH3CO,H (20 mol%) | Me 07 “N"FVMe
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dipole-dipole effect

P
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TBDPSO"" OTBDMS

- :

Pd,(dba);CHCI3 (10 mol%), PPhs (30 mol%)
toluene-Et3N, 120 °C, 1.5 h (52%)

A

OH no protecting group
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Bz Bz O
Ph N N
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—
P o e e
RO Mge
92% 75% 73% 81%
R = CMe(CFy)
electronic stability of nucleophilic carbenes, Arduengo 5530-5534
Ar = p-MeCgH,
[ > > [ > Ar = 2 6- MGQCGHS
\ Ar = 'C|06H4

stable in solution |solated crystals

electronic factors is important:
- t effect: EDG to carbene out-of-plane p-orbital

- o effect: EWG of two electronegative N atoms

JACS 1991, 361.
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list of some other interesting molecules (not covered)
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Br Br 0
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N N nirurine
H 0 Magnus, 382-383
(-)-suaveoline discorhabdin C
Cook, 6910-6912 Kita, 2175-2180
H oy CH20CONH,
: 0 : OH
Hie uipPr
N3 2 OHC
Me (+)-artemisinin
dendrobine (+)-FR-900482 (qinghaosu)
Livinghouse, 4089-4095  Fukuyama, 383-385 Avery, 974-979

strychnine (+)-allopumiliotoxin 339A
Magnus, 4403-4405 Overman, 368-369

R=H (+)-paspalicine
R = OH (+)-paspalinine
Smith 111, 1438-1449

campothecin
Curran, 5863-5864
Comins, 10971-10972

OH OH OMe

(+)-calyculin A
Evans, 9424-9453

halichondrin B Me
Kishi, 3162-3164

hemibrevetoxin B
Nicolaou, 7935-7936

CHO




