
SYNTHESIS OF FUSED I,2,4-THJADIAZOLES FROM 
S-CHLORO-I,2,4-THIADIAZOL-3(2H)-ONES 

Tetrahedron, 1994, SO, 7019 

G. L’abb@, 1. Bwlen.@, W. Dehaena and S. Toppe.ta. I. Feneau-Duponlb and J.P.-Declercqb 
aDepartment of Chemistry, University of Leuven, Cdestijnenlaan 200 F, 3001 Luwen (Hew&), Belgium. bLabotatoire de Chimie Physique 
et de Cristallographie, Unknit6 Catholique de Louvain, Pasteur I, 1348 Louvain-La-Neuve, Belgique. 
Fused 1,2,4-thiadiazoles are readily obtained from khloro-l,2,4-thiadiatol-3-ones by two synthetic mutes. 

RNHCO 

- 

Tetrahedron, 1994, SO, 7029 STEREOSELECTIVE REACTIONS OF a-IMIDE SUBSTITUTED 
RADICALS 

W~~Damm.URulaHofImann.~~SMaclro.~Ncuburga.~ZebndaandBend~~ 
De-t of Chdstry. Univexsity of Basil. St. Johnmu Rig 19. (X-4056 Baael, Switzerland 

Chiifala-imidosubstit~tedmdicals,gewatcdfromthe ulnwpondingBaItonestas,react sbxoacktivoly with diffawtt traps. 

ll-FLUORO-la-HVDROXYVITAMIN 5 : THE QUEST FOR 
EXPERIMENTAL EVIDENCE OF THE FOLDED VITAMIN D 
CONFORMATION 

Tetrahedron, l!B4,.50, 7049 

G.-D. Zhu, D. Van I-Jaw, H. Jtmiaans and P.J. De Clercq*; University of Gent,De.pt. Org. Chem., 
Krijgslaan, ‘281 (S4). B-9000 GENT (Belgium) 

MM calculations indicate the folded conformation 

of 1 la-F-la-OH Vit Ds to be profewd due to 

intramolecular hydrogen bonding. This could not 

be confirmed by ‘H NMR in solution. 

CYCLOHEXANE POLYOLS : ENANTIOSELECTIVE SYNTHESIS 
OF (+)-FORTAMINE AND OF PSEUDO-SUGARS 
Pin&Liu and M. Vandewalle* 
University of Gent, Dept. Org. Chem., Krijgslaan, 281 (S4), B-9000 GENT (Belgium) 

Tetrahedron, 1994, SO, 7061 

Applications of the homochiil 
building block (+)-I are described 

@< M;+&;2 H($$J): 

OCOn-Pr 6H OH 

(+)-I (+)-fortamine 10 Sa-carba-/3-L-gulopyose 35 
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C+CYCLIZA~ONOFTERTURYAMWES.PART~ 
CAPTODATNEOR RASH-PULLENAM~NESFORMPYRROIJNF,, 
PYRROLIZIDIN~BANDTHEIRRMCHOMOLOCUESWITHDIMETH~ 

Tetrahedron, 1994,50,7075 

ACETYUNEDICARLIOX~LATEINA HIGMYDIASTEREOSELECTIYEREACIION 

Benoft De Back Shuiping hang. Zdenek Janousek and Heinz G. Viehe* 
Laboratoire de Chimie Grganique, UniversitC Catholique de Louvain, Place L. Pasteur, I, B-1348 Louvain-la-Neuve, Belgium 

R=H.Me.Ph.CN 
;==,HiCO#. COzEt 

I I I 
dimethylamino and dbthylamim 

NAP 
\ 

R 

DMAD 
* 

CH&N 
20 “C. 18 h 

one.pot 

A I Ma. Et 
17 = H, Ph 

A NOVEL METHOD FOR CHIROSPECIFIC SYNTHESIS 
OF 2,5-DISUBSTITUTED PYRROLIDINES 
N.A~~WSa.saki+mdIsakeUeSqymd 

Tetrahedron, 1994, 50, 7093 

Imtitut de Chiiie des Subsramxs Naturelles, CNRS, Avenoe de la Tenawe., 91198 Gif-sor-Yvette C&x France 

_gr:+ 07+ HGJgJk R&k, 

1 2 4 
ir 

A 2,5disubstituted pyrmlidioe of any desired saxocbemistry at C-2 aud C-5 caa be prepared via a pivotal interme&& 4 
formed by one-pot cycliion readion of bomocbiml oucleopbile 1 and elecm@le 2. 

Tetrahedron, l!W4,50, 7109 RESOLUTION OF (l,l’-BINAPHTHALENE)_2,2’-DITHIOL BY ENZYME 
CATALYSED HYDtibLYSIS OF A BACEtiC-DIACYL DERIVATIVE 

c 

Mat&k Kiefer, Rainer Vogel and Giinter Helm&en*, Orgaaisch-Chemisches Ins&t der Universitiit, 
Bembard Nubex, Anorgaois&C!k.misches I&tot, Im Neoeaheimex Feld 270,69120 Heidelberg, Germany. 

Both enaatiomexs of (I,l’-binaph- 
thalene)-2J-dithiol can be obtaiaed 
with 98 % ee by enzymatic nsolution 
of the conwponding SJdipentalloate. 
Absolute configuration was determined 
by crystal sl~cture of a diasktwmeric 
derivative. 

- pH 7.2 

94%,>98%ee 80%,g8%ee 

+ 

x-CYCLIZATIONS OF a-METHOXYCARBONYL OXYCARBENIUM Tetrahedron, 1994,50, 7115 
IONS; SYNTHESIS OF OXACYCLIC CARBOXYLIC ESTERS 
Lucie D. M. Lolkema, Henk Hiemstra*, Cindy Semcyn and W. Nice Speckamp* 
Laboratoty of Organic Chemistry, University of Amsterdam, Nicttwc Achtcrgracht 129.1018 WS Amsterdam, llte Netherlattds 

E, 1) MeO#XHO 
benzene. retlux 

2) AcZO. pyddine 
DMAP (cat) 

M.302C MsOzC 

(76%) (14%) @%I 

Eleven examples are described of the r-cyclization process of an a-ester oxycarbenium ion intermediate onto an oletin or an acetylene. 
The stereochemistry of the major product in many cases suggesti panicipation of a pseudo axial ester function in the mechanism of 
cycli?ation and the occttrtwtce of a 2-oxonia-Cope rcarrangcmcnt. 

Vi 



STUDIES ON THE ROLE OF THE 2-OXONIA COPE Tetrahedron, 19w.50, 7129 
REARRANGEMENT IN r-CYCLIZATIONS OF 
a-METHOXYCARBONYL OXYCARBENIUM IONS 
Lucie D. M. Lolkema, Cindy Semeyn, Loulou Ashek, Henk Hiemsoa* and W. Nica Specka@ 
Laboratory of Organic Chemisuy, University of Amsterdam, Nieuwe Achtermht 129.1018 WS Amsterdam, The Netherlands 

~c%Me 

ifR=H ifR=Me 

The 2-oxolliacope rearrangement pleys an impormnt role in the Lewis acid-induced r-cycliition process of a-ester oxycarbenium ion 
intermediates. The absolute stereochemistry is retained in the cyclization of enantiopure substrates. 

THE INTRAMOLECULAR SILYGMODIFIED SAKURAI (ISMS) 
REACTION. SYNTHETIC STUDIES TOWARDS AMBRUTICINE 

Tetrahedron, 1994.50, 7141 

I Is&&n E Mark@ and Daniel J Bayston 
l&river& Catholique de Luuvain, Louwin-La-Neuve, Belgium I 

I DISPIROKRTALS IN SYNTHESIS (PART 10): FURTHER REACTIONS Tetrahedron, 1994,50, 7157 
OF DISPOKR PROTECTED LACTATE AND’GLYCOLATE ENOLATES. 
Gee&Jan Boons, Robert Downham, Kun Soo Kim. Steven V. Ley* and M&n Woods. Department of Chemistry, University of 
Cambridge, LensfEld Road, Cambridge, CD2 IEW, UK. 
a-Hydroxy acids have been protected as dispiroketals. Subsequent alkylation and deprotection gives disubstituted compounds 
with high ee. This methodology can be applied to glycolic acid, where tbc chimlity is introduced via lhe bis-diiydropyran used. 

h 

OH 

OH 

Synthesis of Arylcycloalkanes from o-Alkenyl Benzylselenides 
Alain Krief *.+, Benoit Kenda,+ Phillipe Barbeaux+ and Eric GuittetO 

Tetrahedron, 1994,50, 7177 

+Departement of Chemistry, Facult& Universitaires Notre-Dame de la Paix, 61 rue de Bruxelles, B-5000, Namur (Belgium). ’ lnstitut des 
Substances NaturelIes, avenue de la lerrassc, 91190, Gif-sur-Yveue, France. 

Atylcycloalkanes are produced from o-alkenyl bcnzylselenides on reaction with alkyllithiums or on Lewis acid 

mediated electrophilic cyclisation. 

R,Pjjl _ “18 + $$ + “i,:sC, 

Rs# Me, R3# Me, n-BuLi;Pentane, 50% R2 or R3= H 
n-BuLi, THF. 27% R3= Me, Tit& CHICII, 89% TiC14. CHICIz, 75% 
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lTMNlUM~OUTES AND ‘ATE! CXMPIRW OFN,N-DSUDSTWUIBD 
AlwD~ANITEIoAlwDkslNTxiE~ REACLWIN 
I&Z. Viteva, Txveta S. Gospodova and Yuti N. Stethnovsky* 
Institute ofOrganic Chenistry with Cbntm ofPhytochenistiy, 
Bulgarian Academy of Sciences, Sofm 1113, Bulgaria 

Tetrahedron, l!B4, SO, 7193 

Titaniumenolates and “ate” conpleres of N,Ndisubstituted anides and thioamides are investigated in reaction with a,pUnsatumted 
catbonyl conpounds. Pmbable transitkm stmctures fortbe conjugate add&n am discussed. 

C&I,-CH, C(X)NR, II LDA C&-CH-CH,-COR’ 

+ 
2Xi$(opr)3 

C&CH=CH-yH)R’ 
d(or) 

C,H,-CH=CH-COR’ CoHrCH-C(x)NR, A C,I-&- H-C(X)NR2 
or Ti (Oh), 172 174 

Novel Solid Supports for the Preparatior~ of 3’-Derivatized Oligonpelcotiau: 
Introduction of 3’-AIItylphosphate Tether Groups Bearing Amino, Carlmy, 
Carboxamido, and Mercapto Funetionalities. 

Tetrahedron, 1994, 50, 7203 

Jari Hovinen, Andrei Guxaev,* Alex Azhaya: and Narri Wnnberg; Dep. of Chemistty, Univ. of Turku, FIN-20500 Turku, Finland 
Synthesis of non-nucleosidic solid supports with a general strucmm of1isdescribed.Theyhavebeenusedinthepreparationof 
oligonucleotides 2 bearing various functionalities at their 3 ‘-terminus. 

WCH2)3~2, NWCH214NH2, NH(CH2hSR; R = 

1 2 
XCH2)2N'H2,Y ='y. 

ADDITION OF N-BENZYLEYDBAZINE TO SUGAR &ENLACTONES 
Tetrahedron, 19!34,50, 7219 

I. Panfil, J. Erajewski, P. Gluxblski, L Stefanlrk, M. Chmielcwski 
Institute of Organic Chemistry, Polish Academy of Sciences, 01-224 Warsaw, Poland 

SYNTHESIS, ENZYMATIC STABILITY AND PHYSICOCFIRMICAL 
PROPERTIES OF OLIGONUCLEOTIDES CONTAINING A N-CYANO- 

Tetrahedron, 1994, 50, 7231 

GUANIDINE LINKAGE Ho 

C. Pannecouque, F. Vandendriessche, J. Rozenski, G. Janssen, R Busson, A. Van Aerschot, P. Claes and 
P. Herdewijn 

Laboratory of Medicinal Chemistry (P.F.W.), Rega Institute for Medical Research, Katholieke Universiteit K- 
Lcuven, Minderbroedersstraat 10, B-3300 Lcuven, Belgium a 

NC' 
N*‘ 

Nucleoside dimers with a N-cyanoguanidine linkage were synthesized and used as building blocks for 
oligonucleotide synthesis. Oligonucleotides composed of alternating phosphodiester and cyanoguanidine w 

OH 

functions are still able to hybridize with a complementary natural oligodeoxynucleotide. 

. . . 
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NEW ECDYSTEROIDS FROM Polypodium vrlpra 
Josefina Casas aad 

Tetrahedron, 1994, SO, 7247 

L$t. of Biological Organic Chanisby. CID @XC). J. Girona, 18.034 Barcelona, Spain. 

PSEUDOHALOGEN CHEMISTRY. XI. SOME ASPECIS OF THE 
CHEMISTRY OF a-THIOCYANATO-B-DICARRONYL COMPOUNDS 

Tetrahedron, 1994,50, 7253 

Elaine F. Atkins, Steven Dabbs, Robert G.‘Guy, Akbar A. Mahomed and Philip Mountford 
School of Natural Sciencea, The University of Hertfordshire, Hatfield, Hattixdshire, AL10 9AB, England, UK 
Enolised a-thicqanaW~-dicarbmyl compounds dimerise in ethanol giving enolised Zaminf&iazoles as the main products. 

0 0 

Diastereoselective Desulfurization of $6Dihydro-l&dithiins. 
Synthesis of Muscalure from Musca domestica L. 
Romualdo Caputo, Giovanni Palumbo,* Silvana Pedatella 
Diparrimento di Chimica Organica e Biologica del/‘lJniversitd 
Via Mezzocannone. 16 I-80134 NaDoli (Itol~~) 

Tetrahedron, 1994, 50, 7265 

0 

/4 - J+ s-s S----* 
- - 

X X 

/--\ (69% overall yield 
98% - 

C‘H,, H 
80% C,H,, C#*7 from decanal) 

88% 
C,H,, H C&L C,,%, 

The pheromone muscalure was synthesized to provide an example of the 5,fXihydro-lA-dithiin approach to the stcrcoselective 
synthesis of cis configurated olefms. 

ALKYLIDENE CARBENES AS INTERMEDIATES IN THE 
SYNTHESIS OF HIGHLY FUNCTIONALIkED 
BRANCHED-CHAIN SUGARS AND NUCLEOSIDES. 

Maria-Jes6s Perez-P&z and Maria-Josh Camarasa 
Instituto de Qufmica Mtklica (C.S.I.C.), Juan de la Cierva 3.28OO&M&id, Spain 

Tetrahedron, 1994,50,7269 

Reaction of cyanomcsylates of furanosJ-uloscs with NaN3 has lead to a variety of branched-chain sugars and nuclcosidcs through a 
mechanism involving an alkylidcne carbcne. 
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I Chelation-Controlled Cbemo-, Regio- and Ennotio-Selective 
Tetrahedron, 1994, SO, 7283 

Syntha& of Homwllylic Alcobola 
vii cd@.* Vito Fii , Angelo NaccP and Antonio scilimatib, acNR Cents di studio SU& ~etod&gk 
Innovative di Sin&& Organiche. Dipardmento di Chit&a, bDipartimcnto F 
4-7012s Bari&3ly) 

ammuxhimi~. di Bari. via Orabona 
_. 

b- s /ki#%- + R1MgX2 - 
Y= CH> 0. s. 

COMBINATION OF ‘IO AND “C NMR SPECTRA OF 
Tetrahedron, 1!84,50, 7293 

ISOMERIC ALLYL AND O-PROPENYL ETHERS WITR 

TREIRRELATIvE TRERMODYNA?dICSTAEtlLITIES 

Esko Taskinen, Department of Chemistry, University of Turku, FIN-20600 Turku, Finland 

The values of AG” for the reaction RQCH,CH=CH, + O-ROCH=CHMe are discussed with rela- 

tion to the “0 and ‘*C NMR shifts of these compounds, with emphasis on p-z conjugation. 

CATALYTIC AND EFFICIENT CLEAVAGE OF ALLYLIC AND 
TERTIARY BENZYLIC ETHERS AND ESTERS WITH Ce(IV). 
N. Iranpoor, E. Mottaghinejad 

Tetrahedron, 1!@4,50, 7299 

Department of Chemistry , Shiraz University, Shiraz, 7 1454 Shiraz 

A catalytic method is described for the efficient alcoholysis and acetolysis of allylic and tertiary 
benzylic ethers and esters with Ce(IV) as ceric ammonium nitrate. 

\ 

Q 

Ce(IV), Cat. 

d 
t.BuOH,A 

-W . 
H OCH3 * OC(CH3)3 H 

INTRAMOLECULAR 1,64IYDRIDE TRANSFER IN 
ACYCLIC 1,CDIOLS: A MECHANISTIC STUDY 
J. F. Gil, D. J. Ram611 and M. Yus* 

Tetrahedron, 1994, 50, 7307 

Departamento de Quhica Organica, Facuhd de Ciencias. Universidad de Alicante, Apdo. 99,CBOSO Alicante, Spain 
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Mononuclear Heterocyclic Rearrangements. Effect of the 
Tetrahedron, 1994,50, 7315 

Structure of the Side Chain on the Reactivitv. Part 3. 
Rearrangement of Some N-(5-phenyl-1,2,4-~xadiazol-3-yl)-N’-arylformamidines into 
1-Aryl-3-benzoylamino-1,2,4-triazoles in Acetonitrile in the Presence of Triethylamine 
Vince~Fraum, Gab&llaM~sndNico~Vivona 
Dip4ntimento di Chimii Ofg8n& Vii An-hi&i 20, P&am@ I-90123, Italy 
Dome&o Spinelli. Giovmmi Consiglio and Bliisabepa Mexxina 
Dipaaimento di Chin&a Organics ‘A. Mangin?, Vii S. Donsto 15, Bologna, 140127, Italy 

The kinetic study of the tide reaction at variable triethylsmine (TBA) umcentmtion hss provided evidence for the occurrence of 
twodifferentreaction~ways(theone~l-~~~theotha ~ldepe&!nl)acconlingtothceq~ 

kA = (ku + K1.k~ [TEA])41 + Kl WA]). 

STEREOCONTROLLED SYNTHESIS OF fl-HYDROXYPHENYL- 
ALANINE AND B-HYDROXYTYROSINE DERIVATIVES 

Tetrahedron, 1994,50, 7327 

Christopher J. k&on.* Craig A. Hutton, Petez D. RoseIt and Edward R. T. Tiekink 
Department of Chemistry, University of AdeWe, Adelaide, South Australii 5005. Australia 

Elaboration of (s)-amino acid derivatives affords 
(2&3R)-p-hydroxy-a-amino acids, enantio- “‘\cw 
specillcally and dias~lectively. terrlutyl I 2 

NBS_ “l\H#” AgNO, “‘kAoH 

esters display greatu dmsta~4ectivify than the 
corresponding methyl esters, while N-rert- 

YCH\ 
PhthN COR2 

,LH 
PhlhN ‘COR2 

&?? ,hl 
Phm ‘COR’ 

bulylamides rezt dias@zospecilically. 
R’ = ph (x p_AcO~, R2 = OMe, OCMe3 oc MICIvle3 

Xi 


