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SYNTHESIS AND CHEMISTRY OF A FACIALLY DISSYM- 
METRIC CAGE-CONDENSED p-BENZOQUINONE: A SYNTHE- 
TIC ENTRY INTO NOVEL DOUBLY-CAGED SYSTEMS 

Alan P. Marcbaod*, Simon G. Bott, and 
Vijay R. Gadgil 

Depattmeaf of Chemisny University 
of North Texas, Denton. TX 76203 

Wilham H. Watson*, Marhsz Krawiec. 
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and Ram P. Kashyap 
BOTTOY 

Department of Chemistry, Texas 
The syntheses of a novel caged quinone. 1, is reported. Diels-Alder cycloaddition of 

Christian Vniversiry. Box 32908. 
cyclopentadiene to 1 affords 7a and 7b, each of which can be photocyclixed to the 

Fort Worth, TX 76129 
corresponding “doubly caged” diictone (9a and 9b, respectively) 

Conformation of Taxotere@ and Analogues Determined by NMR Spectroscopy and Molecular Modeling Studies 
JoelIe Duboii. Daniel Gutksrd*. Fmqoise Gutiue-Voegelein , Nourredine Guedira. Pierre Potier, Brigitte Gillet and 
Jean-Claude BeloeiI. 
Institu~ de Chimie dcs Substances Naturellu - CNFtS 91198 Gif sur Yvette - France 

The suuctures of taxotere. tax01 and twelve analogues bearing different substituents at carbon 2’ and 3’ and showing 
different in vitro biological activity on tubulin. have been investigated by lH NMR spectroscopy and molccuhu modeling 
studies and compared to that of taxoten 2 obtained from X-my analysis. We thus pmpose in this paper a set of active 
conformations for taxol-like compounds and the most optimal pammeters for the drug receptor binding process. 
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NMR AND MOLECULAR MODELING STUDY OF THE CONFORMATIONS OF TAXOL AND OF ITS 
SIDE CHAIN METHYLESTER IN AQUEOUS AND NON;AQUEOUS SOLUTION. 
Howard J. Williams, A. Ian Scott’, Reiner A. Dieden 
Center for Biological NMR, h&wtmeot of Chetnistty, Texas A&M Utdvetsity, College Station, Texas 77843-3255 
Charles S. Swindell*, Lice E. Cbirlim~, Michelle .M. FrancI, Julie M. Heerding, Nancy E. KraU88 
Depamnent of Chemistry, Bryn Mawr College, 101 North Metion Avenue. Bryn Mawr, Pennsylvania 19010-2899 

cOnfOrlOatiOO8 Of t8XOl 1 8Od it8 
side chaio methyl ester 4 in chloroform 
and water/do-DMSO have been 
detqdoed by NMR spectroscopy and 
Molecular Modeling celculatims. 
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ISOLATION AND SYNTHESES OF CAPROLACTINS A AND B, 
NEW CAPROLACTAMS FROM A MARINE BACTERIUM 

Bradley S. Davidson* and Robert W. Schumacher 
Department of Chemistry. University of Hawaii 
Honolulu, Hawaii 96322 

2R=& 
Two new capro&atns have been isolated from an tmidentifii Cram-positive bacterium obtained frcat a deep-ocean 

sediment sample. Capmlactins A (1) and B (2) are composed of cyclic-L-lysine liied to 7-methyloctanoic acid oc 6-metbyloctanoic 
acid, respectively. The stmctures were proposed using spectroscopic methods and confirmed by synthesis. 

THE EFFECT OF para-SUBSTITUENTS ON THE 
CONFORMATIONAL BEHAVIOR OF 2,2-DIARYL-l&OXAZINE- 
4,6-DIONES: EVIDENCE FROM A CRYSTAL STRUCTURE 
DETERMINATION 

Tetrahedron, 1993,49,6575 

Masayuki Sam, Shinya Nagashima, Masayuki Murakami, and Chikara Kaneko 
Pharamaceutical Institute, Tohoku University, Aobayama, Sendai 980, Japan 

I Toshio Furuya 
Tsukuba Research Laboratories, Yamanouchi Pharmaceutical Co. Ltd., 21 Miyukigaoka, Tsukuba, Ibaraki 305, Japan 

The crystal structure of 9 has revealed that the molecule is in a boat 
conformation with C(2) and C(5) pointing upward and the 4-nitm- 
phenyl group takes a quasi-axial conformation. The reason for this 
conformation is presented. 
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Chemoselective Introduction of Acetylene into Hindered Carbonyl Croup 
using Alkynyltrifluoroborate, A Solution as one Step to (-)-Tetrudutoxin 
Noboru Yamamoto and Minoru Hobe* 
Laboratory of Organic Chemistry, School of Agriculture, Nagoya University, 
Chikusa, Nagoya 46401, Japan 

Several examples for addition of lithium alkynyltrifiuoroborates. prepared from lithium acetylides and boron trifluoride 
etherate, are demonstrated to react chemoselectivcly with carbonyl groups without addition to phosphorous atom in the vinyl 
phosphinate. 
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ON THE SYNTHJZSES AND PHOTOCWMICALPROPER~ OF 
NOVEL PYRROLlZINONE DERIVATIVES AS PH-SWIZERS 
By Rupext Bat&, Giinter Heisld, and Christian Klinigsteid, Department of Physical Chemistry and department of 
Organic Chemistry, Technical University of Vienna, Getreidemarkt 9, A - 1060 Wien, Austria) 

Abstract ; The syntheses as well as the photochemical behavior of compounds 1 - 4 is described. 
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INFLUENCE OF DIFFRRRNT TY’PES OF AMPlilPHIL.ES ON TRE 
RHODIUM(I) COMPLEX-CATALYZED ASYMMETRIC HYDROGENATION 
OF (Z)-METEYkz-ACIETAMIDOCINNAMATE IN AQUEOUS MEDIUM 

Ingtid Gmsscrt, &k&d Pa&old, Guther Gehme* 
Institut Rir &ganische Katalyscforschung an dcr Universitat F&tcck e.V. 
Buchbindcrst&e S-6, G-2500 w, Germany 

,-Ph.CH-,-xlocH$+ Ph-cH$LCcxxH~ 

m-3 I!fkmCH3 

i. cat.: [Rb(COD)2]BF4 + 1.1 BPPM, surfactant, water, Hz (0.1 MPa) 

Different types of surfactants (neutral. zwittcrionic, ionic) promote reaction rate and cnantioszlcclivity significantly. 
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SYNTEES 
B 

OF DEUTERIUM LABELLED (llS,12& AND 
(llR,12+[ H14]-PALMITIC ACIDS; A FACILE ROUTE TO BIGELY LABELLED FATTY ACIDS 

Christian Fr6l31 and Wilhelm Boland* 
In&ut Eir Organischc Chemie der Universit&, Richard-Willstaner-AUee 2, D-7613 1 Karlsruhc 1, Germany 

Highly deuteratcd (1 lS,12R)- and (1 lR,12S)-[2H~4]-pahnitic acids arc available from bitbienyl by two successive 
alkylations and desul~risarion. 
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SYNTHESIS AND NMR CONFIGURATIONAL STUDY OF 
IMIDAZO[2,1-bjTHIAZOLl% FROM lZf-1,4-DIAZRFiNE-7(6Zf)THIONES 
Jod Barluenga*a, Raquel P&ez Carl6na. JestIs Joglara, Fernando L&ez Ortiz*a and Skntos F~stero*~ 
aDepartamento de Qufmica Organometilica, Facultad de Oufmica Universidad de Oviedo. 33012 Oviedo, 
Spain. bDepartamento dk Quimica Orgtiica, 
Bujassot (Valencia), Spain 

Facultad & Far&& Universidad de Valencia, 46100 

A thermal intramolecular cyclization of 
1-vinyl-2,3-dihydro-3ff-imidazole-2-thiones 
to imidazo[2,1 -b]thiazoles is reported. A 
heteronuclear correlation study established the 
configuration of the products. 

R2 R’ 

DMSO 160 “C 
so ;. R2~---$R1 

R’ = ph. pTol 

R2=Me.Et,Pr 
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EFFICIENT TOTAL SYNTHESES OF (lR, ZR, 3R, 9R, 9aR)- 1 
1,2,3,9-TETRAHYDROXYQUINOLIZIDINE AND ITS 
ENANTIOMER 
Gloria Rassu,* Giovanni Casiraghi. * Luigi Pinna, Pietm Spanu, Fausta Ulgheri, Mara Comia and 
FrancaZanardi 
Dipartimento di Chimica dell’llniversila and CNR, Via Vienna 2, I-07100 Sassari, Italy. 
The quinolizidine IO and its enantiomer ~-10 have been synthesized in five steps (>35% overall yields) 
by starting with ambinose imine derivative (e.g. 5) and 2-(trimethylsiloxy)furan (TMSOF). 
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MINOR SESQUlTERPENES FROM MA YTENUS CANARIENSIS 
WlTE INSECTICIDAL AND ANTIFEEDANT ACTIVITY 
Antonio G. Gontilez’, Igarcio A. Jimenez, Angel G. Rave10 and Isabel L. Bazzoccbi 
C.P.N.P.“Aotonio Gom4lez”, Univetsidad de La Laguna, Tenerife, Canary Islands, Spain. 
One kaown and four new sesquiterpencs with dibydn+agarofunn skeletoas were isolated from Moytenrcs 
ca~rienris (Celastnceae). Their st~ctures mod absolute confeuntioos were determined by spech6copic and 
CD studies. Two of the compounds which 
had a new basic polyhydmxylatcd 3,13- 

CH20AC 

dideoxy-evoninol skeleton ’ . ezhblkd 
powerful insecticidal activity against 
Spodoprera lifforclh and the others proved 
antifecdaot against the same insect in an 
election test. 
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An Enantiaspecifk Synthesis of D-erytbo-Sphingosine 
from D-Tartaric Acid 
Peter Sornfai* and Roger Olsson, Organic Chemistry 2, Chemical Center 
Lund Institute of Technology, P. 0. B. 124 
S-221 00 Lund, Sweden 

An efficient enautiospecific synthesis of D-erythro-spbingosine (1) via azidospingosine (2) is described, 
the absolute stereochemistry being deived from D-tartaric acid. 

9H 

HO- (CH&Me 
1 R=NH2 
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DESTANNYLATIVE PUMMERER-TYPE REARRANGEMENT OF 
l-(TRIBUTYLSTANNYL).l-(l’HENYLSULFINYL)- CYCLOPROPANE AND -ETHENE. 

M. PohmakoV. S. Sithikanchanakul and S. Khosavanna: Department of Chemistry, Faculty of Science, Mahidol University, Rama 
6 Rd., Bangkok 10400. Thailand. 

1. RCOCI or ROCOCI 

CHfZlz / Reflux 

0 
2. KF/HzO/ether 

Ph! SnBu, RCOCI PhS Ob 

CHzClz/Re!lux 
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REVERSE TURN CONFORMATION OF N-THIOACETYL 
TIIIOPROLYL GLYCINE N’MJXHYLAMIDE IN THE 
CRYSTAL AND IN SOLUTION. 

Central Reeeareb Institute for chemistry, Hungarian Academy of Sciencea, H-1625 Budapest, 
P.O.B. 17, Hungary; %stitute of Organic chemistry, Ei%vi% University, H-1518 Budapest 112, 
P.O.B. 32, Hungary 

Turn conformation of N-thioactpl thioprol 1 @ycine N’-myth lamide ” the crystal. 
~~ymnsmn~s&Py-~.2,~ = 15?.9 , Q3 = 83.5 , & = 5.5 ) are close. to 
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STRATEGIES AND TACTICS FOR FREE RADICAL 
CARROCYCLIZATION: SYNTIIRSIS OF I’OLYFUNCTIONALIZED 
CYCLOPENTANOID M0LECULRS FROM CARROIIYDRATRS 

Tetrahedron, 1993.49.6669 

Jo& Marco-Contelles+. P&u Ruiz, Luis Martfnez and Augeles MarUnez~rau. 

lnstituto de Qufmica Orgtica General (CSIC); Juau de la Cierva, 3. 280064uladrid. 
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From diacetone glucose 1 or D-ribonolactone 2 synthetic strategies are described for the preparation of polytimctioualized 
cyclopentane8. 
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THE TOTAL SYNTHESIS OF GONIOFUFURONE 

Patrick J. Murphy* and Shelagh T. Dennison. 
Department of Chemistry, University of Wales. Bangor, Gwynedd. UK, LL.57 2UW. 

The total synthesis of natural (+)-Gordofufurone 1 and related compounds from D-glucose is reported utilising as the 
key step a non-classical Wittig reaction. 
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RING-CHAIN TAUTOMERISM OF OXAZOLIDINES 
DERIVED FROM SERINE ESTERS 

Ferenc Fiil6pBtb~’ and KaIevi PihIqiaa 

aDepartment of Chemistry, University of Turku, SF-205&l Turku, Pinland; 
bInstitute of Pharmaceutical Chemistry, Albert Szent-Gy6rgyi Medical Uniwxsity, H-6701 Szeged, POB 121 Hungary 

OH X 

N=C 
X 

Ring-chain tautomeric mixtures were obtained from seriae methyl or ethyl ester with aromatic aldehydes. 
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THE BIOSYNTHESIS OF 1.DEOXYNOJIRIhlYCIN IN BACILLUS SIIBZ’IUS VAR NIGER 
Hardi&D.J..HutchbqD.W. 
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SYNTHETIC APPROACHES TO EITHER HOMOCHIRAL 
OR ACHIRAL DERIVATIVES OF 3-HYDROXY-2(W)-FURANONE (ISOTETRONIC ACID) 

Jorquim Bigorra, Josep Font, Cristina Ochoa de Bchagiien, and Rosa M. Ortuiio* 
De-t de mica, Univemital Autbnoma de Barc&na, 08193 m Barcelona, Spain. 

Several title compounds were synthesized from D-ribonolactone as a chiral precursor or from 2,4- 
dioxopentanoic acid as a suitable achii pncursor. Base-induced elimination and subsequent acid pmmoted ring- 
size contraction has proved to be an effkient protocol to prepare isotetronic acids from 2-0-alkyi-3,4-0- 
benzylidene-D-ribono- 1 ,Nactone derivatives. 
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PERI-, REGIO- AND STEREOSELECTMTIBS IN THERMAL ADDITION OF 
TROPONE TO ALLENIC ESTERS 

M.P.S. Ishar and R.P. Gandhi’, Department of Chemistry, Indian lnslitute of Technology-Delhi, Hauz Khas, New Delhi-110016. 

Tropone reacts with allenic esters, RR,C=C=CHCO,Et, to furnish major cycloadduck 2-6 and minor products 78. 
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