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ON THE SYNTHESIS OF IJNSYMMRT RICAL BIS(MACROCYCLIC) LIGANDS 

Jonathan L. Sessle~* and John W. Sibezt 
Department of Chemisry and Biochemistry, University of Texas at Austin 
Austin, TX 78712, USA 

The stepwise syntheses of the three and four carbon-bridged bii(macrocycles) 14,15,24, and 25 are described. 

14 n-1,X-O 
15 n=l,X=CH, 
24 n-2,X-O 
25 n=2,X=CHP 

Tetrahedron, 1993,49,8739 
Dipeptide Isosteres. 2. Synthesis of Hydroxyethylene Dipeptide 
Isostere Diastereomers From a Common -y-Lactone Intermediate. 
Preparation of Renin and HIV-l Protease Inhibitor Transition State Mimics.5 Wdliam R Baker*1 and John K. Pratt 
Pharmaceutical Products Division, Abbott Laboratories, Abbott Park, Illinois 60064. 

A genaal strategy for the synthesis of the hydroxyethylene dipeptide isostere diastereomers C or D has been developed. The 
syntheses proceeded through a common y-l&one intermediate A or B. The C(3a) y-lactone dmstereomer A was prepared from the 
N-Cbz protected &amino sldehydc and 2-(2-isopmpylpropen-2-yl)birnethylsilane in five steps. The C(3p) y-lactone diastereomer B 
WES obtained by kinetic protonation of the l&one enolate using malonate derivatives. 

R 
P=BcGCBz 

A3a R,=fdkyl,R,=H C R,=alkyi.Ra=H 
838 R,=H,l$=alkyl D R,=H,R2=alkyI 

BLANCASTEROL, A CYTOTOXIC 9,11-SECOSTEROID ISOLATED 
FROM THE NORTHEASTERN PACIFIC MARINE SPONGE 

Tetrahedron, 1993,49,8757 

PLERAPLYSILIA SP. 
Jana Pika and Raymond J. Andersen* 
Departments of Chemistry and Oceanography 
University of British Cohnnbii 
Vancouver, B.C., CANADA V6T 121 

AcO 

The shuchne of blancasterol (l), a cytotoxic 9,11-secosteroid 
isolated from a Plerapiysilla sp., has been solved by analysis 
of spectroscopic data. 

Y 

V 



I Tetrahedron, 1993,49,8761 
REGIOSPECIFIC SYNTHESIS OF I 
3,5-BIS(BROMOMETHYL)BENZOIC ACID, A CYSTEINE 
CROSSLINKING AGENT. Marisa Engel, Clyde W. Burris, Cheryl A. Slate and Bruce W. Erickson, 
Department of Chemistry, University of North Carolina at Chapel Hill, Chapel Hill, NC, 27599-3290. U.S.A. 
2 s-RiPlhmmnmcthyl)benzoic acid was made in 38% ‘eld by a Cstep route from 1,3,5-benzenetricarbox lit acid. 

rsteine methyl ester and then di(terr- s utyl) dicarbonate gave the 21 adduct shown in 6IYK 96 yield. 
‘ ,_ -_I \-------_---. 

Reaction with cy 

THE CHEMBTRY OF ASCOMYCIN STRUCTURE DEXERMINATION 
AND WhITHEW OF PYRAZOLE ANALOGUES 

Tetrahedron, 1993,49,8771 

yat SW a,* &+rd F. CM, Qhghtt~ Xk, JUOCS McAlpiac, D&d N. Whittcm, RN@ Hany and Jay R. Luly 
Laboratmes. Flmrmxeutical Products Division, 

Ab&aRuk?nliaois60064. 
USA. HO 

C Ha0 

The femmtation and L3I.mtural 
deteminaion of escmycin (1) 
as well as the synthe-sis and 
structure confirmation of 

OCb OCHI 

1 3 4 

.J 

Tetrahedron, 1993.49.8787 

&sactivity of Carbon M~ChOphiles with Disubetftuted 
I 

TricarbOny~ (purtadiulyl) itOn (I+) Cations : Application 
to tha Syntheeis of Laeiol and rpi-laeiol 
william A. Donaldson*, and Plyung-Jong Jin 
Department of Chemistry, Marquette University, Milwaukee, WI 53233 USA 

The reaction of cations 3a, 3b, da, and Ib with dimethylcuprate and with sodium 
dimethylmalonate were examined. A short synthesis of 14 used the cation 41. 
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ELECTROPHILIC AYINATION OF IMIDAZOLE MOIETIES OF 
9-ETHYLGUANINE AND 1-METHYLBENZIMIDAZOLE DERIVATIVES 
AND REACTIVITIES OF N-AYINATED PRODUCTS 

Toyo Kalya, Masahiro Ohta and Kohfuku Kohda* 
Facutty of Pharmeceutkal Scrences, Nagoya City Universify, Tanabedori, Mizuho-ku, Nagoya 467, Japan 

Electrophihc amination of four 9-ethylguanine derivatives and seven 1 -methylbenzimidazole derivatives with 2,4- 
dinitrophenoxyamine was carried out. Reacttvii of the imidazole moiety to electrophilic amination and reaction pathways of 
Namlnated compounds with alkaline treatment are discussed. 

Tetrahedron, 1993,49,8805 
Ruthenium-Catalyzed Hydration of Nitriles and Transformation of S- 
Ketonitriles to Ene-Iactnms: Total Synthesis of (-)-Pumiliotoxin C 
Shun-I&l Murahash~, Slugehuo Sasao, Euchim Salto, and Takeshi Naota 
Department of Chemrstq. Faculty of Engine&ng Science, Osaka Uruversity, Machikaneyama, Toyonaka, Osaka 560, Japan. 
Hydration of nitriles and transformation of I-ketomtriles to ene-lactams in the presence of RuH2(PPh3)4 catalyst can be 
performed effiaently. The effectiveness of the reaction 1s illustrated by the short-step synthesis of (-)-purmhotoxin C (1). 

RuHa(PPhs), cat 
0 

R-CN - 
H20 

R-!-NH, 

Tetrahedron, 1993,49,8827 
Structure of Malolactomycins A and B, Novel 40-Membered 

Macrolide Antibiotics 

H Koshino*, K. Kotunata’, J. Uzawa, M. Uramoto, K. Isonob, andH. Osadi(* 

Division of MolecularCharacter~zation,and’Antib~ot~cs Laboratory. 

The Insutute of Physical and Chemical Research (RIKEN), Wako, 

Saitama 351-01, Japan department of Marine Saence. School of Marine 

Science and Technology, Tokai Umversity, Shinuzu, Sluzuoka 424. Japan. 

Malolactomycms A and B are positional isomers of malonate 

and interconvertlble each other The structures have been determmed 

by spectroscopic analyses, especially NMR. 

Malolactomycin A R,=COCH &OOH, RpH ,,” 
Me ‘;( 

: 

Malolactomycin B R,=H, RpCOCH $OOH 
MeeN 
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1,1,3,STetramethyC2methykneidan Derivatives: 
1 Tetrahedron, 1993,49,8837 

SJRlthcses with Imminent Revruyement 

1 

Rudolf Rnotr*, Johannes Freudenreich, ‘Ihemse von Roman, Johann Mehlstgubl and Pen-a B6hter 
InstiNt fttr Organische Chemie der Universit!& MUnchen, Rarlstrage 23, D-80333 Mthtchen, Getmany 

A B C D E 
The common methods of olefm functionalixation by electrophilic reagents are not applicable to A owing to faci- 
le methyl migration, as exemplified by the acid-catalyzed formation of B (R = H) from A. Therefore, nuckophi- 
lit btomination of the oxirane C is a hey step for most preparations in the series D. Compounds D with R = Br, 
n-butyl, OAc, OLi, OSiMq, OCHs, SPh and PhSMe* am described as well as E with R = CHO, CH(OCH2)2 
and CO,H. Characterized examples B exist mainly as the 2 isomers with R = Br, Li, n-butyl, COaH and ace@. 

Tetrahedron, 1993,49,8855 
INVESTIGATION ON INTERMOLECULAR FORCES BEI’WEEN 

BILE PIGMENTS AND POLAR MODEL COMPOUNDS 

MIMICKING THE CHROMOPAORE - PROTEIN INTERACHONS IN BILIPROTEINS 

Tetrahedron, 1993,49,8865 

GENERAL SYNTERSES OF NOVEL ANTERACENE-9,lCDIONJi DERIVATIVES: TEE 2.(I-ARYL.2.NITltOE‘IWYL)- 
1,4-DIEYDROXYANTERACENE-9,lO.DIONES, 2.(1.ARYLBTEBNYL).1,4-DIHYDROXYANTBIUCENE-9,lO-DIONES 
AND 2.(1-ARYLETIiYL)-l,4-DIIIYDROXYANTIlRACENE-9,10-DION&S 

Daniel DAUZONNR* and Wphane FOURIS 
Service dt Chimie de l’lnnitur Curie, Section dc BiologieJJRA 1387P du CARS, 26 rue d’lJln& F-75231 Paris O&x 05, France 

The base-promoted reaction of various (2chloro-2-nitroethenyl)benxencs with leucoq tdnizku leads to the hitherto 
unknown title anthracene-9.10-d a,b or c depending on the reaction conditions employed. 

ma, ma, +#a, 

0 OH R’ 0 OH 

a b C 

. . . 
vlu 



Tetrahedron, 1993.49,8817 
zuz4cmmaF12wI?H a-Wilma: 

ANEWSYNlEESISOFMIXEDAIKYL~~ 

CkKishan Reddy and Mariappsn Peris_* 

School of Chaaistry, University of Eyclerabad, J3yderabad-500 134, India. 

Mixed alkyl secondary alcohols me prepared through bydroboration of l-alkynes with 

%B:N(C.&)$h followed by RIMgX/Iz treatment and -TO2 oxidation. 

1. RwgX/BF#E~ w 

BH3:N(~H&Ph 2. 12 I 
RC=CH , RCH$H 

S-OH 
> RCY-CH-OH 

4. wh 

; + j(, .z - 
XYZ - RONO, RCNR’O. 

EtWCCHNN, 
CNRCHCOOEt 

Tetrahedron, 1993.49,8887 
A NEW, STEXEOSELECTIVE INTERCONVERSION OF PHOSPHINOTHIO- 

-PHOSPHINOSELENO COMPOUNDS, BEDUCTION OF PHOSPHINOSELENO 

DERIVATIVES AND BETRO PISHCHIMUKA REARRANGENENT BASED ON 

KETHYLTHIO- AND METHYLSELENOPHOSPHONIlJM SALTS CHEMISTRY 

J.Omelaficzuk 

Centre of l4olecular and I4acromolecular Studies, Polish Academy of Sciences, 90-363 t6db, 

Sieokievicza 112, Poland 

A highly stereoselective interconversion of phosphine sulfides * phosphine selenides 

via their methylthiophosphonium salts is described. 

2.HS- - 

Tetrahedron, 1993,49,8899 
1,3-DIPOLAR CYCLOADDEIONS TO CMETEOXY-2(5E)-FURANONE 
ErikKeller,BendeLange+MinzeT.Rispcns andBenLFerhga 
Department of Grganic and Molecular Inorganic Chemistty, Groningen Center for Catalysis and 
Synthe&,Utdversity ofGroninp, Nijenborgb 4,9747 AG Netherlands. 

ofseveralnitrileoxtdcs,nitrones,ethyl diazoacctate and an azomethme 
ylide to S-methoxy-2(5H)-feranone were examined. 
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ONE-POT STEREOSPECIFIC SYNTHESIS OF 8r-HYDROXY- AND Sa-ALKOXY-2,2,8- 
TRISUBSTITUTED-3-OXOINDOLIZIDINES. MECHANISTIC STUDIES ON THE ELABORATION OF THE 
8a-SUBSTITUTED INDOLIZIDINE RING 

Ma&t Josk Domfnguez, Marfa Teresa Ganzh-L&w and Rosario Gonzhz-Mm%,* 
Insthto de Qutmica Medica (C.S.I.C.), Juan de. la Ciewa, 3.28006 Madrid, Spain 

Tetrahedron, 1993,49,8919 

THE FISCHER INDGLISATXON RRACTION AND THE SYNTBBSIS OF INDBNOINDOLES 
David W. Brovm*, Mary F.Mtia. Aleyatnma Niia. Malcolnt Sainsbury~. and H.G.Shat&. 
%hool of Chemistry. University of Bath, BathBA2 7AY;Dept. Eatvirottma~tal Health, University of Ciiintmti, Ohio 

45267-0056. USA. 

Reasons for the faihue of Pi imblisatiott mactims using phettylhydmks beming electron-rich ntbtitwttts are discussed. New mutes to my1 

hy&szines are described and methods for the conversion of these compound8 into dihydmiioittdol~ are disclosed 
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