
AROMATIC HYDROXYLATIONS BY FLAVINSz EVIDENCE ON Tetrahedron, 19!34,50,5287 
DIRECT ATTACK OF PHBNYLALANINE BY FLAYIN RADICAL SPECIES. 

Humphrey I. X. Mager’ and Shiao-Chun Tuab* 
Contribution from the %cpartment of Biochemical and Biophysical Sciences 
and the department of Chemistry, University of Houston, Houston, Texas 77204-5934, U.S.A. 

The one-electron oxidation of the 
flavin pseudobase 1 to the radical 2 
provides a novel system for aromatic 
hydroxylation without involving di- 
hydroflavin hydroperoxide as a starting 
compound or free HO’ radical as the 
primary attacking species. 
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Moenomycin A: Ractions at the Lipid Pa 
New SbueturrAetivii Relations 

Tetrahedron, l!M4.50,5299 

aFakultat i?ir Cbemie der Rldwuaive&8t, 
JI-44780 Bochum (Genmay) 
bHoechst AG, JI-65926 Fmnkiiut (Gemmny) 
cBio&emie Mokculairc et CeUtdaire, 
uuiver& Paris-sud, orsay (France) 

Met?tods for tbe rem@ +rtd tlqoxidatiqn of the lipid moiety of the antibiotic moenomyein A have been 
studted. Comb&d w$b blochenueal @es, the results demonstrate that antibiotic activity is closely 
related wtb the lntegnty of tbe lipid untt. 

ACTIVATION OF N,N-BlS(ALKOXYCARBONYL) AMINO ACIDS. SYN- Tetrahedron, 1994,50, 530!3 
THESIS OF N-MKOXYCARSONYL AMINO ACID N-CARBOXYAN- 
HYDRIDES AND N,N-DIALKOXYCARSONYL AMINO ACID FLUORIDES, AND THE BEHAVIOR OF THESE 
AMINO ACID DERIVATIVES 
Jam&v Savrda,a Lyubov Chetlanovab and Michel Wakselrnan~ 
%.E.R.C.O.A.-C.N.R.S.. 2 rue H. Dunant. 94320 Thiais. France 
blnstitut de Chimie des Substances Natwelles, C.N.R.S.. 91193 Gil-w-Yvette, France 

Formalion and arninolysis (Young’s tests) of the title axnpounds 2 and 3 and the use of the lluotidss (3) for the acylation 
of pynole derivatives. 

Liasoclinotoxloa: Antibiotic Polyaulhr Derivatives From The 
Tunicatc L. pqfwatum. Revised Structure of Lissoclinotoxin A 

Tetrahedron, 1994,50, 5323 

M. Litsudoa. F. T@slo. M.-T. Msrtia. F. Frappier and M. Guy&. 
~bnr~wirc de Chimk. URA 401 C.N.R.S.. h4N.H.N.. 63 NC 9utkn, 75005 Pti. PI-. 
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elucidation of this wnptnmd is ; 
tsthicpin derivstivc. wss isokd from the tuoicste Lissocfimm perforarm. Structure 

isoliilinnoxia A is pop0se.d. 
ribcd. together with a revised suucture lb for lissoclinotoxin A. A synhesis of tewaacclyl 
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Tetrahedron.1994.50,5335 
PALLADIUM-CATALYZED REACTION OF (E) AND (Z) 

DICHLOROETHENES WITH I-ALKYNES. AN EFFICIENT STEREOSPECIFIC SYNTHESIS OF 

(E) AND (Z)-ENEDIYNES. 

Denis Chemin and Ghrd Linstrumelle 

Ecole Normale Supkieure, Laboratoire de chimie, 24 rue Lhomond, 7523 1 Paris Cedex OS-France. 

Synthbe de La Dcbtatinc 10 et de la [R-Doe]-Dolavtatine 10. Tetrahedron, 1994,50.5345 

Florence Roux. Is&elk. Maugras, lot51 Poncet, Gilles Niel et Patrid: J&n. 
Laboratoire des Mkanismes Mol6eulaiis des Communications Celhdaires, UPR 90.23 CNRS, Cenue CNRS-INSERM, rue de la 
Cardonik 34094, Montpellier cedex 5, France. 

A stcpwise synthesis of Dolastatin 10 and its [Doe]-epimer is de.%cribed. Both residues dolaisoleuine and dolaproine were 
obtained by stereoselective five-step pmeedures. 

A Convergent Synthesis of 2’-O-Methyl Uridine 

Gilles Psrrnentier, Gaby Schmitt, F&t%ic Doll15 & Bang Luu’. 
labomtoire de Cbimie Organiqae des Substances Natwelles, associ.5 au CNRS. 
Universite Louis Pasteur, Centre de Neurocbimie. 5 me Blake Pascal, 67084 Strasboarg, France. 

A convergent synthesis of 2’Gmethyl uridine 0 
(1) is described. The key steps in our synthesis 
are : (1) a facile obtention of the 2’-O-methyl HO ? ’ NH 
sugar synthon using totally selective and efficient 0 N* 
metbylation conditions: (2) a stereoselective high- 
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yield condensation with an uracil derivative, 
yielding the desired &form. 

HO OMe 1 

Tetrahedron, 1994.50, 5361 

Tetrahedron, l!B4,50,5369 
Stenocontrol in Radical Cyclizations on Sugar Templates 

Catherine Lesueu?, Robert Nouguiera, Michkle Paula Bertranda, Pascale Hoffmannb, Alain De Meamaekerb 
c~ : LCMO - (IRA 1412 - Boite 562 - Facultk des Sciences Saint -Jkr&ne, Av. Normandie Niemen - 13397 Marseille Cedex 20 - France 
b : Central Research L.&orarories, Ciba-Geigy Ltd.. CH-4002 Basel, Switzerland 

RoR-Jy@lR - “oRx::4 The enddexo ratio of fused furanopyrans (2) obtained via the cydisation 
of prochiral radicals (1) is dioussed on the basis of oonformational preference 
in the transition state. The intermsdiate radii1 (1) is generated either by the 

R’ reduotfon of the corresponding halide (kalkyi or Ph) or by the addition of 
1 2 endo+exo sulfonyl radical to the appropriate allyl ether (W= Cl+Ts). 
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Tetrahedron, E94,50,5381 

Biphenyl crown ethers and macmkcbxw have been 
prepared and lbeir ability to complex alkaline cations tested. 
The influence of the positkn and ekctmnie chpactcrittics of 
wbstitwnts in the biphenyl mokly have been eat&Wed. 
Maokctcmes prcsml a snalkr hole and complex Na+ better 
than Kf. 

3a R-4-m 
3b R=GOCH, 
3c R=GOH 

ON THE NATURE OF THE ELECTRONIC 
INTEFWCl-ION BETWEEN CONJUGATED 
NUCLEOPHILES AND ELECl-ROPHlLES 

Tetrahedron, 1994. SO, 5387 

Alain SEWN and Claude GIESSNRR-PREITRE 
Laboratoire de Chimie Organique TMniqw.. Universid Pierre et Marie Curie, Paris, France. 

Morokuma’s decomposition of interaction energy into 4 

terms ES, PL, EX. CT is provided for analyzing the 

complexes formed between 2 conjugated nucleophiles and 8 

model electrophiles. No decisive argument in favor of Ihe 

HSAB thecxy emerges. 

Tetrahedron, 1994,50,5401 

SYNTHESB DE SELS D’a-AMINOACIDES SULPINIQUES SUBSTITUBs A CAZME 
PAR UN QROUPB METHANE- OU P-TOLUENE-bUWONYLB 

I Tetrahedron, 1994.50, 5413 

Halides-based Electrophiles Mediated Epoxide Ring-opening Reactions of a&Epoxy- 
Sulfoxides in C6-series : Deoxygenation versus Dehydration and an Overall 1,ZKeto 
Transposition. 
Daniel Bsrillier, Jocelyne Levillain, and Michel Vazeux’ 
L-aboratoire a2 Chim’e des Compost% Thioorganiques, VRA CNRS 480, ISMRA, 
Universittide &en, 6, bddu A4artMal Juin - 14050 C&n Cedez. France 

An efficient and selective method for either 
&oxygenation or dehydration of six-membered ring 
a$-epoxysulfoxides with halides-based electrophiles 
is described. 
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Tetrahedron, 1994,50, 5425 
REACTION OF NORMAL ANU PSEUDO 2-FORMYLBENZENE- 
SULFONYL CHLORIDES WlTR AMINES: EXPERIMENTAL AND 
THEORETICAL STUDIES ON THE STRU- OF 2-FORMYL 
BENZENESULFONAMIDES IN SOLID, SOLUTION AND GAS PHASES. 
K.G. Rqjeev, MS. Sbaahidh~, K. Pius and M.V. Bhatt 
Bioorganic Chemistry Unit, Manic Chemistry Division 
$S~e$s;sgNati;~l Chemical Laboratory 

, . 1 

2-Formylbenzenesulfonamides are cyclic in the solid 
state, exist as a mixture of open and cyclic forms in 
solution and arc open in the gas phase. X = 0, NR; R = Alkyl/Atyl 

Tetrahedron, 1994. SO, 5439 
STUDIES ON THE STEREOSTRUCTURE OF EUDESMANOLIDES FROM 
UMRELLIFERAE: SYNTHESIS OF 11EANGELOYLOXY-A-SANTONlN 
Franciaeo A. Maeiaa, Jod Maria Aguilar, J& Maria G. Mobii, Guillenno M. Masam&* and F. R. Fronezek’; Departamento de 
Qolmica O&o& Facultad de Ciencias. Uoiversidad de CBdiz.Apdo. 40,115 10 Puerto Real, Cbdiz, Spain..Qepartment of Chemistty. Louisiana 
State University Baton Rouge. Louisiana, 70803, U.S.A. 

Decipieuiu A (1) having the steremtmchm b (11 P-angeloyloxy-a-se) have been synthesized foll?wing three different synthetic 

Tetrahedron, l!W4,50, 5451 
OXIRANE -OPENING REACTIONS OF SOME 6,19-OXYGENATED 4a,18- 
EPOXY-NEO-CLERODANES ISOLATED FROM TEVCRIVM. 
BIOGENESIS AND ANTIFEEDANT ACTIVITY OF THEIR DERIVATIVES 

B. Rodriguez?, M.C. de la Ton@* A. Peralesb, P.Y. MaIakovc, G.Y. PapauovC , M.S.J. Simmondsd and W.M. sIaneye 
Institutes de Qufmica Organicaa and "Ro~asolaoo"~ , CSIC, 28006 Madrid, Spain; %zpartment of Organic Chemistry, University, 
4OW plovdiv, Bulgaria; dJodrelI Laboratory, Royal Botanic Gardens, Kew, U.K.; e Department of Biology, Birkbeck College. 

4a-Hydmxy-I&chlom derivatives 

4a.Hydmxy-6f3.18ipoxy or Ilmethoxy and IS-acetoxy-3,4-didehydro derivativea, and 19-acetoxy-4&6B.18- 
onhoacetater 

Tetrahedron, l!W4,50,5469 
POTENTIAL ROUTES TO FLAVAN&OLS. PART 2: THE 
MITSUNOBU RBACTIONS OF PARA-OXY-GENATED 
BENZYLIC ALCOHOLS 
Roger F.C. Brown. W. Roy Jacka and Tom D. M&thy+ 
wt of Chemistry. Monaah University, Well&ton Road, Clayton. 3168. Vito& Anatmlia 

If R’=Me 

if R’=McCO a’BuC0 

. . . 
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Tetrahedron, 1994,50, 5489 
PALLADIUM CATALYSED CROSS-COUPLING OF VINYL TRIFLATES 
WlTH 9-ALKYL-9-BORABICYCLO[33.ljNONANES. 
TOTAL SYNTHESIS OF (-)-ISOSEIRIDlNE 

Ronald Gtigg.* Pear Kennwll.b Vladimk Swic? 

a) SAmI of Chemiauy. Laeda Univwity, Leeds LSZ 9IT. b) Rawel sdcnifie Inmlanc. Ki@aher hive, Swiadm SN3 5LIZ 

Pd (0) aasaqding d tmtmolide-3-uiflaea with !Mkyl-9-baabicycJd3.3.lhcnanu ccars in mcderuc to good yield. ibis oxpling 

fa- a J-uq symhesis d (-)_irordddine. 

+ 9-R-9-BBN 

Tetrahedron, 1994, 50, 5495 
HOMOCHIRAL CYCLOADDUCTS DERIVED FROM SUGAR 
ALDOXIMES VIA NlTRONE INTERMEDIATES 

Martyn Frederickson~ Ronald G&g,*’ James Redpadrp and Mark Thornton-Pet? 
a. School of Chemistry, The University of Leeds, Leeds, U.K., LS2 9JT. 
b. Grganon Laboratories Ltd., Newhouse, Lanarltshire, U.K., ML1 5SH. 

Aldoximes derived from D-galactose and D-ribose react regiospecifically widt one mole of divinyl sulphone in tohrene at 1 WC to afford 
good yields of homochiral cycloadducts with high diastereoselectivity. 

R* = D-pyranosyl or Yield: 52-86% 
D-furanosyl residue d.e. : 95100% 

STEREOSELECTIVE SYNTHESIS OF FUSED y-LACTAMS 
BY INTRAMOLECULAR NlTRONE CYCLOADDITION 

Tetrahedron, 1994,50, 5503 

Ugo Chiacchio,‘* Giuscppc Buemi,a Francesco Casuscelli,b Antonio Procopio,’ Antonio Rescitina,a and Roberto Romeo.b 

aDipartimento di Scienre Chimiche, Universita di Catania; uDipartimento Farmaco-Chimico, Universita di Messing; 
‘Dipartimento di Chimica, Universita di Arcavacata di Rende 

A series of nitrones 5 joined by amides 
to oktines were prepared in situ from 
the related aldehydes 4 with N-methyl 
hydroxylamine. The nitrones added 
intramolecularly to the olefin, and the 
cycloadditions gave fused y-lactams 6 

k+=[MQ--* 

stereoselectively. 4 5 s 

Tetrahedron, 1994,50, 55 15 
SH-AZEPINES AND RELATED SYSTEMS. PART 5. PHOTO-INDUCED 
RING-EXPANSIONS OF o-AZIDO-BENZONITRILES TO 3-CYANO- AND 
7-CYANO-3H-AZEPIN-2(1H)-ONES. 
Kaddour Lamara, Alan D. Redhouse. Robert K. Smalley, and J. Robin Thompson, Department of Chemistry and 
Applied Chemistry, University of Salford. Salford. M54WT. U.K. 
Photolysis of o-azidobenzonitriles in aqueous -THF yields mixtures of the expected 3-cyano-3H-azepin-2(1 H)-ones 
(15) and the unexpected Lsomeric 7-cyano-3H-azepin-2(1H)-onas (16). X-my data are provided. 
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Tetrahedron, 1994, SO, 5527 
SYNTHETIC STUDIES TOWARD NATURAL FURANOSESQUITERPENOIDS 
FROM SANTONIN. SYNTHESIS OF (+)-1,2-DIIIYDROTUBIPOFURAN 

Luz Cardona, Begofla Garcia, Jo& R Pedro* and Desamparados Ruiz 
Departament de Qoimica Or&h, Fact&at de Quimica, Universitat de Vahcia, 46100-Burjasso~ (Valtncia) Spain 

Santonin (1) was converted into (+)-I,& 

~~~~~~~~,,~~- p 

eudesmane frame-work. 4 

Tetrahedron, 1994, SO, 5535 

AMBIDENT HETEROCYCLIC REACTIVITY: ALKYLATION 
OF 2.SUBSTITUTED.4.METHYLBENZIMIDAZOLES 
MRezaul Haque and Malc&n Rasmussen* chemistry Dcpartmens Australian National University, Canbexra, ACT 0200, Australk 
W‘Kklkylaticn ~giowkuivities of 2-suba&@&nethykazk&zole auions are uuda sraic apjmach coturok staic eikcu are 
aiticauydependmtonthe~Nallryl~lsngthsinveriablsgcometrys~~msrates. 

a) R = H 
b) R = CH3 
C) R = OCIi2CH3 
d)R=Cl 

R’ = PhCH20, Ph, Pr, t-BuOCO, PhCO kH2R’ 
e) R = NH2 
f)R= OH 

I Tetrahedron, 1994,50,5555 

THE UNCATALYZED ALCOHOLYSIS OF FURYL-2-OXIRANE. 
A MECHANISTIC STUDY BASED ON KINETIC DATA. 

Benito Akaide, Cristina Biurrun, and Joaquin Plum&.* 
Departamento de Qufmica Orgtica I, Facultad de Qufmica, Universidad Complutense, 28040_Madrid, Spain 

Kinetic data for the uncatalyzed methanolysis 
of furyl-2-oxirane in solvolytic conditions 
indicates that the reaction occurs by a solvent- 
assisted SN process through a solvent-separated 
ion pair intermediate. 

Tetrahedron. 1994, SO, 5561 
THEORETICAL AND EXPERIMENTAL STUDY OF THE 

REGIOSELECTIVTI-Y OF THE REACTION 
OF DIAZOMETHANE WITH ALLENE. 
Augusta Rastelli,*’ Marisa Bagaui: Remo Gaodolfi*b 

a) Dip. di Chhnica, Universita’ di Modena, Modena-Italy; b) Dip. di Chimica Organica, Univexsita’ di Pavia. Pavia-Italy 

Ab-initio calculations (e.g., MP4SDTQ//6-31G*//HF/6-3lG* 
cH2N, 

and MF’4SDTQ//6-3lG*//MCSCF~-2lG) qualitatively 
reproduce the nxised regiochemical ratio of the reaction cH~ =:=CH, 

2 i>+N+ 

between diazomethane and allene. 93% 7% 


