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pYRROLG9DINE OXIMES: A NOVEL NEW CLASS 
OF DENDROBATID ALKALOIDS 
T. TOKUYAMA 
Faculty of Science, Osaka Cily Univcrsig. Osaka. Japan. 
J. W. DALY, H.M. GARRAFFO, T.F. SPANDE 
NalioMl lnslilwe of Di&les ami Digesh? and Kidney Diseases, National Inslilutes of Ilealrh. Behe& MD 20892 U.S.A. 
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4: 222 RIR’=H 
5: 236 R-CHs,R’=H 

R 6~ 252 R.CH3.R’=OH 

miina structures I - 3 tentatively proposed 252 from the Piaonf~ 
hr&&atas prrri/jo, are revised on the basis of GC-FTIR and NMR studies to pyrmtizaine oximas 4 - 6. 

Tetrahedron, 1992,48,4259 

Synthesis of 2-Aminopurine Nucleosides via Regiocontrolled Glycosylation 

Philip Garner,* Ji Uk Yoo, and Ramakanth Sarabu 
Department of Chemistry, Case Western Reserve University, Cleveland, Ohio 44106-7078 

Stereo- and regioconbolled syntheses of pyranosyl Ng and NT-2-aminopurine nucleosides are described using 
either Lewis acid or iodonium mediated glycosylation methodology. A convenient NOESY protocol for 
establishing base regiochemistry and anomeric stereochemistry is also presented. 

i) glycoside activation 
ii) dechlotination (Y = Cf) 
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Tetrahedron, 1992,48,4271 
SIMULATED ANNEALING OF RINGS USING’ AN EXACT RING 

CLOSURE ALGORITHM 

Frank Guamieri and Stephen R. Wilson,* Department of Chemistry, New York University, Washington Square, New York, New York 103 

The method Of simukitcd annealing has been combined witi an 
exacl rinu closure aleorilhm lo locale the global minimum of 
hydrmn rings without energy minimization. A new program 
Cakd ANNEAL-RING carries out simuhcd annealing by 

COmpulaliOn Of the CXaCl new positions of three or more atoms and 

Ihen application of tic Mcmpolis Mom Carlo ~ccpt-~jim 
criterion [cxptdE/RT)l with cooling. Cyclononane, cyckxkxane, 
cycknmdaane and cyclohep&xanc were studied. 



Intramolecular Aldol Condensation Applied to 
D-Glucose-derived &Ketoaldehydes : 
Access to Enaatiomericolly Pure Six-membered Carbocycles 

Tetrahedron, 19!92,48,4283 

Kin-ichi Tadano? Satoshi Kamawa, Ken-ichi Takao, 
and Seiichiro Ogawa 
Depaument of Applied Chemistry. Keio Vnivhity. 
Hiyoshi, Yokohama 223. Japan 

Highly functional~six-memberedcarbocycles,represented 
by land 2,were stereoselectivelysynthesixd. Fortbekey 
carboeycliition, baseatalyzed intramolecularaldolcondensation 
appliedto aD-glu~e~v~g~~d~ydewasutiliz~. 
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1 2 
~=-fCH2LPSi(w&~3 

Kumi Yoshida*, Tadao Kondo+* and Toshio Goto++ 
School of Life Studies, Sugiyama Jogakuen University, 
Hoshigaoka. Chikusa, Nagoya 464. Japan 
+*Chemical Instrument Center, and ++Laboratory of 
Organic Chemistry, Faculty of Agriculture, 
Nagoya University, Chikusa, Nagoya 464-01, Japan 

Intramolecular stacking conformation of gentiodelphin in acidic 
methanol was studied by 1H NMR and computer assisted 
molecular modeling. One of two caffeic acid residue, C2, was 
stacked to the anthocyanidin nucleus, 

REDUCTION OF CARWXYUC ACIDS AND THEIR DERIVATIVES 
Tetrahedron, 1992.48,4301 

USING SAHARIUH DIIODIDE-ACID SYSlBl 

Yasuko Kamochi* and Tadahiro Kudo 
Daiichi College of Pharmaceutical Sciences, 22-1 Tamagawa-cho. Minami-ku, Fukuoka 815, 
Japan 

R-COOH 
%2 in THF/R'OH/85%H3FO4 R=Aryl: yield 91-96X 

RT/Ar, 3 set 

R-Q1 oH 

2 

R-CONH* 
SmI2 in THF/R'OH/85%H3P04 

RT/Ar, 3-220s~ R-CHO 

R-CR 
%I2 in THF/R'OH/5O%KOH or 85%H3F04 

RT/Ar, 4 sac-30 min R-CHZNHZ 

R'=H,CH3 

R=Aryl: yield >97 % 
R=Alkyl: yield 6-14 % 

5O%KOH; R=Aryl: yield 58-912 
R=PhCH2: yield 58% 

85%H3p04; R=Aryl: yield 52-99% 
R=PhCH2: yield 48% 

Tetrahedron, 1992,48,43 13 
Intramolecular Stacking Conformation of Gentiodelphin, 
a Diacylated Anthocyanin from Gentiana Makinoi 
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Tetrahedron, 1992,48,4327 

L!c?ziwu~Emm sY$xvmss DF GmDLLm 
Alain AHOND*, Ali AL MOURABIT, Manuel BEDOYA ZURITA, Richard 
HEW, Raquel MARQUES BRAGA, Ckrisfiaue POUPAP sod Pierre RJTTE’R 
Institut de Chimie des Substances Natweks, C.N.K.S., 
91198 Gif/Yvette C&x, France 

The stereoselective synthesis of girolline has been achieved 
from 4-carboxaldehyde imidazole or D(-) arabinose. 

MACROCYCLIC I’OLYETHER TETRALACTAMS I : 
SYNTHESIS AND CYCLIZATION STUDIES 
M. C. Duriez, T. Pigot, C. Picard, L. Cazaux and P. ‘l”rsn&s 
Laboratoim de synthese et physicochimie organique , 
Universite Paul Sabatier, 3 1062 TOULOUSE (PRANCE) 

A versatile approach to macrocyclic tetralactams with two 
dimethyleneoxy moieties is reported The key step is the 
cyclization of a bis-secondary amine with a diamide diacid 
activated by the thiazolidine-24hione group. 

Tetrahedron, 1992,48,4347 

Tetrahedron, 1992,48,4359 

MACROCYCLIC POLYETHER TETRALACTAMS II : A STUDY OF 
THEIR BINDING PROPERTIES WITH ALKALINE-EARTH CATIONS 
T. Pigot, M. C. Duriez, C. Picard. L. Cazaux and P. Tisnbs 
Laboratoim de synthese et physicochimie organique , 
Universit6 Paul Sabatier, 31062 TOULOUSE (PRANCE) 

Binding properties (picrate extraction and stability 
constants) of title macrocycles were assessed. A high 
selectivity of these tetralactams for Ca2+, Sr2+ and 
Ba2+ with respect to Na+, K+, Mg2+ and Zn2+ was 
observed.. 

n=O,l 

Mz+ = Caz+, Sr2+, Ba2+ 
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Tetrahedron, 1992,48,4369 

AN EFFICIENT STEREOCONTROLLED SYNTHESIS OF 12(R)-HETR 

AND 12(S)-RETE. 

Denis Chemin, Sylvie Gueugnot and Ghrard Linstrumelle 

UR 402 du C~.R.S., Ecole Nomale Supbie.ure, Lalmratoinz de chiie, 24 rue Lhomond 75231 Paris Cedex 05-France. 

+- 
C4Me 

1) Pd”/ Cu’ 
- 2) fi 

Tetrahedron, 1992,48,4379 
ELECTRONIC CONTROL OF STEREOSELECTMTY IN 
THE CHLORINATION OF 1,4-DIHYDRO-l,HMINO- 
NAPHTHALENES (7&Ml3ENZONOItRORNADIENES) WITH N-CHLOROSUCClNIMIDE 
John W. Davies, Michael W. Dmant, Matthew P. Walkcx and John R. Ma@ass* 
Department of Chemistry, University of L&ester, L&ester L.E17RH, U.K. 

*/&‘$ *l&‘g A/&Y 2pc_ syn-+ anti_ 

m- anii- 
AB=CH2-CH2. CH=CH. benzo- 

X=H. Cl, F. Me. OMe (kinetic canuol) (thcmwdynamic conml) 

Y=H. Cl, F. Me. YY=bcnm 

Tetrahedron, 1992.48.4399 
SYNTHESIS, X-RAY STRUCTURE AND ELECTROCHENICAL PROPERTIES 
OF A NEW CROWN ETHER WITH A CIS AZ0 UNIT IN THE WACROCYCLE 

Jan F. Blernat, Eltbieta Luboch and Andrzej Cygan, Technlcal University of GdaMk, Poland. 
Yurl A. Slmonov, Aleksandr A. Dvorkin, Academy of Sciences of Ho?dova, Klshinlev, 277026 
Repu 2 llc of Moldova; Eltbleta Muszalska and Renata Bllewicz, University of Warsaw, Poland. 
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SYNTHETIC EXPLOITATION OF THE RING-OPENING 

Tetrahedron,1992,48,4407 

OF 3,4-DINITROTHIOPHENE. ACCESS TO 
l&DISUBSTITUTED 2,3-DINITRO-l$BUTADIENES AND 2,IBUTANEDIONE DIOXIMES 

C. Dell’Erba, A. Mele, M. Novi,* G. PetrWo and P. Stagnaro 
HQ 

02N kl 

- R" 

OZN 
'OH 

R= akyl,aryl; R'=alkyl; R"=alkyl,aryl 

02N 

Tetrahedron,1992,48.4419 

SILICON-MEDIATED ISOQUINOLINE SYNTHESIS: PREPARATION 
AND STEREOCHEMICAL CHARACTERIZATION OF 4.HYDROXY- 
3.PHENYLISOQUINOLINES. 

Dolores Badla,Eshcr Domlnguexand ImanolTellilu 
kpvcnmono da Qufmicu Orgbnicu, Fbculud do Cienciw U~~ivor~itM rlel PII~N Vawh P,O, Dar M4-4RoIw) Biltum (Spain). 

The silicon-mediated synthesis of 4-hydmxy-6,7dimethoxy-3-phenykoquinoline derivatives is reported. The described pmcok~ implies 
synthetically useful yieldsand a high depreeols~reosclativity. 

z&"- %#/_+J/l_L*~,, 

Rz F? . R’-TSDPS Ft*-l-4 
8 a R-N& 

10m-d 
b R’-TBDPS R*-Cl-13 

BbLNHCWD h-d c R’-I+-H 
BCR-n 

d R’-H R2-CH~ 

Tetrahedron, 1992,48.4431 

Reduction of DDEQ and TCC Esters by NaBII -Its 
Specificity in the Presence of Alkyl/Aryf Esters 

Tirumalai R. Kasturi- and Palle V.P. Pragnacharyulu 
Department of Organic Chemistry,Indian Institute of Science, 
Bangalore- 012, INDIA. 

Preparation of different DDHQ and 
esters 3., 7 and their reduction by 
NaBH 

8 
to corresponding alcohols in 

T;; ROj=+ q$ 

yiel s are described-The observed facile 3 Cl 7 Cl 
reduction has been rationalised. R,R'=Carbonyl Unit,CH5 or H. 
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DIASTEREOFACIAL SELECTIVITY IN THE ALDOL REACTIONS 
OF CHIRAL a-METHYL ALDEHYDES : A COMPUTER MODELLING APPROACH. 

Cesare Gennari*t Siegfried Vie tht Angiolina Comotti: Anna Vulpetti,‘Jonathan M. Go&nan,b and Ian Patersonb 

(a) Dipartimento di Chimica Orgaoica e Industriale, Universiti di Milano, Centro C.N.R. Sost.Org.Nat., 20133 Milano, Italy 

(b) University Chemical Laboratory, Lensfield Road, Cambridge CB2 IEW, UK 

A transition state modelling-force field approach was used to investigate x-facial selectivity in Z-enol borinate a&l additions 
to chiral a-methyl aldehydes. 

R(Me)HC 

Me Me 

OH 0 

Me Me 

Z enokte tie 
chair-TS 2.3~syn-3,4-anti (Anti-Felkin) 2.3~syn-3,4-syn (Felkin) 

BICYCLO[33.1] NONANR APPROACH TO TRlQUINANES. 
FORMAL. SYNTHESIS OF (+/-)A99(‘2k4PNELLENE AND 

(+/-)A~‘2’CApNE~~-l~-DIOL 

Tetrahedron, 1992,48,4459 

Augusta GambacotfG * Giovanni Fabki, Pa010 Boviceili 
Centro CNR di Studio per la Cbimica delle Sostame Organiche Naturali, Dipartimento di Chimica, 

lJniversit?+ “La Sapienza”,OO185 Roma, Italy. 

Ketone 4, a known key intermediate in the 
synthesis of the capnelIenes 3a,b, has been 
prepared, in a model study, by skeletal 
rearrangement of the bicyclo[3.3.l]nonanic 
precursor 6. The synthesis of 6 is described. 

p,_?$_$$ 

Ac ,,,, 

6 4 3a:R=H 

3b:R= OH 

Synthesis of I and 2 is described. 

cCf+n 

Tetrahedron, 1992,48,4465 
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STEREOSELECTIVE SYNTHESIS OF (S)-13-HYDROXY 
OCTADECA-(SZ, I lE)-DI- AND (91, I IE, I5Z)-TRIENOIC ACIDS: SELFDEFENSIVE SUBSTANCES 
AGAINST RICE BLAST DISEASE 

J S Yadav*, P K Deshpande and C V M Sharma 
Organic Chemistry Division-I, 
Hyderabad 500007, India 

Indian Institute of Chemical Technology 
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