
GRAPHICAL ABSTRACTS 

I PREPARATION OF OPTICALLY PURE L-24lYDROXYALDEHYDRS 
Tetrahedron Lett. 1992.33.5157 

I 
WlTH YEAST TRANSKETOLASE 
Franz Efhberge+. Volker Null and Thomas Ziegler. Ins&at fiir Grganiibe Cbemie. Universititt Stutt~ 

L-24IydroxysIdchydw sad S-substituted 2-keuses are tined via transltetob.seeataIyxed reaction of rscemic 2- 
hydmxyakiehydes with lithium hydroxypyruwte. 

0 yeast trans- 

O + LlQC & 

R:PhC&O,CHJO,HS,EtS,F,CHs ,NC 

I 
Tetrahedron Len. 1992,33,5161 

AN EFFICIENT SYNTHESIS OF THE LEWIS X (LeX) ANTlGEN FAMILY 
Alexander Toepfer and Richard R. Schmidt 
Fakullat Chemle, UnlversMt Konstanz, D-7750 Konstanz, Germany 
Trisacccharlde building block 9, readil 
very versatile for the synthesis of the d: 

obtained from 2-azicb-2deqxy-Dgluqose. L-fucose, and Dgalactose, proved to bs 
Imeric, trlmeric, and tetrz”c Lex Snb@SnS (lb-d; n = 1,2,3). 

lb-d 

Tetrahedron L&t. 1992,33,5 165 
NEW VERSATILE OPTICALLY ACTIVE BIPYRIDINES kS 
BUILDING BLOCKS FOR HELICATING AND CAGING LIGANDS 
Pascal Hayoz and Alex von Zekwsky* 
Institute of Inorganic chemistry, University of Friboarg, P6rolles. CH-1700 Fri-. Switze&nd 

Cbiral building blocks for Ibe synthesis of beficating and caging ligands with rigid frame works. 7lu~ new bipyridines are 
easily prepared in two step reactions using or-pinene as source of cbiiity. They can be transformed by ally&ion etc. at the 
indicated positions. 

Tetrahedron Lett. 1992,33,5169 

BIO-OXIDATIVE CLEAVAGE OF CAROTENOIDS: IMPORTANT ROUTE TO PHYSIOLOGICAL ACTlVE 
PLANT CONSTlTUENTS 
Andrea Lutz and Peter Winterhalter, Lehrstuhl fir I..ehensmittelchemie der UniversitZit Wiirzburg 
Am Hubland, 8700 W&burg, Germany 

New Cls-constituents in quince fruit: 
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I 1 Tetrahedron Left. 1!#2,33.5173 

TAXANES ISOLATED FROM TAXUS 
I 

Lolita 0. Zamir ‘*‘, Maria E. Nedea’. Sophie Belait’, Francoise Sauriolb, 

Otval Mamef, Emile Jacqmain’. France I. Jean’, and Frattcois X. Garneau*. UniversitC du Quebec: lnstitut Armand Frappief aud 

Chicoutimi’, McGill University”. Jardin Botanique de Montti. Eight taxattes isolated from Tauu cunudensis have been r 
characterized. Their relative amounts differ from other Tuus species. Metabolites (4,5,8) had not been reported in other yews. 

Tetrahedron Lett. 1992,33.5177 
APPROACH TO THE SYNTHESIS OF ANNONACEOUS 
ACETOCENINS FROM D-GLUCOSE. 
Philippe Bertrand and Jean-Pierre Gesson 
Lahoratoire de Chimie 12. Ass&4 au CNRS, 40, Avenue du Recteur Pineau, F-86022 Poitien. 

an epoxidation-cycl. 

=a& 

STRUCTURES OF NEW METABOLITES FROM w SPECIES: 
AN APOTRICHOTHECENE AND OXYGENATED TRICHODlENES. 

Tetrahedron L&t. 1992,33,5 18 1 

Lolita 0. Eamii &‘, Kenneth A. Devof, Anastasia Nikolakakis’. Yves Nadeau~‘, Fraocoise Sauriolb. l Cat&e de m&r&e QI 
Microbiologic AppliquCc, UniversitC du Quebec. Institut Armand Frappier. 53 I, boul. des Prairies. Lavsl, Qt&bec, Canada, B7N 423; 
’ Department of Chemistry, McGill University. 801 Sherbrooke Street West, Montreal, Quebec, Canada H3A 2K6; l Pmdy at 

Merck Fro&. Pointe-Claire.. Thres new metabolites were isolated from Fuwrium spp, one l potrtcbothecene 3 and two oxypena@d 
derivatives 6. 7 of trichodiene. The apotrichothecene was a precursor to apotrichodiol and sambucinol. 

Tetrahedron L,ett. 1992,33,5 185 

IMPROVED PROTECTION AND ESTERlFlCATION OF A PRECURSOR 
OF TAXOTERE@ AND TAXOL SIDE CHAINS 
A. Commerpn, D. Bhard, F. Bernard and J.D. Bourzat 
Rhbne-Poulenc Rarer, Centre de Recherches de Wry-Alforville 
13 quai Jules Guesde, BP14 - 94403 Vitry-sur-Seine (France). 

R’O 0 
-F&=3 

- ‘6’ 

h 

C6”*o 111.. r;r 
i 
on BocN o On --- 

ai no ; ki 0 \\ 

X c6n6coo &ocH, TUOI R’ = AC or CCt$tt$$ 
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Tetrahedron L&t. 1992.33.5 189 

Synthesis of 2,33-Dihydro-4-Oxo-Murisolin : Conjugate 
Addition of Primary Alkyl Iodides to a&Unsaturated Ketones 
BNIW Figxl&e*, Jean-Cluistopbe Hannange, Liu Xiao Hai and Amin? Cati 
Laboratoire de Pharmawgnosie, associe aa C.N.R.S. FacultC de Pharmacie 92296 ChBtenay-Malabry(France) 

The conjugate addition of an highly functicmaked primary akyl icdide to an enone allows us to 
obtain 1, a precursor of the monotetmbydmfman acetogenin mmisolin. 

Tetrahedron Left. 1992,33,5 193 

Chemical Characterization of Oil Shale Kerogens 
Using A Transalkylation Reaction 

A. Ambl&s a, N. Baudet a, J.C. Jaqesy a, A. Kribii a and M. Vandeobroucke b 
a) Laborat&e de Chhie 12, 40 AK du Recteur-Pinmu, F86022 Poiders. 

b) I.F.P.. 24 Av. de Bois-Mu. P92SWRwil-MImison.. Fhmx. 

Kerogen - “~;$!&~> O-R + [e2CH]-R + O-R-8 + @a + d 

The sequence O-Cx -- > [tetraline]-Cx-4 -> [naphthalenej-G-4 and cp-Cn --> [d2CH]-Cx-1 was 
demonstrated in the same conditions. The distribution of alkyl &ins substituting initially the smm.t&s of 
kerogens aod transferred on benzene was then wtablissed in the hvo studied kerogens. 

Tetrahedron Lett. 1992,33,5197 

Solid Phase Synthesis of P Cyclic Prptide Derived from a Curaremimetic Toxin 
Anne Tromelin*, Marie-IIBtne Fulnchier, Gilles Mourier aud Andd Mfoez 
Mpxtement d’F.tudes et d’IngCnierie des Pn~Giu~. Centre d’I3udes de Saclay, 91191 Gif-sur-Yvette C&x, France 
Tbs design and syntheviri of n cyclic peptide correlrponding 10 a partial sqx.nce of toxin a of Naja ni&ollis is described. 

Nucleophilic Substitution at the Acetalic Center of Mandelate 
1 Tetrahedron Lett. 1992.33.5201 

1,3-Dioxolan-4-ones using Ma nesio-Copper 
f 

Reagents: 
Application to the Synthesis o Chiral Secondary Alcohols. 

/ 

B. Heckmann, C. Mioskowski, J. Yu and J.R. Falck, Universid Louis Pasteur, Facultc de Pharmacie, 
Illkirch-France; University of Texas Southwestem Medical Cengr, Dallas, Texas. 

Ethcrtal magnesiw reagents add a ,D ,,’ 
sttxs&ctivcly to madelic acid derived 
1.fdioxollm-4-ones to afford ojxically 
active scc~ndary alcohols after removal 
of the chiral auxiliary. 4 

1) IUXMgBr) HO 
or R’&MgBr 

/ H H 

a 0 
2) Deproteetion B’ 

Ph 
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Tetrahedron L.ett. 1992.33.5205 I 
OXIDATIVE DECARBOXYLATION OF MANDELATE 
ETHERS AND a-PHENYLACETATES VIA DIOXETANONE GENERATIdN 

B. Heckmann, C. Alayrac, C. Mioskowski*, S. CWasekhar and JR. Falck*, 
Univ. Louis Pasteur, Fact& de Pharmacie, 67401 Mkirch, Fr. and Depts of Molecular Genetics and 
Pharmacology, Univ. of Texac Southwestern Medical Center, Dallas, Texas 75235 U.SA. 
Ma&late ethers are oxidatively 
decatboxylated via in situ 

o-o 
R’O 

generated dioxctanones using 
> 

‘BfiKQ R’O 
L 

f-OR- 
1 

‘BuOK and air at ambient 
tcmpcralure leading, after Ph o [ ++I Ph 

0 
- PhaR’ + CC& 

hydrolysis, to the bcnzoic acid and the corresponding alcohol. 

Tetrahedron Lett. 1992.33.5209 

THE COUPLE PRO/AZAPRO : A MEANS OF B-TURN FORMATION CONTROL 
SYNTHESIS AND CONFORMATION OF TWO AZAPRO-CONTAINING DIPEPTIDES 

Ahin Lemq. Guy Boussard’. An& Aubry and Micbc.1 Marraud 
CNRS-URA-494. BNSIC-INPL, BP 45 1,54001 Nancy, France 
Combining peptide synthesis methods and the use of appropriate isocyanates, two AzaPro-containing dipeptides have been prepared before 
studying their conformational proper&s. 

&NH-NH&c - Z-p--y-H - Z -_N-_N- CO-NHiPr 

Z -h-k- CO-Ala-NHiPr A O=C=N-CH(CH,)CO-NHiP N- Bw-Ala-OH 

9.BBN Triflate Mediated Stereoselective Alkylation of 2-alkyl 
Imidarolines with Tetrahydrofurans 

Tetrahedron L&t. 1392,33,5213 

Peter I. DALKO and Yves LANGLOIS* 

Laboratoire de Synth&e dcs Substances Naturclles, associ6 au CNRS, ICMO. 
Btlt. 410 - Univcrsit6 de Paris-&d, 91405 ORSAY Cedex (France) 

Ph 
I) BuLi 

Me - 

2) 9-RBNXITI 

R’ R3 

OH 

Tetrahedron L&t. 1992,33,5217 
TRANSANNULAR DIELS-ALDER REACTION OF 
TRANS-TRANS-TRANS IS-MEMBERED MACROCYCLIC TRIENES. 
Dennis G. Hall, Renale MLiller and Pien-c Desloogchamps. 
Dtpanement de chimie, Universiti de Sberbroolte. Sherbrooke. QC, Canada JIK 2Rl. 

1 R’-Uis, ti-H 

2 R’-CHUM, I?-H E I’ - 
TDA 

3R’-H. $1CH#MGM E reaab- 

4 R’sCHD. R2=H 

5 R’sH, ti-CHO E-C02CH3 I-IT 

J 
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Terrahedron L&r. 1992,33,5221 

TRANSANNULAR DIELS-ALDER REACTION OF 
TRANS.TRANS.US &MEMBERED MACROCYCLIC TRIRNES. 
EVIDENCE FOR ASYNCHRONOUS TRANSITION STATE. 
Dennis C. Hall, Rcnate Miillu and Picne Deslongchamps. 
Wpartcmcnt dc chimie, Universid de Sherbrcmkc, Shcrbrookc, QC. Canada J 1 K 2R1. 

R’ R’ 

1 R’-CH8. R2-ti E 

6 I?-CHO, R2-H E E 

7 R’-H. R8=CHC7 
E 

e \/ 

TDAc E& +E& reactton 

E i 
E=C02CH3 l-rc 

E 
TST (endo) GSC (exo) 

1 Tetrahedron Left. 1992,33,5225 1 
CATALYTIC HYDROGENATION OF ANNONACEOUS I 
ACETOGENINS 

Diego CORTES’. Saw H. MYINT. Jean C. HARMANGE. 

Sewer SAHPAZ and Bruno FIGADERE* 

Labaratoire. de Fh amacograie. Faculld de Mddeciw et Fharmxie. 
Univorsitd de Rouen, 76800 Saint Btienoe du Rouvrny; and 
Laboratoire de Pharmacognarie, UA-CNRS. Faad16 de Phannacie. 
Universit6 Paris-Sud, 92290 Chalknay-MPlabry, France. 

Catalytic hydrogenation of cylotoxic Annoamccous acetogcoins 

afforded two or one diastereoisomers whenever the r_laclone 

acelogenia paws a not &I hydroxyl group at lha Cpacitioo. 

H,OI~. 

Tetrahedron Lett. PB2,33,5227 

Two very distinct types of anthocyanin complexation: cupigmentation and inclusion 
0. Dangles. C. Stoeckcl, M. C. Wigand and R. Brouillard* Laboratoire de Chimie des Polyphenols associb au CNRS 
(URA31), Universite Louis Pasteur, Faculd de Chimie, 1 rue Blaise Pascal, 67 Strasbourg, France 
Absrrud: Some naturaJ and synthetic anthocyanic pigments are studied for their ability to give inclusion complexes into 
cyclodcxtrins. The cffcct of inclusion on colour (fading) is opposed to that of typical molecular interactions involving 
a&wcyanins (copigmentation). Ho 

+ B-cyclodextrin e inclusioncomplex 

OH 0 

Tetrahedron Lett. 1992.33.5231 

ENZYMATIC SYNTHESES OF RARE KETOSE I-PHOS- 
PHATES. Wolf-Dieter Fessncr.’ Joscfa Badfa, Oliver Eyrisch. Achim 
Schneider, and Gudrun Sinerius. 
i. Br., Germany 

Dcpartmcnt of Organic Chemistry and Biochemistry, University of Freiburg. W-7800 Freiburg 

Kctosc l-phosphates arc prcparcd from aldchydcs by cnxynmdc aldol addition of dihydroxyacetonc phosphate, and from aldoses (or 
ketoses) by isomcrixation and phosphorylation using ovctcxprcssed microbial cnxymes. 

AIdehyde + DHAP 
Aldolase 

- Ketose l-phosphate Ketose 
lsomerasa 

- Aldose 
I 

ADP ATP 
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BIGWNTHBTlC BUILDING BLOCKSOF~ 
TAXANES Lolita 0. Zamir.‘. Muir E. Ned&, and Fraqoir X. 
Game&. ‘Ceatn de rocberche at Microbiologic AppliquC, Waivenit 
du Qu&ec. Institut Annsnd Fnppier, 531. boul. de-x Pniries. laval. 
Quebec, Csnsds. H7N 423, ‘Univetsit& du Qudbec I Cbicoutinti, 555 

bwl de I’Uaivenitt. Cbicoutimi. Quebec, Csnsds G7H 2BI. 
Badiolebelliog feeding expc.rinXnts bsve contirtned tbst acetate. 
mevslonate snd pbenylrlsnine represent the biosynthetic building blocks 

of Tiurcs ccrnodrnris tuanes. The shadings emphssixe the acetste (:::‘) 
mcvslonate OIIII) end pbeaylalanine (XL) building blocks. 

I- Tetrahedron L&t. 1992,33,5235 

I- 

Formation of Gas-Phase Lithium Complexes 
from Acetogenins and their Analysis by 
Fast Atom Bombardment Mass Spectrometry 
Olivier I..sprt%ote, Christian Girard, Bhupcsh C. Dss 
Institut de Chimie des Substances NaturelIes. C.N.R.S., 
sv. de la Terra.%, 91198 Gif-sur-Yvette Cedex, France. 
Diego Cartes WM&Ha 
Faculd de M&k&e et de pharmacie, Universiti de Rouen, 
76800 Saint-Etienne du Rouvray, France 
and And& Cave* + Li + 

da 

Facultb de Phamxacie, U.A. C.N.R.S., rue J.-B. Cltient, 
92296 Ch?&xtay-Malabry. France. 

Metastable dissociation of FAB generated Li-cationized 
rolliniastatin-2 gave structurally signit%aot fragment ions. 

I Tetrahedron Lett. 1992.33,5237 

Tetrahedron Left. 1992.33,5241 

SYNTHESIS OF OPTICALLY PURE PITYOL - A PHEROMONE OF THE BARE BEETLE PITYOPHTBORUS 
PITYOGRAPHUS - USING A CHEMOENZYMATIC ROUTE. 

A. ARCHELAS and It. FURSTOSS 

A four stq synthesis of (2RS)pityol 5, the pheromone of 

Pityzphthoms pityographus , is described using in petticular two 
highly stereoselective microbiologically mediated reactions 

Group dr Chintic Organique cl Biwrganique, asso& au CNRS 

FacultC dcs Scicnccs dc Luminy. cast 901; 163. av. de Luminy 

F - 13288 Marseille Cedex 9 

TOTAL SYNTHESIS OF CYCLOPHELLITOL I Tetrahedron L,ett. 1992,33,5243 

STARTING FROM FURAN 

Viviane Moritz, Pierre Vogel*, Section de chimie de I’Universitt 
de Lausanne, 2, rue de la Barre, CH IO05 Lausanne, Switzerland. 

(+)-cyclophellitol ((f)-1) via ketone 5. 

HO 

The DiebAlder adduct (f)-2 of furan to 
0 0 0 

OAc 

I-cyanovinyl acetate was converted into 
&Y 

t I 
HO 

0 OH 

EN 
& - - 

66” @ 
- HO 

(3-2 5 (k)-1 OH 
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A New Simple Route to Furanic Ketones; Preparation 
of Elsholtzione, Naginata Ketone and Perilla Ketone. 

Tetrahedron Lett. 1992,33,5245 

G&ad Cahiez l , Pierre-Yves Chavant and Eric Metals 
Labomoire de Chimie des Organo6l&nenta. tour 44-45; Univexsid P. & M. Curie, 4 Pl&x Jussieu F-75252 PARIS t%dex OS 

2- and 3-acytfurans are prepared in high yields by copper- or iron-catalyzed acylation of orgsnomanganese reagents. 
Elsholtzione. naginata ketone and perillr ketone, three natural furanic ketones have been prepared xcording to this pmccdure. 
Intetcstingly. the iron catalysis allows to perfotm the acylation at low temperature. The 3-futyl manganese dexivatives. which are 
not stable above -50°C. can thus be acylated in high yields as illustrated hy the synthesis of pailla ketones r\ 

l/4 MnC14Li2 

THF , -80°C 

l4mLiz 
i-PentCOCl 

3% Fe(acac)s; -7WC. 30 min. 

1 Tetrahedron L&t. 1992,33,5249 

SODIUM DI-P~LYPRE~~YL PHOSPHATES FORM -PRI;MHIVE** MEMBRANES 

Nii Plobcck, St6phane Eifler. Alain Brissona, Yoichi Nakatani et Guy Our&on* 
Universid Louis Pasteur, 5 rue Blaiie Pascal, F - 67084 - Suasbourg 
(a) -Labomm& de G&t&ique Mol4xlahe dea Eucaryotcs. CNRS 
11 rue Humann. F-67085 - Strashourg 

Sodium di-geranyl phosphate and higher homologues, 
synthesized via the phosphites, form in water closed 
vesicles, which may be models of “prebiotie” membranes. 

FUNCTIONALITY TRANSFER FROM t3 TO CY 
Tetrahedron Lett. 1992,33,5253 

IN SESQUlTF.RPENRS. SYNTHESIS OF THE NAMED HERROLIDE E FROM ARTEMISIN. 
Gonzalo Blay, Luz Cardona, Begofta Garcta and Jose R. Pedro* 

Departament de Qufmica Organica, Facuhat dc Qufmica, Universitat de Valencia, 46100-Burjassot (Valencia) Spain 

The key intermediate 6 was obtained from 

artemisin (1). The spectroscopic 

characteristics of the synthetic product 7~ o 

reveal that the proposed structure for the 

natural herbolide E must be revised. 

I I 
Tetrahedron L-en. 1992,33,5257 

9,lBDihydrophenanthrene Metabolites from Juncus effusus L, 

M.Della Greta, A.Fiorentino, L.Mangoni, A.Molinaro, PMonaco and L.Previtera 
Dipartimento di Chimica Organica e Biologica. Universita Fcderico II 
via Mezzocannone 16, I-80134 Napoli. Italy. 

Nine 9,lO-dydrophenanthrene metaholites variously substituted in the 
C ring have been isolated from JWICUS e#iusus L. The stmcturcs have been 
defined on spectroscopic grounds. 

The most abundant compounds, tested for their antitumoural activity, 
were found to have a potential antileukemic activity. 

RO 

I 
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Tetrahedron Zen. 1992,33.52$1 

A NEW SYNTHRTIC ROUTE TO CHIRAL, MULTIPLY 
FUNCTIONALIZED CYCLOPENTANE RINGS. 
Joe4 hkrco&mm* Pilrr Rniz, Baya Shkm, snd ML. Jimeno, 
Institeto ds Qufmies Or&& CSlc; Jeen de Is Ciis, 3.28006. Msdrid. Spain. 

llw ~EC rsdical eyctimtion of compound 1 [X= OC(S~3; Y- NOBn, CHCG2R. etc] gsve snnulted fer- 2. 

Synthesis of 17u-hydroxy-M-oxo-pregnant from 
17(20)-dehydro-23,2norcholan-22-oic Acids 

Tetrahedron ht. 19!J2,33,5265 

And& Tor6 snd G&or Ambrus 
Institute for Drug Research 
Budspest, P.O.Box 82 H-1325 Hungsry 

Microbial trsnsfonnstion product of netural 
stemls hss been converted into pnxursors of 
antiimflammstory,antisndmgen end gestagen 
pbannsceuticsls by a novel reaction sequence. 

3 x: cool4 

4 X: COOCW~Bu 
7 

(iii) ( 
s x: CON, 

(iv) ( 
6 X: NM 

Tetrahedron htt. 1992.33.5267 
HOVEL IWI'BllWEDIATES OY XICROBIAL 
SIDE CEAIM DEQRADATIOW OF SXTOSTEROL 
G. Ambrus, t. Ilkby, Gy. Horvath, B. Poddnyi, 
2s. Biicskai, S. Gyiirky, A. Jakkel 
Institute for DNg Research, Budapeet. 
P.O. Box 82, H-1325 Hungary. 
stnletwn 0‘ I,* slwin8 ot tkr” nw 24Gswkh~dro-26-oavtd 
ricr*‘., dr2radBtka pm&Et* 0‘ sitost*ro, <t. 2 nd 3). 
o‘ thdr pncur,or ~5(1)-J-OIP4-,tigr~tm.26-010 uid (4) VW. 
*t.n,nrd by YIU and X-my *tudi.s. 

Tetrahedron Lett. 1992,~. 5269 
New Ditcrpcncs witk a Valprraae Skeleton 

J.G.Urones*.P.Basj~tx.I. S.Marcos,C. Ahm.w.1. M. 0liva.N. MGanido, 
D.D.Mardn andA.M.Lilhpw 
Dcptutamcnto&QuimicaOrgBnica.UniwsidaddeSalamanca. 
Plaza de los CaMos l-S.37008 Sabmanca, SPAIN 

Nine new va@ane dikrpenoids have been isolated from Holimium viscosum. Val@so. 
Their structures wexe dewmined by spectroscopic methods and/or chemical correlations. 

J9q%&?& 

12 
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