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SYNTHETIC STUDIES IN 
NOVEL HYPOCRELLIN B DERIVATIVES 

Jixiang Liu, ZhenJun Diwu and J. William Lown* 
Department of Chemistry, Umverstty of Alberta, Edmonton, 

Alberta, Canada T6G 2G2 
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Three novel hypccrellin B (HB) denvatives required for their potentml 
u-t photodyoamtc therapy have been synthesized. The posstble reaction 
mechamsms and the properties of resulting HB derivatives are dtscussed 
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Tetrahedron, 1993,49, 10793 
HIGHLY ENANTIOSELECTIVE DIHYDROXYLATION OF OLEFINS 
BY OSMIUM TETROXIDE WITH CHIRAL DIAMINES 

Faculty of F’harmace utical Sciences, Universtty of Tokyo, 
Hongo, Bunkyo-ku, Tokyo 113, Japan 

IvIakoto N~~~~JIIIUI, Klyoshi Tomioka,* Y&hi Iitaka, and KenJl Koga 

Htghly enantioselecttve dihydroxylation of mono-, frunsdi-. and nisubstituted olefins was achieved by osmium teaoxide with chval 
diamine 1. Suggested mechanism of oxidation mvolves organometallacycle 14. 
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SHORT-STEP ASYMMETRIC SYNTHESES OF ANTHRACYCLINE 
ANTIBIOTICS VIA ENANTIOSELECTIVE DIHYDROXYLATION 
BY OSMIUM TETROXIDE WITH A CHIRAL DIAMINE 

Tetrahedron, 1993,49,10807 

Faculty of Pharmaceutical Sciences, University of Tokyo, 
Hongo, Bunkyo-ku, Tokyo 113, Japan 

Makoto NakaJima, Kiyoshl Tomioka,* sod Kenji Koga 

Short-step asymmemc syntheses of (+)-7dehydroxy4demethoxydaunomycinone aod (-)-9&acetyl-7dehydroxy-4-deme~oxy-9- 
hydmxymetbykiaunomycmone were. accomplished wa enanhoselective dihydroxylatzon by osmium teaox& with chd &MUM 
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Tetrahedron, 1993.49, 10817 

Photolabile Derivatives of lndole Alkaloid Tumor Promoter Teleocidins: 
Synthesis, Biological Activities and Photoalfioity Labeling Studies 

Kazuti~ro irte”, Shtgenort Ckuno, fimtto Kotzumt. Kotctit Kostiuntzu, H‘oyotu Nistimosand~Akto iwashlina* 
Department of Food Sctente and Technology, Faculty of Agrtculture. Kyoto Umversrty, Kyoto 606, Japan 

aDeparunent of Btochemtstry, Kyoto Prefectural Unwersuy of Medtcme, Kyoto 602, Japan 

Thus papar descrrbes the 
syntheses and btologrcal acttvrttes of 
new photolabtle teleoctdtn 
dcrwatwes (As-A- I, AZ-CT and Az- 
Cl) Photoaffinity labehng on the 
mouse eptdermal paroculate fractron, 
the target ttssue of these tumor 

N~,$*I&--&$k~H 

R = (CH2),CH, AI-C, AI-A-I 

promoters, IS also dtscussed R = H AZ-C? 

Tetrahedron, 1993,49,10831 

Parallel PISheet Confpmation in Macrocycles 
G. Wagner and M. Feigel , Institut fur 
Organische Chemie, Universitit Erlangen- 
Niirnberg, Henkestr. 42, D-91054 Erlangen, 
Germany 

Two rigid phenoxathiin spacer molecules 
induce the conformation of a parallel 
P-sheet in peptidic macrocycles as 1. 
The degenerate dynamic equilibrium is 
detected by NMR spectroscopy; MM3- and 
AMl-calculations support the conformation. 
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REGIOSELECTIVE FUNCTIONALISATION IN 2 POSITION OF 
1,3-DISUBSTITUTED BENZENES 

Tetrahedron, 1993.49, 10843 

Bernard Benneta@, Florent Rajarisona, Pierre Babinb and Jacques Dunogu@ 
a Universid Bordeaux I, France, b Universitk Bordeaux II, France 
A regioselective functionalisation in 2 position of phenylsilanes 1,3-disubstituted by para-directing group 
is proposed according to: 

SiMe3 
E 

X Y Y 

X and Y: P./O. directing groups 

vi 





Tetrahedron, 1993,49, 10897 
PHOTOREARRANGEMENT AND ELECTRON TRANSFER PHOTO- 
OXIDATION OF I-ACETOXY-1.2.DIPHENYLCYCLOPROPANE 

Feltpe Algarra, Marla V. Raldovl, Hermenegtldo Garcia,* Mrguel A. Muanda,* Jaime Prim0 

Departamento de Qufmtca!Instnuto de Tecnologia Qufmica UPV-CSIC, Universulad Pohtecmca de Valencra, Apartado 22012, 
E-46071-Valencia (Spain) 

other conditions: 
Methanok Polar additron (catiomc intermediate). Photosensinxahon by acetone: Trum/ns mmenzation (1,3drradical). 
ET-activation: fi-funchonalized ketones or enones (1.3~radrcal canon). 

Terruhedron, 1993,49, 10903 
AN INVESTIGATION INTO THE MECHANISM OF ELASTASE 

INHIBITION BY CEPHALOSPORIN USING ELECTROSPRAY IONISATION MASS SPECTROMETRY 

Robin T. Aplin, Carol V. Robinson, Chrtstopher J Schofield and Nicholas J. Westwood, 

The Dyson Perrrns Laboratory and Oxford Centre for Molecular Sciences, South Parks Road, Oxford, OX1 3QY. 

Electrospray rontsation mass spectrometry has been used to study the mechantsm of inhibition of porctne 

pancreatic elastase by two cephalosporin inhibitors L-647957 and L-658758. 
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L-647957 L-658758: z = L-prolme 

Tetrahedron, 1993,49,10913 
ACCELERATION OF THE CONJUGATE ADDITION OF 
Ti “ATE” ENOLATES V/A LEWIS ACID CATALYSIS. 

A. Bernard& M. Cavicchioli, and C. Scolastico; Dipattimento di Chimica Organica e 
Industriale, e Centro CNR per lo Studio de//e Sostanze Organiche Naturali, via Venezian 21, 
20133 Milano- Italy. 
The conjugate addition of Ti “ate” complexes of ketone enolates to a&unsaturated ketones 
can be accelerated via complexation with Lewis acids, such as TBDMSCI or trityl triflate. 

viit 



Tetrahedron, 1993,49, 10917 
PHOTOCHEMICALLYANDELECTROCHEMICALLYINITIATED 
RADICAL DECOMPOSITION OF SULFONIUM SALTS 
(A SPIN TRAP STUDY) 

A. Stikoa*, P. Raptaa. V. Brezov@, 0. Nuykenb and R. Vogel b; Wovak Technical University, SK-S 12 
37 Bratislava (Slovakia), Wniversity Bayreuth, D-8580 Bayreuth (Germany) 

Using spin traps 5,5dimethylpyrroline-N-oxide, nitrosodurene and buN0, following radicals were 
identified in the photochemically and electrochemically initiated decomposition of sulfonium salts: 

Tetrahedron, 1993,49, 10925 
ZINC-PROMOTED REACTIONS. 6. THE REDUCTION OF 
DIPFIENYLCYCLOPROPENONE IN ACIDIC MEDL4. 

Mana Luisa Di VOM and Vtttorio Rosnatt 
DIP do S&rue e Tecnologie Clumichc, Univers& Q Roma Tor Vergata, Vta della Rkerca Sctentica, 00133 Roma, Italy 

Dr&rent product distributious we.re obtamed m the Zn(Hg)/AcGH reduction m the presence of LCI, HCl, TFA and m the 
Clemmensen reducuon The reacUons were Interpreted accordmg to a general mechamsm 

phAphES lphAph] - phc~cocwh +phAph 

Tetrahedron, 1993,49, 10931 
A NEW STRATEGY FOR THE SOLID-PHASE SYNTHESIS OF 
5’-THIOLATED OLIGODEOXYNIJCLEOTIDES. 

Will H.A. Kuijpers and Constant A.A. van Bueckel 
Grganon Jlltematlo uai B.V., Scienhfic Development Group P.O. Box 20, 5340 BH Gss, The Netherlands. 

The preparation of a thmacetyl linker phosphorami&te is described which enables the intmductlon of a 
pyndyldmlfide function at the 5’4ermmus of oligodeoxynucleotides. 

O.WM KzCO, 
0.1 M DTDP / M&H 

SC/CO-HO ca---’ s-s \/CO/LO n 

DTDP: 2Z’-Dithd~pyndme, CE: 2-Cyaooethyl, C’PG: Contmkd-pore gb 
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la X-Y-H.R=CH$l 

x Y lb x=a.Y=H,R=a+a 
2a X.YSH,R.aK$ 

2b X=H,Y=a.R=c+Q 
2c x=a,u=a,R=cHa, 
% X=Y=H,R.0C13 

3b x=H,Y=a.R=cu3 

3c x=a.Y=a.R=c+ 

Tetrahedron, 1993,49,10945 
SYNTHETIC APPROACHES TO CHLORINATED S-HYDROXY- 
S-METHYL-2-FURANONES 
Robert Franz& and Leaf Kmnberg’ 
Depaxtment of Orgamc Chemistry, Atw Akademi University. Akademigatan 1, SF-20500, Turku/Abo, Finland. 

me syntheses of chlonnated hydroxyfumnones wtth a mono,- di-, and ttichloromethylgroup at C-5 are described. 

Tetrahedron, 1993,49, 10959 

ORGANIC REACTIONS IN A SOLID MATRIX-W 
SODIUM ON ALUMINA : A CONVENIENT REAGENT FOR REDUCTION OF KETONES, 
ESTERS AND OXIMES 

Satendra Singh and Sukh Dev 
Malti-Chem Research Centre, Nat&sari, Vadodara, India 

Sodium dispersed on alumina is described and evaluated as a convenient off-the-shelf reagent (in 
a wax-coated form) for reduction of ketones, esters and oximes. Stereochemical outcome of ketone 
reductions is essentially the same as results from traditional mode reductions. 

Tetrahedron, 1993,49, 10965 
A NEW SYNTHESIS OF P-PHENYLAMINOTHIOESTERS 

AND B-LACTAMS VIA BASE-INDUCED RING-OPENING 
OF 2-PHENYL-3-ARYL-S-PHENYLTHIOISOXAZOLIDINES. Leonardo Di Nunnoavb and 
Antonio Scilimatib, {a) Centro CNR di Studio sulle Metodologie Innovative di Sintesi Organiche, 
Dipartimento di Chimica, Universitrt di Bari, via Amendola n.173-70126 Bari, Italy: (b) Dipartimento 
Farmaco-Chimico, Universitd di Bari, via Orabona n.4-70126, Bari. Italy. 
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Tetrahedron, l!?J3,49, 10977 
ESTERASE CATALYZED REGIOSELECTIVE HYDROLYSES OF 
ACETYLATED MONOSACCHARIDES 
Srdauka Tomi@‘, DurdIca Ljevakovic and Jelka Toma.W 
IDepartment of Chemistry, Faculty of Scrence, University of Zagreb.41000 Zagreb, Strossmayerov Irg 14, Croana 
Insntute of Immunology. Rockefellerova 10.41000 Zagreb, Croaua 

RegIoseiecIIve deacylations of the presented fully acylated monosaccharides catalyzed by rabbu serum or the esterase Isolated 
from rabblt serum were mvesttgated. Intramolecular mlgrahon of acetyls m partmlly protected substrates was observed 
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Tetrahedron, 1993,49, 10987 
SYNTHESIS OF NEW CONFORMATIONALLY RIGID 
PHENYLALANINE ANALOGURS. 
Carlos Cativiela* aud Marla D. Dfaz-deVillegas. Deparmmnt of Organic Chenus~ry. lnstituto de Ciincia de Ms de Aragdn. 
Universrdrnt de ikragoza-CSIC. 5ooo9 Zaragoza. Spain. .4lterto Avenoza and Jeads M. Peregtina. Department of Cbemis~ry 
(Organic Chemistry). Editicio Cieruffico-Tecnlco. Seccidn Ciencias. Universidad de La Rloja. 26001 Logrotto. Spain. 

This present report describes the synthesis and the sIructural assignment of hvo conformationally resnicted cyclic analogues of phenyl- 

alanine, l-amino_c-5-dimethyl-r-2-pbenyl-r-l~ycl~ xanec&oxylic acid and cis-1-amino-2-phenylcyclohexanecnrboxylic acid, 
starting from easily available (~-2-phenyl-4-beozylidene5(ro_oxazolone 

Tetrahedron, 1993.49, 10997 

NEW FINDINGS ON THE VILSMEIER-HAACK APPROACH TO QUINOLINE DERIVATIVES 

Miguel Angel Alonso, J. Ignacio l&da. Carmen Avendafio, J. Carlos Mentndez, and Mercedes Villacampa 
Departamento de Qufmica Org6nica y Faon&utica. Pacultad da Patmacia. Univemidad Complutense, 28040 Madnd. Spam. 

4-Methyl-2.5-dtmethoxyanilides or anilides bearing x-donor groups on the a position of the side cham do no1 yield qumohne 
derivatives under Vilsmeier-Hawk condhions. as expected, but Z-formamidines. ‘Ibe stabtlity of these compotmds is studied. 
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Tetrahedron, 1993,49,11009 
STEREOSELECTIVE REACTIONS OF ALME WITH 

CHIRAL ACYCLIC P-KETOSULFOXIDES. 

M Carmen Carreiio,* Jose L. Garcfa Ruano,* M. Carmen Maestro and Manuel Perez Gonzalez 
Departamento de Quimrca (C-I), Fat. de Ciencms, Universtdad Aut6noma. Cantoblanco 28049-Madrid, Spain. 
Ana B. Bueno and Jean Fischer 
Laboratoire de Cristallochtmte, UA 424, Universtte Louis Pasteur 6707OStrasbourg, France 

AlMe, 

Toi Lewis acid R 

R= Ph, MeOPh, Et, Yields (70-96%) 
t-Pr, t-Bu de (44-90%) 

ee>97% 

I 

Tetrahedron, 1993,49,11019 

PREPARATION OF BENZO[b]THIOPHENES BY Pd(O)-CATALYZED 
INTRAMOLECULAR CYCLIZATION OF ALLYL (AND PROPARGYL) o-IODOPHENYL SULFIDES. 
N Amau, M MorenoMaiias and R. Plnxats 
Department of Chemtstry. Umversttat Aut?moma de Barcelona. Bellaterra, Ot3193-Barcelona. Sparn 

Tetrahedron, 1993,49,11029 
SYNTHESIS OF OPTICALLY ACTNE a&MIDAZOL-l-YL, PURIN-9-YL 

OR URACIL-1.YL) PROPANOIC AND SUCCINIC ACID DERIVATIVES 

Paul R. Birkett and Hazel King. Humbezside University, CoUhNhnm Road, Hull HU6 7RT. 

Christopher B. Chapleo. Dquhnent of Medlcii Chemistry, Reckitt and Colman Products, Lhnsom Lane. Hull HUS 7DS. 
David F.Ewing and Grahame M&ertzle*, School of Chemistry, University of Hull, Co~ingham Road- Hull HlJ6 7RX 

Simple organic esters. substituted in the a-poaitlon with a purhre or pyrimidlue base are synthesised in euantlomerically pure form. 
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SYNTHETIC APPROACHES TO HOMOTROPANES 
AND HOMOTROP-7-ENES USING 

Tetrahedron, 1993,49, 11037 

INTRAMOLECULAR DISPLACEMENT AND 
AMIDOMERCURATION STRATEGIES 

Craig R. Smith, David Justice and John R. Malpass* 
Department of Chemistry, University of Leicester, 

m 

Leicester LE17RH, U.K. 

homotrop-7-enes and l-methyl derivatives 

.___._) 0 ._____) & & 

X 
from cycloocta- 1,3diene is described. x= IllI& R=C02CH2Ph. coph, czE2ph,~3 

x= =cH* R’= H, U-I3 

The synthesis of homotropanes, 

PEPTIDES CONTAINING THE NOVEL METFIYLPHOSPAINAMIDE 

TRANSITION-STATE ISOSTERE 

Wilna J. Mot& Gijs A. van der Marel, Jacques H. van Bann and Rob M. J 

1 Tetrahedron: T 49, 11055 

Liskamp*; Gorlaeus Laboratone 

University of Leiden, P.O. Box 9502,230O RA Leiden, The Netherlands 

1 

A methylphosphiide transition-state i.wstere is incorporated in peptides by coupling of a methylphosphinic chloride with an 

amino acid or peptide. 
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AA’= Pm-N(H)Me, Gty-OEt AA’= Pm-N(H)Me 

Pro-Gty-N(H)Me. Phe-OMe AA2= Gty 
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