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SAMl; THE FIRST OF A NRW SERIES OF GENERAL PURPOSE QUANI’UM MECHANICAL MOLECULAR MODELS 

Michael J. s. Dew@, caoxiau Jie, and Jiauguo Yu 
Department of Cbemis&y, The Univexaity of Plorida, &ine&Ue, Florida 32611, USA 

SAM1 is tbe latest ‘Dcwar group” produrc. C&x&ions for 512 molecule ions, and mdicals, and for 11 demical maclions, show 
its superiority to AMI. Its developmextt also opens the way to a WOW generation of pt0gtWssively bctterkmi-fJAniti0” Weatmcots. 

NMR Massspectromefry 
w\. L J rzzzJ& 

Too inaccurate to be useful 
r 

Rzperimei~tal physical techniquea 
are now used routinely by chemists 

Iwdtiw ~~Tooexpensiver;dinadqtelyteated 

Quaatitative quantum mechanical procedmes that might be used by chemists 

1 Tetrahedron. 1993.49.5039 
SYNTHESIS OF ENANTIOMERIC GIBBERELLIN I 

. 

ANALOGS FROM NATURAL ISOPIMARENES 

Angelo C. Pinto*, Rostlngela de A. Epibniot and Wilson Camargo 
Institute de Qulmica, Universidade Federal do Rio de Janeiro. Cidade Universitdria, Ilha do Fund%, 21910, Rio de Janeiro. RI. Brasil. 

We report the synthesis of 15oxa-gibedlanes, enantiomeric analogs of gibberellins, from 
natural isopimarenes. 

R = Me, C02Me; X = 0; OH, H 

Tetrahedron, 1993,49,5047 
Synthesis of N-BOC-3-Azabicyclo[3.3.0]octnn-7-one 
via Reductive Pauson-Khand Cgclization and Subsequent 
Conversion to a Novel Diasatricyclic Ring System 
Daniel P. Beck& and Daniel L. Flynn, Searle Research & Development, 4901 Sea& Parkway, Sk&e. lL 60077 

A reductive intramolecular Pauson-Kband cyclization under dry-state adsorption conditions and inext atmosphere directly 
afforded the saturated N-BOG3-azabicyclo[3.3.Oloctan-‘l-one which was converted to the novel octahydro-l- 
azeto[~3’:3,4]cyclo[l~~~le ring system. 

X-ray 
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Tetrahedron, 1993,49,5055 
Intramolecular Cyclization of [o-(Aryltbio)pbenyl]ethenes. Synthesis 
and Crystel Structure of l-Arylhenzo[blthiophenium Salts 
lsugio Kitamura,* Shin-i&i Soda, Hiionobu Kawasato. and Hiroshi Taniguchi*, 
Depamnent of Chemical Science aod Technology, Faculty of En&e-et@, Kyushu 
University 36. Hakozaki, Fukuoka 812, Japan; Motoo Shiro, Rigaku Corporation, Matsubara-cho 3-9-12, Akishima, Tokyo 196, 
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Tetrahedron, l!XJ3,49.5067 
SYNTHESIS OF a- AND $-D,L-ribo-CARBAHEX-24JLOFURANOSE 

Ch. Marschner, 0. Penn and H. Griengl 

Institute of Organic Chemistry, Graz University of Technology, Stremayrgasse 16, A-6010 Graz 

Racemic a- and p-isomers of D,L-ri&carbahex-24ofuranose have been synthesized. An unexpected 
stereochemical course in the reaction of sulfur ylides with a-alkoxy ketones has been observed. 
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Hemisynthesis of (20S,24R)-20,24-Epoxy-3P,16P,25-Trihydroxy- 
Tetrahedron. l!I!33,49,5079 

6-Oxo-Sa-Cholestane 16-Acetate from Diosgenin. 

Regina Tavares, Thieny Randoux, Jean-Claude Braekman, and D%ir& Daloze. 

Labonmy of Bio-organic Chemistry, Faculty of Sciences, University of Brussels, 

Av. F.D. Roosevelt, 50, B-1050 Brussels - Belgium. 

The title compound 1 which was isolated as its 3j3-sophomside from the defensive 

secretion of Chrysolina variw~~ (Coleopttxa~ Chrymmelidae) has been synthesized 

from diosgenin in 8 steps. 

. . . 
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Aryl Halides as Precursors of Electrogenerated Bases. Utilization 
in Coupling Reactions of Acetonitrile with various Electrophilic 
Compounds. 

Tetrahedron, 1993,49,5091 

Rachid Barhdadi. Jacques Gal. Monique Heir&. Michel Troupe-l* and Jacques Ptrichon. 
Laboratoire d’Elecaochimie. Catalyst et SynWse Organique (UMR 28), CN.R.S.&ue Hcnri Dunant, 94320 Thiiis, France. 

Cyanomethylation reactions are performed using bases electrogenerated from aryl halides. Different 
products are obtained depending on the procedure utilized. 

(SN or AdN product ) 

(1): one-pot procedure (2): two steps-procedure E = ester, carbonyl- , alkylchloride, acylchloride. 

Tetrahedron, 1993,49,5099 

OXIDATIVE DIMERIWTION OF QIJINOLINIC NITROXIDE WITH TRWLUOR~- AND 
TRICHLO~ ACETIC ACID. Ca~sr,u STRUCXIJRE~ OF ~,~~-Bw-(~-IxuDE- 
I~,~-T~~~I~DR~~~~INoLINE)~~DENE AND OF ~~DIP~NYLQ~~~LINE. 
P.carl0ni.a E.Damiani.a L.Greci ,**a P.Stipa,a C.Rizmli,b P.Sgaratmm,**b P.Ug0zzoti.b 8: Dip. Scienze Mataiali e Terra, Universitb, 
Via Brecce Bianche, I-60131 Ancona, Italy; b: Istit. Strutt. Chimii UnivessitIs, Vie delle Science, I-43100 Parma, Italy. 

Quinolinic n&oxides la-c react with trichlom- and trifluoro-acetic acid to give dime.rs 3a-c and quin0line.s 40-c as the main products. 
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CHEMOSELECTWITY OF RHODIUM CARBENOIDS. A COMPARISON OF 
Tetrahedron, 1993,49,5 109 

THE SELECTlVllY FOR O-H INSERTlON REACTIONS OR CARBONYL 

YLIDE FORMATlON VERSUS ALIPHATIC AND AROMATIC CH INSERTION AND CYCLOPROPANATlON 

Geoffrey G. Cox and Christopher J. Moody’ 
Department of Chemistry, Loughborough University of Technology, Loughborough, Leicestershire, LEll 3TU, U.K. 

David J. Austin and Albert Padwa’ 

Department of Chemistry, Emory University, Atlanta, Georgia 30522, U.S.A. 0 

A range of diazocarbonyl compounds containing two different Z 

I+ 

R’ Rh(ll) 

functional groups (within R’ and R*) has been prepared, and their 

rhodium(ll) catalysed decomposition studied as a means of probing N2 R2 - 

Product(s) 

the chemoselectivity of carbenoid intermediates. 

ix 



Tetrahedron, 1993.49.5 127 
-MEnaoDm~ SYNlEESIS OF CBIRAL 
a, a-DIFWNYL-2-PYRBOLID-L 

J.V.Elhaakar Kanth and Mariappan Periaeamy* 
School of Ckaistry, University of Werattad, Hyderabed 500 134, India 

Chiral a, a-diphenyl-2-pyrrol idinemethanol S-l, ie synthesised from S- 
proline utilizing inexpensive reasents, following a method involving only 
two isolation procedures. Dl. 

o- COOH c&o-co-cl 

r 
CH30H, K2C03 

1. PhMgBr 
OOCH, -> 

2, KOH, CH,OH 

Tetrahedron, 1993,49,5133 
SINGLE ELECTRON TRANSFER INDUCE0 ELEMENTAL STEPS IN THE 
TRANSFORMATION OF 1000MALONIC ESTERS AN0 RELATED CH- 
ACIOS UNOER SOLID-LIQUIO PTC CONDITIONS. PREPARATION OF 
ELECTROPHILIC CYCLOPROPANES 
L. TBke, Z. Hell, G.T. Szab6, M. Bihari, A. Rockenbauer 
Dept. of Org. Chem. Techn. Technical University, Budapest, Hungary 

Malonic esters react with 
olefins under PTC-conditions 
in the presence of iodine to 
give cyclopropane derivatives. 
The mechanism of the reaction 
is also discussed. 
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RING-OPENING OF SUBSTITUTED ISOXAZOLIDINES: 
ONEPOT SYNTHESIS OF INDENES 

Tetrahedron 1993,49,5147 

F. Casuscelli: U. Chiacchio? A. Liguorip G. Romeo,’ G. Sindonac and N. Uccelk$ 
“Universiti di Messiaa, Italy; %niversiti di Catania, Italy; %iversitB della Calabrk, Italy. 

High yield conversion of 3,5,5,-triaryl- 
isoxazolidines into indene derivatives has 
been achieved by 4 h refluxing in aq. H2S04. 
The Earrangement pathway is interpretable 
on the basis of a ring-opening process where 
the crucial step is the protonation of the 
oxygen atom of the isoxazolidine nucleus. 
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Tetrahedron, 1993,49,5153 
REACTION OF ALLYL IMINOPHOSPHORANES WITH KETRNES AND 
ACYL CHLORIDES: ON&POT PREPARATION OF 4-PENTENENITRILRS 
PedroMolina,MateoAlajarin,Carmen~-Leonardo,andJulianAlcsntara 
Deparuunento&QuimicaOrganica,UniversidaddeM~ia,CampusdeEspinardo,E-UX)'Il,Murcia,Sp9in. 

The titled iminophosphoranes react either with ketenes at r.t or acyl chlorides and further thermal treatment of the resulting phosphoranes to 
give 4-pentenenitriles. 

2) Ax-CH2-COCI 

Tetrahedron, 1993,49,5 169 

Isol ation and Structure of Clematine, A 
New Flavanone Glycoside from C/ematis 

8K9I8ndii Franch 

Yingfong Chen", Jian Liub*, R. Stephen 
Davidsonb, Oliver W. Howarth'; "Hunan 
College of Traditional Chinese Medicine, 

OH 
(China), bZTniversity of Kent, (UK), and HO 
'University of Warwick, (UK) 

A new flavanone glycoside was isolated 
from Chinese crude drug “mu tong” 
(Clematis armandii) . The structure was 
established mainly by 2D NMR methods, FAH 
and HREI-MS. 

Clematine 
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TOTAL SYNTIIESIS OF (R,R)-CRINAN VIA REGlOSPECIFlC AND 
Tetrahedron, 1993,49,5 177 

STEREOSELECTIVEPALLADlUMCATALYSEDCYCLlSATlON 

R. Grigg,” V. Santhakumart V. Sridharan: M. Thornton - Pet?, and A.W. Bridgeb 

a. School of Chemistry, Leeds University, Leeds LS2 9JT. b. Rhone - Poulenc Rorcr. Rainham Road SOI&, Daganham RMlO 7XS. 
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NEW SYNTHESIST OF J’~-SIJBSFITUTED NUCLEOSIDES 
N. Garg, J. Plavec and J. Chattopadhyaya* 
Dep+utment of Bioorganic chemistry, Box 581, Biomedical Center, 
University of Uppsda. S-751 23 Um. Sweden 

Tetrahedron, 1993.49,s 189 
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Synthesis of 3’-G-branched thymidine 3 is described 
starting from 2’,3’-dideoxy-3’-nitthymidine 1. R o 
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