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Relative Configuration of the C-1 to C-5 Fragment of Fumonisin B, 

John W. ApSimon*, Barbara A. Blaekwell, Oliver E. Edwards and Alain Fruchier 

*Ottawa-Carleton Chemistry Institute, Carleton University, Ottawa, 
Ontario, Canada KIS 5B6. 

Abstract: Synthesis of the 2,3-carbamate and the 3,5-carbonate- OH 

I Tetrahedron Letters, 1994, 35, 7703 

in an initial study of the configuration of fumonisins. These have 
been used to determine the relative configuration of the C-1 to "4 uN T 2 
C-5 fragment, as illustrated. ~H 2 

IIlCI,ATIVI w r g i u ~ C ~ I ~ [ S T I Z Y  OF I~MONISiN ill AT C-Z Tetrahedron Letters, 1994, 35, 7707 
C,,,I. Grq lo~  K. Poah, Richard 0.  PoweU,* Romdd O. 

P b t l ~  m d  David WeiM~k'r, USDA, Agricultural RuurGh Sorvioe, MWA, Bio~tiva Constituents Rmmroh, 
N a t i ~ l  Center for A~i©ultursl Utilization Research, IB15 N. University Street, Peoria, IL 61604 USA 

Rsist/vl ~ of the mymaoxin fumoniJin B t at C-2 and C-3 ha= haen mmtbliahed u threo by NMR 
studies of  synthatlo oxazoliM derivatives. 

R • ~ C O 2 H  

T 
Stemose lec t ive  Reac t ion  o f  a C-hind Ass i s t ed  Amide Enolate Ion with [ Tetrahedron Letters, 1994, 35, 7711 

l - lodonaphtha lene  by the SRN 1 M e c h a n i s m  

Guillermo A. Lotz, Sara M. Palacios* and RobeRo A. Rossi* 

C.¢ntro de Qulanica Aplieada and Dpto Quint Org/miea, Fac Ciencms Q u a ,  Umv. Nac de C6rdoba, Sue. 16, CC 61, 5016 C6rdoba. Argentina 

H/T-  
M+=Li ", Na +, K ', C,*. r=frv) (Diastemmerie ratio < 99") 

Synthesis of Dlnaphthoporphyrlns 
from Dlhydronaphtho[l,2-c]pyrroles. 
Timothy D, Lash and Traey J. Roper, Department of Chemistry, 
Illinois State University, Normal. Illinois 61790-4160, U.S.A. 

Porphyrins bearing two fused naphthalene rings on the opposite 
or adjacent pyrrole rings have been synthesized in good overall yields 
by the MacDonald condensation or by the cyclization of suitably 
substituted a,c-biladienes. 

Tetrahedron Letters, 1994, 35, 7715 
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NOVEL APPROACHES TOWARD NINHYDRIN ANALOGS 

Richard R. Hmk, Dim B. H,,,,_~,~; Olga Petrovsk#ia, and Medeleine M. Joulli~* 
Departmm~ ~f Cl~mistr~, University of pem~ylvanla 
Philad¢Iplaa, PA 19104-6323 
Rabih Jaouhari 
QUCHEM, Tim QJ~¢n" s University of Belfast. Belfast, Bl'9 JAG, United Kingdom 
Palzick McComiskey 
VINIFER Ltd., I0 Malone Road, Belfast, BI x ) 5BN, United Kingdom 

I TetrahedronLetters, 1994, 35, 7719 

R' O 

R ~ ~ / ~ O  H 

OH 
O 

Several 5-arylnlnhydrins have been prepared using palladium-catalyzed cross-coupling reactions. 

T Benzophenone-Mediated Conjugate Additions of Aromatic | Tetrahedron Letters, 1994, 35, 7723 
L Aldehydes to Quinones 

George A. Kraus* and Peng Liu 

Department of Chemistry, Iowa State University, Ames, Iowa 50011 

Benzophenone increases the efficiency of the photochemically mediated addition of aldehydes to quinones. 
O M e O  L M e ~ H  ~j~  

PhCHO . 

Ph2CO,hv 
OMe O OMe OH 

2 

1 
Enolate Free a-Alkoxyvlnylllthlum Reagents: Improved [ 
Preparation lind Reaction with N,N-Dlalkylcarboxamldea 
Masanao Shimano and A. I. Meyers" 
Department of Chemistry, Colorado State University, Fort Collins, Colorado 80523 USA 

Li O 

~ O E I  I- ~ ] I ~  CONMe2 O , T H  F -- 
,sOEt 

Tetrahedron Letters, 1994, 35, 7727 

A variety of carboxamides 
have been transformed 
as shown (11 examples). 
No ring metalation or 
a-deprotonation was 
observed. 

I 
N-AcyI-N-Nltrosoamlno Acids and Peptldes I Tetrahedron Letters, 1994, 35, 7731 
Seunguk Paik and Emil H. White* 
Department of Chemistry, The Johns Hopkins University, Baltimore, Maryland 21218 
The title compounds were prepared by nitrosation with N204. The hydrolysis of poly- 
nitrosopeptides in aqueous solution occurs preferentially from the C-terminus. 

O"N 0 

o , . f t .  ~ ~ ' , " ~ " v  °" . o ~ n  "°" / u . , . . ~ . .  OH=to IO=" O N-.,/--" * 
o. ,  o [ o~ ~ o.,  o o 
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Tetrahedron Letters, 1994, 35, 7735 
Enantioselective Synthesis of 7-Cycloocten-l ,3,5,6-tetraol  
D e r i v a t i v e s  by Enzymatic Asymmetrization. C. R. Johnson ,*  
L.S. Harikrishnan and A. Golebiowski ,  Depar tment  of  Chemistry,  Wayne  State Universi ty,  Detroit,  MI 48202 
meso-Diol 4, derived from 1,5-cyclooctadiene, in the presence o f  Pseudomonas cepacia lipase in 
isopropenyl  acetate, afforded enantiopure 5, a useful intermediate for the synthesis  o f  sugars, etc. 

°~° Ps~.~.~. .~s ~-2 
O ~ H ~ O H  °ePactallpa'seAeO.~_ OH 

4 5 

SINGLE STEP SYNTHESES OF LACTOSYLATED CLUSTERS Tetrahedron Letters, 1994, 35, 7739 
BY TELOMERIZATIONS. S. Aravind, W. K. C. Park, S. Brochu 
and R Roy*, Department of Chemistry, University of Ottawa, Ontario, Canada K 1N 6N5 A ~ J~H 

N-Acryloylated lactoside derivatives containing spacer arms of H~ ,,.oH R~.~- -.-| t "-/In 
different length were telomerized in the presence of t-BuSH and ~....~.....o H o T - ~ d ~ x  ""%0 L 
HSCH2CH2CO2Me to provide a family of lactose clusters. HO.aI.....~OH " ~  C~ _..~XC~ OH _ / ~'o 

HO /.O, ~ o R'SH HO--OH HO-//f----O 
,o-.,.._/Sz;.. x JL,~/ '. L_X,/o,,/o ~ LOH 

HO ~ ~ \  ~ / ~ 7  # ~ AIBN, MeOH ~ . J ~ " -  
~ O H  ~ O O  Reflux HO.--.If "OH 

Strategies for the Synthesis of C-disaccharldes Tetrahedron Letters, 1994, 35, 7743 
Containing D and L Sugars. Robert  W. Armstrong,* 
and Daniel P. Sutherlin, Department of Chemistry and Biochemistry, University of California at 
Los Angeles, Los Angeles, CA, 90024 USA 

The osmylation of C-! homologated diene ester monosacchurides readily affords separable C-disaccharides 
of diverse but predictable stereochemistry from a single precursor. 

HO--.. O OH 
BnO l. OsOit 2. DIBAL-H = HO"VHOt L ~ /L D-GIu-~I-.6)-D-Gal 

BnO BnO 3. Pd(OH)2, I-~ D-Glu-~I-6)-L-Gal 
D-Glu-~ 1-6)-D-Ido 

'OEt ~ ~r" OH D-Glu-¢( 1-6)-L-Ido 
OH 

T 
PRACTICAL TOTAL sYNTHESIS OF A NATURALLY OCCURRING I Tetrahedron Letters, 1994, 35, 7747 
TBIELOCIN VIA turk  R1F~IOSELEt:rJYE ARYLATION OF A CYCLIC 
BOIIONATF_,. Yvm G4~mea and Robert N. Ymmg*, Merck Frosst CenU'e for Therapeu~ Research, 
P.O. Box 1005, Pointe Claire-Dorval, Quebec, CANADA, H9R 41)8 

Me 
Me Me..,~,,,,~ _ C..(IX3H 

~:~oc..J~ Me M O O  V IT 

o o .  Me o r Me Me 
o 

o. , . , . - o  ~-OH - ~ o  ~ - o - 3 f  ~ . o . ~ . . ? . o .  Me 
Me Me" "~" "OH Me 
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Tetrahedron Letters, 1994, 35, 7751 
Cross-linked Enzyme Crystals of Fructose Diphosplmte Aldolase: 
Development as a Biocatalyst for Synthesis. Susan B. Sobolov*, 

Anita Bartoszko-Malik, Thomas R. Oeschger and Michelle M. Montelbano, Hall-Atwater Laboratory of Chemistry, 
Wesleyan University, Middletown, CT 06459-0180 

Crystals of rabbit muscle aldolase were grown from 45% saturated ammonium 
sulfate solutions and cross-linked with glutaraldehyde to 
produce a biocatalyst that has stability for months, O H O ~  OIq 
can be reisolated andreused, and has excellent H 2 0 3 P O ~ , I O H  + O ~ R - ~ ] ~  H203PO 
solvent stability. They are also shown to be an ~ R  
excellent catalyst with non-natural substrates. OH 

I Tetrahedron Letters, 1994, 35, 7755 
In =itu NMR Study of the Rhodium(1)-Cttalyzed Hydrogenation l 
of the Allene 1-Methoxy-propa-l,Z-diene Using Parahydrogen 
A. Harthun and J. l~gon*,InstitlRe of Physical and Theoretical Chemistry, University of Bonn, WegeleJrni.msse 12, D- 
53115 Bonn, Germany; R. Selke, Max-Planck-GesellschatL Division of "Asymmetric Catalysis", University of Rostock, 
Buchbinderstrasse 5-6, D-18055 Rostoek, Germany 

The homogeneous hydrogenation of the donor activated allene l-methoxy-propa-l,2-diene is investigated via in situ 
1H-NMR spectroscopy using different rhodium(I) catalysts and parahydrogen (P-H2). 

A la 
H3C__ __OCH 3 <P'H 2 A . ~ B  ... ''OCH3 P-H2> . ~ O C H  3 

cis-/trans-l-methoxy-propene Rh(l) cat. 1-methoxy-propa-l,2-diene Rh(l) cat. 3-methoxy-propene 

Dynamic Belmvior of 2,2',6,6',9,9'-Hexa4em/-butyl-8,8'-dlhydro-4,4'-bi- 
cyclohepta[defJfluorenylideno, • Substituted Blfluorenylldene 

Udo Gdeser, K]aus Harrier* 

In.stRut for Organische Chemie, Technische Hochschule Darmstadt, 
PetersenstraSe 22, D-64287 Darmstadt, Germany 

The title compound 5 was synthesized and its racemization was 
investigated by vaflable temperature NMR. 

Tetrahedron Letters, 1994, 35, 7759 

tBu tBu 

tBu tBu E- 5 

I 
A New Safety-Catch Peptide.Resin Linkage for the Direct Release of Peptides [ Tetrahedron Letters, 1994, 35, 7763 

into Aqueous Buffers. Stefan Hoffmann and Ronald Frank, GBF (CJesellschaft 
ftir Biotechnologische Forschung mbH), Mascheroder Weg I, D-38124 Braunschweig, Germany 

/ \ 
side chain R 

Pepdde- J ~  Peptide- 
+ TFA 

pepade 

/ .  
+ H20 (pH 7) 

It H 
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1,2-Metallate rearrangements: 
Stannyl and (Stannyl)Vinyl Transfers. , 
Patrick Le l~Jaez, Val~a'ie Fargeas, Jacques Poisson, Janick Ardisson . 
Laboratoim de Chimie des Substances Th~apeutiques Naturelles, 
assoei6 au CNRS, BIOCIS, Centre d'Etudes Pharmaceutiques, 92290, 
Ch~enay- Malabry France. 
Jean-Yves Lallemand, Ange Panerazi *. 

al~o~ " ~ S#rah~..Or~a~l .ue, associ~ au CNRS, DCSO, 
lyteehmque, yt lzs, ramtseau, rraxz~. 

A 1,2-metallate rearrangement was performed on dihydrofuran 
13a using K~ and 9 euprates, to lead, after mcthylation, to the 
corresponding stanny] compounds IS and 16 in high yields. 

Tetrahedron Letters, 1994, 35, 7767 

if, SnBu3 
Me n'~SnBu3 M©~H 

C~ l)Sa ~ 1)9 

""OH 2) Mel Li 2) Mei 
1585% 13a /Bu3Sa ~ 1677% 

(Bu3Sn)2Cu(CN)Li 28a | ~ ~  2 ] ~ ( C N ) L i 2  9 

Tetrahedron Letters, 1994, 35, 7771 Int ramolecular  Coupling Reaction Promoted by SmI2 
in a Synthetic Approach of  Forskolin.  
Claude Anies, Ange Pancrazi*, Jean-Yves Lallemand. 
Laboratoire de Synth~se Organique associ6 au CNRS, DCSO, Ecole Polytechnique, 91128, Palaiseau, France. 
Thierry Prang& Laboratoire de Chimie Structurale 
Biomol6culaire, Universit6 Paris Nord, 
74 rue Marcel Cachin, 93012 Bobigny, France. 1 

In a synthetic approach of forskolin 1, a stereocontrolled 
pinacolic coupling reaction on dialdehyde 4 using SmI2 
gave the cyclic cis-6~7~ diol 3. 

. . . .  

Tetrahedron Letters, 1994, 35, 7775 1,3-DIASTEREOCONTROL WITH BROMOALLENES. SYNTHESIS 
OF ENANTIOMER1CALLY PURE [3-BRANCHED or.AMINO ACIDS 
Fabiana D'Aniello a, Andr6 Mann a*, Maurizio Taddei b and Camille-Georges Wermuth a. 
a. Laboratoire de Pharmacochimie Mol6culaire, Centre de Neurochimie du CNRS, 5. rue B. Pascal, F-67084 Strasbourg, France. 
b. Dipartimento di Chimica Organica "Ugo Schiff", Universit~ di Firenze, via G. Capponi 9,1-50121, Firenze, Italy. 

H 

Boc 

1. LiC=CSiMe3 OH 3. MsCI, TEA H RzCuCNLi 2 R 
NI"I4F ~.~ I 4. CuBr, LiBr ~.. L 5. 

~Boc Boc Boc 

SYNTHESIS OF MACROCYCLIC DITOPIC 
RECEPTORS DESIGNED FOR 
SIMULTANEOUS BINDING OF ALKALINE 
AND TRANSITION METAL CATIONS 
Ernest Graf, Mir Wais Hosseini* and Romain Rt~ppcrt 
Universit~ Louis Pasteur, lnstitut Le Bel, 4, rue Blaise Pascal, 
F-67000 Strasbourg, France 

The synthesis of dlaTat,=uaoxacyclooctadecane derivatives bearing 
two catechol groups was achieved in good yield. 

I TetrahedronLeners, 1994, 35, 7779 

. .o- y Y - ° .  . o -  y 

OC'-N N-CO O ~ ' O  i -o o l LN c 
L.o..jo.  

1 2 
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I 
EFFICIENT SYNTHESIS OF NOVEL ct-ARYL(ALKYL)-[~, ~- [ Tetrahedron Letters, 1994, 35, 7783 

DIFLUOROVINYL AND ct-ARYL(ALKYL)-I3-FLUORO-[~-PER- 
FLUOROALKYLVINYL SULFIDES. In Howa Jeong*'. Yong Ki Min b, Young Sup Kim b, Bum Tae Kim *b, and Kwang Yun Cho b, 
• Department of Chemistry, Yonsei University, Kangwon-do 222-701. Korea, b Korea Research Institute of Chemical Technology, 
Daejeon 305-606, Korea. 

Reaction of 1,1-bis(phenylthio)perfluoroalkyl aromatics or alkans with mixture of 2 equiv, of TiCI 4 and 4 equiv, of LiAIH 4 provided 
ct-aryl(alkyl)-[~. [~lifluorovinyl and ct-aryl(alkyl)-13-fluoro-[3-perfluoroalkylvinyl sulfides in good yields. 

SC6H5 2 equiv.  TiCI 4 + 4 equiv.  LiAIH 4 FIF% IR  
R F C F 2 - - C ~ R  C = C  R F = F, CF 3, CF  3 C F  2 

I THF, ref lux, 3 hrs F 'j \ R = Aryl,  Alkyl .  SCsH 5 SCsH5 

A NEW ALKENYL ETHER GIVING ACETAL WITH STEREOSPECIFIC 
MANNER. Hisao Nemoto, Department of Applied Molecular Science, 
Okazaki Institute for Molecular Science, Okazaki, Aichi 444, Japan 

The alkenyl ether 4 can stereospecifically produce the acetal 5. 

ROH 
÷ 

4 Acid  cat.  5 
1 0 0  

I TetrahedronLette~, 1994, 35, 7785 

OR 

0 

-f 
Facile Formation of Lutbuold(ll l)  Thlolates from Benzophenoae- [ Tetrahedron Letters, 1994, 35, 7789 
Catalyzed Reaction of Lalthnnold Metals and Disulfides, and Their 
Use as SulfenylatJng Reagents 
Y uki Taniguchi,* Masafumi Maruo, Ken Takaki,* and Yuzo Fujiwm-a,* Department of Applied Chemistry, Faculty of Engineering, 
Hiroshima University. 1-4-1 Kagamiyama, Higashi-Hiroshima 724, Japan 

• Lanthanoid metal reacts with dialkyl disulfide in the presence of a catalytic amount of Ph2C~O to generate lanthanoid thiolates, which 
react with enones to give Michael adducts in good yields. 

PhzCO c a t . [  ] Enones R " ~ O  
LI  + 3/2 RS-SR ~ La(SR) 3 p 

(Ln = Yb, Sin) THF-HMPA 

I 
1,4-Rt.me~ Steveocontrol by Asymmetric Catalytic CtrbeayI-En¢ Reztien I Tetrahedron Letters, 1994, 35, 7793 
with Chirai Ilommlllyk IgtllK.~: An Aplp~katiea to the Asymmetric Syath~m of 
(liJ,14$).4ma. aul (31R,345).~ya-Sqlments el' Immunmappfe~mnt Rapmnytia 
Koichi Mikami* rand Akihiro Yoshida. Department of Chemical Technology, Tokyo Institute of Technology, Meguro-ku, Tokyo 152, Japan 

H'J~'CO2Me ~ C02Me C,o-C,s segment 

o ,.o. 
• (cat.) ~ C O 2 M o  C~o-C3s segment 
i i 
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Tetrahedron Letters, 1994, 35, 7797 
Regeneration of the Milbemycin's C2-C 4 Structural 

Arrangement from AZ-Milbemycin. Me .~_,,Me Me ~-~_ ,,Me Me i.~.,Me 
Satoru Naito,* Yuka Owatari and Akio Sai to  ~ O . [  ~ ~,,.l~....-..~O~. ~ ~/L..~..,~.~O.~. 
Medicinal Chemistry Research Laboratories, Me ' 'LI tL"/J-'O"Et Me ' 'LI t[~"O" "Et Me ''LI tL~"O"Et 

Sankyo Co., Ltd., Tokyo 140, Japan I!~l H~TO h~l HoTo h~l HoTo 

A procedure is reported for enhanced efficiency xn...~J.,,,_ xn..-k.,~ xca--~g,.. 
in converting A -mdbemycin A 4 to milhemycin A 4. - -  OH - O - OH 

Tetrahedron Letters, 1994, 35, 7801 

Opening of Dihydropyran and Recyclizing to Dehydrooxepane through C-I Alkynyl 
Cobalt Complex . . . .  A New Method toward Marine Polyether Toxins 
S. Tanaka, M. Isohe,* Lab. of Organic Chemistry, School of Agricultural Sciences, Nagoya University, Chikusa, Nagoya 464-01, Japan 
Two sugar derivatives with alkynyl group as dicobalt hexacarbonyl complex yielded the open-chain compounds, one of which was further 
cyclized into dehydrooxepane ring with high stereo,specificity. 

.SiMe 3 S~ Me3 ~,... Si Me3 
H H ~ "  H ]~C0(CO)3 OAc H 

H "OAc ~"~,,,~,,O R 2 OAc OAc """ Si M o 3 R30 "" OR2 
H 

I 
SAMARIUM(II) IODIDE PROMOTED REDUCTIVE RING OPENING [ Tetrahedron Letters, 1994, 35, 7805 
REACTION OF CYCLOPROPANE-I,1-DICARBOXYLIC ESTERS. 
SYNTHESIS OF SUBSTITUTED 5-PENTANOLIDES FROM CARBONYL COMPOUNDS AND DIMETHYL 
CYCLOPROPANE-I,I-DICARBOXYLATES. Tsuneo Imamoto,* Toshihiko Hatajima, and Takeshi Yoshizawa, 
Department of Chemistry, Faculty of Science, Chiba University, Inage, Chiba 263, Japan 

r ~  CO2Me sml 2, Fe(DBM)3 (4 tool%) R 1 -O-/~ O 
R--"~ CO2Me + R1COR2 THF, reflux ='- R 2 " ~  '~-CO2Me 

H R 

INTRAMOLECULAR REACTION OF [~-(ALKOXYCARBONYL)- Tetrahedron Letters, 1994, 35, 7809 
ALLYLSILANE WITH EPOXIDE INTO a-METHYLENE-8-LACTONES 
FUSED TO CARBOCYCLES 
Kiyoshi Nishitani, Yasuko Harada, Yukitaka Nakamura, Kumiko Yokoo and Koji Yamakawa* 
Faculty of Pharmaceudcal Sciences, Science University of Tokyo, lchigaya-Funagawara, 
Shinjuku-ku, Tokyo 162, Japan 

ROOC ~ :- O 

5 -Exo 6-Endo 
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T 
AN ENANTIOSELECTlVE SYNTHESIS [ Tetrahedron Letters, 1994, 35, 78 13 

OF THE A-RING FRAGMENT OF TAXOL 
Takashi Nakamtua, Nolmaki Waizumi, Yoshiaki Horiguchi, and Isao Kuwajima* 
Department of Chemistry. Tokyo Institute of Technology. Meguro. Tokyo 152, Japan 

The A-Ring fragment of taxol, a-hydroxy aldehyde, was enantioselectively prepared by using the Sharpless asymmetric 
dihydroxylation of the enol silyl ether. 

OPlv Oplv 

TIPSO OffiC 96% yield 

98% E 

T 
A N O V E L  STILBENE T E T R A M E R ,  L E A C H I A N O L  C, FRoML Tetrahedron Letters, 1994, 35, 

7817 

SOPHORA LEACHIANA Masayoshi Ohyama, Toshiyuki Tanaka and 
Munekazu Iinuma, Department of  Pharmacognosy, Gifu Pharmaceutical Unversity, Mitahora-higashi 5-6-1, Gifu 
502, Japan o. 

A novel resveratrol tetramer, leachianol C, was isolated from the roots + " ~  O o ~ . . .  
of Sophora leachiana. The structure and the relative stereochemistry ~./+-+c-w ~ o ~ o. 
werepSNOEsy.determined by means of  2D NMR spectroscopy including . o ~ ~ [ ~ - k / = ~ - "  o. 

2-(4-mUro~k~yk~koxy~4myl (NJe) ~ As, ~me-~Uee 
~ A m h o  ~ for SoNd Pkmm Peptkle 8ym~mb 
Ylsdimk V. Smmskov*, Aydsr N. Sablmv md Pswl I. P o z d ~ v  
Vektc~BioPmditct, Ltd., Kolt~vo, Novom'bintk Reg., 633159 Rusm 

Eff~fivcmms of the new ~ group was lmymn by the solid pha~ synthesis of 
the ~ d e  AIwSea--Ser-Thr-lle-Ile-Lys-Glu-Gly-lle-Asp-Lys 

0 0 R 
II • 

OzN ~ - ' ( ~  -CH 2CH~'O-C-N H-CH -COO - ~ - )  DMF 

O 

Tetrahedron Letters, 1994, 35, 7821 

NH2-CH-CX)O- @ + + , _ _ /  
O 

I 
THKORIgTICALANDKXPI~.IMIgNTALSTUD~_,SONTH]gPKIIISKLEC. [ Tetrahedron Letters, 1994, 35, 7825 
TlvrrY OF THE CYCLOADDrrlON REACTION BIgTWIKE, EN ACTIVATI~ 
K]gTIgm~ AND CONJUGATED ~ losune Ammtia, Aria Anicta, Jesus M. Ugalde, and Fernando P. Cmslo* Kimih Fakultate~ 
Euslml HemT~o Unibertsilales. P.K. 1072, 20080 San Selmmitn-Donoslia. Slmin.Begotla Lecea Farmazi Fakul~!~, Eusksl He~qko Unibertsi- 
mtea. Lasmeko mmia z/g. 010O7 Vitoria-Oasteiz. Siren. 

Theoretical and experimental studies on the cycloaddition between methoxykztene and a model conjugated imine predict the l~eferential 
formation of the [2+2] cyclo~lduct. A co~gm-~oa intea£tion level of theory is required to relxoduce coaecfly the observed periselectivity. 

I o \ "o \ 
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A Blomlmetic Approach to the Manzamlne Alkaloids; Model Studies Tetrahedron Letters, 1994, 35, 7829 

Jack E. Baldwin*, Tim D.W. Claridge, Florian A. Heupel and Roger C. Whitehead 
The Dysoa Perrins Laboratory. South Parks Road, Oxford OX1 3QY, UK. 

An approach to the manzamine alkaloids based on a biogenetic theory has been investigated using a simple model system and 
the key cycloaddion step (1->2) has been accomplished in moderate yield. 

steps -- ii) NaBH4 

CF3CO2- [ ~  1 

ULTRASOUND-MEDIATED REARRANGEMENT OF B-IONONE TO 
1 , 1 , & T R I M E T H Y L - I , I , 3 , 4 - T E T R A H Y D R O N A P H T ~ .  
Johan J.W. Eshuis, Unilever Research I.atbora~rium Vlaardingea, 
Olivier van Noortlaan 120, 3133 AT Vlaardingen, The Netherlands. 

Sonication of •-ionone in CI-IB rs yields 1,1,6 -trimethyl - 1,2,3,4-tetrahydronaphtalane. 

o CHBrs 

))) 

Tetrahedron Letters, 1994, 35, 7833 

Visible Light Initiated Photosensitised Electron Transfer 
(PET) Reducttve [3-Activation of ~,[3-Unsaturated Ketones for 
Radical Cyclisation: A new Concept in Promoting Radical Reactions 

Tetrahedron Letters, 1994, 35, 7837 

Ganesh Pandey*, Saumen Hajra and Manas K. Ghorai 
Division of Organic Chemistry(Syn), National Chemical Laboratory, Punc-411 008, INDIA. 

Photosensitised one electron reductive ~activadon of ~l~-unsaturated ketones for radical 
h:O O cyclisations are reported. ¢% ¢ ~" J.vcA,~ ~ R 

.zo ÷.)k - . L  o" ! ~ ] 

I 
A STEREOSELECTIVE TOTAL SYNTHESIS OF I Tetrahedron Letters, 1904, 35, 7841 
BAKKENOL IDE-A (F UK INANOL IDE) 
A. S r i k r i s h n a ,  T.J. Reddy ,  S. Nagaraou and J.A. S a t t i g e r i  
Depa r tmen t  of  Organ ic  Chemis t r y ,  I nd ian  I n s t i t u t e  of  Science, 
Banga lo re  - 560 012, Ind ia .  0 
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S I / } Q ~ A L  FREE RADICAL SYNIIg~IS OF A LINEAR 
TRIQUINANE SKFLETON FROM AN ACYCLIC SYNIHON 

Radomir N. Sai6i6* and ~ivorad (~kovi6, Faculty of Chemistry, 
University of Belgrade, Studcntski trg 16, POB 550, 11001 Belgrade S%__S 

and ICTM, Center for Chemisty, Belgrade, YU PhS CO 2 - N / - \  
Homolytic dec ompos~m of the thiohydroxamic ester I / ^  _ V "_, " / /  

presence of acrylonitrile is shown to produce the / 

triqu~ane system 2 by a sequential free radical reaction. 
1 

I Tetrahedron Letters, 1994, 35, 7845 

CN 
= /  

CN 

2 

I Tetrahedron Letters, 1994, 35, 7849 

Casuadne: A Very Highly Oxygenated Pyrrolizidine Alkaloid . . . . .  
R.J. Nash,* P. I. Thomas, R. D. Waigh,G. W. J. Fleet, M. R. Worroald P. M. de O. Lilley and D. J. Watkin 
~-nvironmental Biology Department, Institute of Grassland and Environmental Research, Plas Gogerddan, Aberystwyth, 
Dyfed SY23 3EB, UK; Department of Pharmaceutical Sciences, University of Strathclyde, 204, George Street, Glasgow G1 
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H e '  . . . . . . .  (N~...l~l-.~ OH 
The isolation from Casuarina equisetifolia L. (Casuarinaceae) bark of casuarine 
(1R,2R,3R,6S,7S,7aR)-3-(hydroxymethyl)-l,2,6,7-tetrahydroxypyrrolizidine is reported. CH20 H 
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INTERCEPTIONS OF A CONJUGATED N-ACYLItYDRAZONIUM ION 
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0 C02Mo ! 0 .COs, Me 0 O02Me 
Under acidic conditions, 1 is converted into ~ O ' ~ #  OAe }~. ~ " ~  ~ " . N " ~  a; R = H 
the intermediate ion 2, which undergoes re- 

Ph-N •, II R* = T I Ph.-N )'+ II Ph-N 1~ II b" R = CN duetion to give &t, cyanation to afford 3b, 
allylation to yield 3¢, and methoxylation ~'~'0~__- ~ ' ~ ' _ . -  OAc ~....N%,,~I ~ l ~ " y  ¢;'R = CH2CH:CH 2 
to furnish 3d. O OR* OAc OAc O O R d; R = OMe 
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Tri-n-butyltin hydride in aqueous suspension has been found to reduce a variety of organic halides. 

Tetrahedron Letters, 1994, 35, 7863 Preparation of Cyclic et-(3,4-Dihydro-2-isopropyl-4-oxoqulnazolin-3-yl)amino- 
[3-ketoesters : Further Oxidation with Lead Tetra-acetate in Dichloromethane 
and in Methanol Leading to Ring-Expanslon and Ring-Cleavage Products, 
Respectively. Robert S. Atkinson*, Emma Barker, Paul J. Edwards and Gordon A. Thomson, Department of Chemistry, The University, 
Leicester, LEI 7RH and Zeneca Specialties, P.O Box 42, Hexagon House, Blackley, Manchester M9 8ZS, UK. Q' 
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REGIOSELECTIVE REDUCTION OF SUBSTITUTED 
DINITROARENES USING BAKER'S YEAST. 

Claire L. Davey 1, Lawson W. Powell2, Nicholas J. Turner 1., and Andrew Wells 3, 
1. Department of Chemisa-y, University of Exeter, Stocker Road, Exeter EX4 4QD. 2. SmithKiine Beecham 
Pharmaceuticals, Clarendon Road, Worthing, West Sussex BNI4 8QH. 3. SmithKline Beecham ~ a c e u t i c a l s ,  
Old Powder Mills, Tonbridge, Kent TNI 1 9AN. 

Subst i tuted dini t roarenes have  been reduced ,,x\,~:. NO2 X\.~t,. NH2 
regioselect ively using baker 's  yeast. A ~ e c s  yoast 

Y Y possible mechanism is proposed to account 
for these reductions. 
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CHEMICAL DIVERSITY IN THE MEDITERRANEAN SPONGE RASPACIONA I Tetrahedron Letters, 1994, 35, 7871 
ACULEATA: STRUCTURE AND ABSOLUTE STEREOCHEMISTRY OF I .  

BLANESIN / / - - - - ~ o  

M. Letizia Ciavatta, Enrico Trivellone, Guido Cimino-lstituto per la Chimica di Molecole di 
Interesse Biologico-Via Toiano, 6 80072 Arco Felice Napoli 
Maria Uriz-Cenu'e d'Estudis Avancat.s de Blanes, 
Carol de Santa Barbara, Blanes, Spain O ~ . . . . ' ~ . x ¢ ~ /  

Specimen of the manne sponge Raspaciona aculeata contains a new furano-ent-labdane diterpenoid, 1 I I l l  [ IJ Blanesin 
blanesin, whereas other specimens of the same sponge co-occuring in the same habitat contain HO'"' 
completely different metabolites, 
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