
Novel Steroidal Chirnl Auxiliiries: 
Enantioselective Synthesis of Chiral a-Hydroxy Acids 
Deeng-Lii Huang* and Richard W. Drapex 

Tetrahedron Letters, 1994,35,661 

Chemical Process Research Department, S&ring-Plough Research Institute, Kenilwrth, NJ 07033, U.S.A. 

~9~n$m~ is reported of three novel steroidal cbii auxiliaries (4) which wwe used to generate a~ a-hydroxy acid in high optical purity 

Tetrahedron Letters, l!EM, 35,663 

PREFJZRENCE FOR PHOTODISSOCIATION OVER INTERNAL [2 + 2]-CYCLOADDITION 
DURING IRRADIATION OF AN UNSATURATED a$-ENONE 

E. J. Corey and Laurence I. Wu 
Department of Chemistry, Harvard University 
Cambridge, Massachusetts, 02138 
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I The Ulitsunobu Reection: A Novel Method for the Synthesis Tetrahedron Later-s, 19!M, 35,665 

oi Bifunctlonal Malelmide Llnkem 
Mbhael A. Waker 
Brktol-Myers Squbb pharmaceutical Research Instnute, 
5 Resmch Parkway, WaMn@ord, CT 00492 

The synthesis of mleimido bifunctbnal linkers was accomplished using the Mitsunobu 
reactbn to N-alkylate maleimkte. 
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ENANTIOSELECTIVE EPOXIDATION OF CYCLIC 1,3-DlF,NES Tetrahedron Letters, 1994,35,669 
CATALYZED BY A STERICALLY AND ELECI’RONICALLY 
OPTIMIZED (SAJJ3N)MN COMPLEX. Sukbok Chang,aRichard M. Heid.b and Eric N. Jacobsa&* 
ahpt. of Chemistry, Harvard University, Cambridge, MA 02138 bDept. of Chemistry, University of Illinois, Urbana, IL 61801 

(R = OH, OAc) 
52-91% ee t-ml FBU 
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HighIy Diaatereosxktive Reaction of a Cbiral, Non-Racemic Amide Tetrahedron Letters, 19!?4,35, 673 

Enolate with (S).Glycidyl Too 
1 

late. 
HIV-1 Rotease Inhibitor L- 

Synthesii of the Orally Active 
35,524 D. A&in+, K. Eng*, K. Rossen*, R. Purick, K. Wells, R. Volatue and P. Reider 

Department of Process Research, Merck Research Laboratories, P-0. Box 2000, Rahwuy, NJ 07065 

1 11 

Sonochemistry in SRNI Reactions in Liquid Ammonia 
at Room Temperature 

Tetrahedron Letters, 1994, 35, 677 

Pablo G. Manzo, Sara M. Palacios and Rubgn A. Alonso* 
CEQIJLMAP, Fat. de Ciencias Qukticas, Universidad National de C;rdoba. 
sue . 16, C.C. 61, 5016 C;rdoba, Argetltina. 

Ultrasound was used for the stimulat.ion of S RN1 reaction in liquid Ammonia at room temperature 

ArX t Ph P- --?!.. .- 
2 s I 

ArPPh2 f X- 

RN 

X = p-lodoanisole,l-halonaphthalene(Cl,Br,I) 1 , I 

Tetrahedron Letters, 1994,35, 681 
EQUILI3RlUM CATION BINDING CONSTANTS OF THE DIPEPTIDE 
DERIVED LARIAT ETHERS IN METHANOL DETERMINED FROM CIR- 

CULAR DICHROISM MEASUREMENTS. Danlin Gu, Blrdella D. Kenney, Banita White Brown*,Department of Chemistry, 
University of North Carolina at Charlotte, Charlotte, NC 28223 USA 

A new application of circular dichroism spectropohuiietry indicates high calcium binding for the ligands shown. 
n n 
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I SEQUENTIAL REMOVAL OF MONOSACCHARIDES FROM THE REDUCING Tetrahedron Letters, 199435,685 

END OF OLIGOSACCHARID Es. LARBACTIONBBTWBBNH 
AND SUGARS HAVING A GLYCOSIDIC SUBSTITUENT ON A CARRON ATOM ADJACENT To THR CARBOIiYL GROUP 
Brad Bend.&* Mary BIlcn Salyan and Mario Pantoja, The Biomembrane Institute and University of Wa&ngton, %I1 BIliott Ave. 
West, Seattle, WA 98119 USA 

Hydrazine nacts with sugars having a glycoaidic substi&nt on a carbon atom adjacent to an aldebyde of ketb group. 
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A CONJUNCTIVE DIQUINANE SYNTHESIS USING 
Tetrahedron Letters, WM, 35, 689 

A FREE.RADICAL CATALYZED INTRAMOLECULAR 
[3 + 2]METHYLENECYCLOPENTA ANNULATION. Chad C. Huval and Daniel A. Singleton*, 

Department of Chemistry, Texas A & M University, College Station, ‘IX 77843-3255 USA 

Me Me 
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hv Me$i, 

LDA then 
Me&nSnMe3 
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‘cop 

62 % 77% 
C 0,Et 

Tetrahedron Letters, 1994.35, 691 
ANOVEL AFFROACHTO’IHE ASYh4MElRIC syN*MEsIs OFMANZAMINEA. 
CONS-IRUCIION OFTHE ‘IEIRACYCUC ABCE RING SYSTEM 
S. F. Martin,* Y. Lii, Y. Wong and T. Rein, Department of Chemistry and Biochemistry, The University of Texas, Austin, TX 78712 
The manzamine A ABCE ring subunit 17 was assembled using an intramolecular [&?I reaction and an Olefm metathesis as key step. 

13 14 16 

I I 

REACTION OF 3-ZIRCONA-I-CYCLOPENTENES AND ZIRCONACYCLO - 
Tetrahedron Letters, 1994, 35, 695 

PENTANES WITH ALDEHYDES. A SELECI’IVR AND CONVENIENT 
SYNTHESIS OF I-PENTEN-I-OLS, (Z)-S-IODO-4-PENTEN-1.OLS, 
AND RELATED ALKANOLS. Christo~he COperer, Ei-ichi Negishi,* Zhenfeng Xi, and Tamotsu Takahashi* Dcpurtment of Chcnhy, 
Purdue University. West L&yette, hdiania 47906, USA. and Cotmiinalion chcmist~ Luboralorics, Institute ofMoh4iur Science, 
Mydeuji, Okamki 444, Japan 

RCm+kR&$&$&~Ho~R gf$t?zF 

Selective one-pot procedure for the preparation of II% and tebasubstituted 4-r&en-l-ok from alkyues aud related reactions of alkcnes, 
dienes,anddiynes. 

The Thiazolium Catalyzed Benzoin Condensation with Mild Base 
Does not Involve a “Dime? Intermediate 

Ronald Breslow* and Ronald Kim 
Department of Chemistry, Columbia University 
New York, New Yolk 10027 

Kinetic studies show that the benzoin condensation catalyzed by 
3,4,5-trimethylthiazolium iodide and triethylamine in DMSO does 
not involve thiazolium dimers as the catalytic species, as has been 
Proposed. 
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Tetrahedron Letters, 1!#%4,35,703 
An Expeditious Synthesls of 
the C(l)-C(14) Subunit of Halichondrin B 
Steven 0. Burke,’ Kyung Woon Jung, Jeannie R. Phillips, and Roman F. Peni 
Department of Chemistty, University of 
Wiisin, Madison, WI 53706, USA 

Me_& 

The C(l)=C(14) segment 1 of 

synthesis of the C(l)-C(12) subunit 2 
features a pinacol rearrangement and 
an intramolecular Michael addii. 

Yj$j~j&+%!$$: 

owm 1 2 4 

haliihondrin B was con&ucted very 
effiiiently from 4 in 15 steps. The 

l,&Dihydrq@dina from Dithionite Reduction of Pyddinium 
Salts witbout Ekctron-Withdrawing Graup as Substituents. 

Tetrahedron Letters, 1994,35,707 

Yung-Sing Wang, Chria& I&aztw,* Din0 Gnccco and Bhupwh C. Das. IJ&UI de Chit& ties Snbstanw Natnwllcs. 
CNRS, 91195 G~-Ju-rvnlc C&t. France. 

SOdiUlldahimitenductiarOf~sahsl,~ 
EWGs offa a convabt aaxss to 1 &tihydmpyri&iw 
2,inpaticular,chimlduivativcssuchas3andlm!4table 

intamedbs4(R,R*,R~Haalkylgmp), 

STEREOSELECTIVE SYNTHESIS OF THE TETRASUBTITUTED 
CYCLOHEXANE CORE OF A MONOCYCLIC MEVINIC ACID 
ANALOGUE. Mikbail S.Ermolenko*, Alain Olesker and Gabor Lukacs. Institut 
de Chiie des Substances NaturelIes dn CNRS, 91198, Gif sur Yvette, France. 
Synthesis of a 1,2,3,4-tebasubstituted cyclohexane. intermediate towards monocyclic 
Compactin analogue. has been performed starting from levoglucosan. 

I Tetrahedron Letters, l!J94,35,711 

TOTAL SYNTHESIS OF A MONOCYCLIC ANALOGUE OF Tetrahedron Letters, 1994,35,7 15 
COMPACTIN. Mikhail S&nolenko*. Alain Olesker and Gabor Lukacs. Institut 
de Chimie des Substances Naturclles du CNRS, 91198, Gif sur Yvette, Frame. 
Total synthesis of Karanewsky's monocyclic Compactin analogue lxx been accomplished 
from levoglucosan. 

,,noIt 

0 
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Polytheonamides, Unprecedented Highly Cytotoxic 
Tetrahedron Letters, l!W, 35,719 

Polypeptides, from the Marine Sponge Theo&la swinhoei 
1. Isolation and Component Amino Acids 
Toshiyuki Hamada. Takeo Sugawara. Shigeki Mataunaga, and Nobuhiro Fusetani* 
Laboratory of Marine Biochemistry, Faculty of Agriculture, The University of Tokyo 

OH 
Bunkyo-ku, Tokyo 113. Japan 

Highly cytotoxic polypeptides, polytheonamides A-C, have been isolated from the % 
I\, % 

marine sponge Theonellu swinhoei. They contained unusual amino acids such as H 0 

t-Lea. P-methylGlx, j%methyIIle, P-hydroxyval, P-hydroxyAsx and y-hydroxy-t-Leu. OH-l-Leu 

Highly Efficient Chit-al 2-Oxazolidinone Auxlllarlee 
from Methylcyclopentadiener and 2-Oxazolone 
No&&i Hashimoto, Tadac lshizuka and Takehiia Kunieda+ 
Fawlfy of Pharmaceutical Sciences, Kumamoro University 

Derived 
Tetrahedron Letters, 1994.35,721 

CYCLIZATIONS OF VINYL AND ARYL RADICALS I Tetrahedron Letters, 19!34,35,725 
GENERATED BY A NICKEL(I1) COMPLEX CATALYSED 

I 

ELECTROREDUCTION 

Faculty of Pharmaceutical Sciences, Osaka University, 1-6, Yamadaoka, Suita, Osaka-fu,S65 Japan 
Shigeko Ozaki, Ikuo Horiguchi, Hidenori Matsushita and Hidenobu Obmorl 
Radical cyclization of vinyl and aryl halides was performed by indirect electroreduction using 
a nickel(II) complex as an electron-transfer catalyst. 

Tetrahedron Letters, 199435,729 

ImOLECuLAR DIRLS-ALDER REACTION OF FURANS 
WITIiALLEWk%ETHERSFOLLOWEDBY METHYLTHIO GROUP Id_REARRANGEMENT 
H&n&n Wu*, W&Dar S&o ad Fu-Hsing Ying 
Department ofApplied Chemiaky. Natioml Chiuo !lhg University, Hsinchu, Taiwan, ROC. 
A novel reaction involving an intramolecular DielwUder reaction of furana with alleayl ether followed 
by a methylthio group 1,4-rearrangement was diecovered. 

t-BuoH 
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Tetrahedron titters, 19w, 35,733 

An EfGient Synthesis of Potyoxamic Acid Utiliig the Aryl Group as 
the Carboxyl Synthon. A New Appmach to Polyhydroxyamino Acids. 
Fumiyoshi Matsuura, Yasumasa Hamada,* and Takayuki Shioiri* 
Fact@ of Pharmaceutical Sciences, Nagoya City University, Tanabe-dori, Mizuho-ku, Nagoya 467, JAPAN 

OH 

::5? 

e ,mX$&~ -) _wL; C-2 unit HPg ew 

AC2 9 MP- 
Polyoxamic Acid (I) u- 

Polyoxamic acid (l), an amino acid moiety of antifungal antibiotics polyoxins, has been efficiently 
synthesized from Boc-(R)-4-hydmxyphenylglycine (3) utilizing its aryl group as the carboxyl synthon. 

I 

A NEW SBLBCTIVB DICHLORINATION OF C-C DOUBLE BONDS Tetrahedron Letters, 1994,35, 737 

Kunikazu Sakai,* Kikuo Sugimoto, Sanae Shigeizumi, and Kiyosi 
Kondo, Sagami Chemical Research Center, Nishi-Ohnuma 4-4-1, 
Sagamihara, Kanagawa 229, Japan 

x CCl&Cl, - RuCl,(PPh,), cat 

toluene, heat 
Cl Cl 

The reaction proceeded at the existence of various kinds of functional groups, 
such as hydoxy, carboxyl, ester phenyl, of active methylene in the structure. 

NON-CHELATION CONTROLLED 1,3-ASYMMETRIC INDUCTION Tetrahedron Letters, MM, 35, 741 
IN p-CHIRAL ACYLSILANES 
Masahisa Nti, Ya.whan~ Uran~. Susumu Kobayashi, and Maseji Ohno+ 
Faculty of Pharmaceutical Sciences, University of Tokyo, Hongo. Bunkyo-ku, Tokyo 113. Japan 

Nonchelation controlled 13-asymmetric induction is examiwd. and our method is applied IO the stamselectiv~ 
synh.sis of calcitfiot IatXone. major metabulite of vitamine D3. 

syn : anti = 1 : 1 - 36 : 1 
R = Ph, Cyclohexyl, $u. Stcroidal JYn unri 

I 

I I 

Regio- and Stereocontrolled Synthesis of Derythro-Sphingosine 
and Phytosphingosine from D-Glucosamine 

Tetrahedron Letters, 1994, 35, 745 

Teiichi Murakami.* Hiroyulu Minamikawa. and Masalatsu Hato 

National Institute of Materials and Chemical Research. l-l Higashi, Tsukuba, Ibar& 3OS, Japan 
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Al&l ~~&n Catalyzed by Hlghfy Electron 
Defkient Iron Pomhvrln 
Yasuhisa KuroUa’, Yb.iiiko Suzuki, and Hiianobu Ogoshi 

~~a~rne~ of Syn~he~~ ~herni~~, Kytio anomie, Yoshiia, Sakydu, Kyofo 606, Japan 

The ~~hiof~e complex of 2,4,6,8- 
tetr~~luom~thyl-1,3,5,%tetraethyl- 
porphyrin+e(lll) catalyzes the aldot 
~~ns~~n of ~c~hexa~~. 

I 

r I 

T&(3,6-di-t-butyl-l-azulenyl)methyl Cation; 
Tetrahedron Letters, 1994,3.5, 751 

Shunji Ito, Nuboru Morita and Toyonobu Asao* 
Department of C~e~.st~, ~ue~~~ of Science, Tohoku 
University, Kawauchi, Aoba-ku, Set&xi 980 Japnn 

Tris(3,6-di-r-butyl-I-azuIenyl)methyl (S), ui(3-r-butyl-f- 
azulenyl)metbyl (lo), and tri(df-butyl-1-azulenyl)methyl (11) 
hexafluo~pbosphates were syn~es~zed. Their ~KR+ values 
were determined as 14.3, 13.2, and 13.7, respectively. 

5 10 11 

Synthesis of T&at&n Stabilized by Azulene Rings 
Terr~on Letters, 1994,35,755 

Shunji Ito, Noboru Morita and Toyonobu Asao* 
Department of Chemistry, Faculty of Science, Tohoku University, 
~uw~~ch~, Aoba-ku, Send&i 980 Japan 

Extraordinary stable trication 6 was synthesized, and the ~KR+++, 
pKR++ and pKR+ values were dete~ined as 9.1, 10.9, and 12.7, 
respectively. 

Dqartmen: of Lit% Science, Fanthy of Bioscience snd Bi~~l~y, Tokyo institute of Taylor, Nagatsuta, 
Midotiku. Yokohama 227, Japan 

4X’ 
w=ww-p.x2 DUF# 

* 

OH X’=Cl,X%Nl@rsor 

B=fh,Ad”,~,Ou X’=X*=NbPr, 
9 

th$X&W&-P-NU 
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MILD LiBFq-PROMOTED AMINOLYSIS OF OXETANES 
Tetrakdron Lerrers, 1994.35, 761 

Marco Chini, Pa010 Crotti,* Lucilla Favero, and Franc0 Macchia 
Dipartimento di &mica Bioorganica, Universitd di Piss, via Bmanno 33, 56126 Ptia, Italy 

LiBF4 in CH3CN efficiently catalyzes the aminolysis of trimethylene oxide and 2-octyl oxetane under 
mild conditions (r.t. or 80 “C) to give the corresponding pmino alcohols in very good yields. 

Rl 

+ I-IN 
3 LIBF4 

‘b ?%k- . . 

I I 

A CONVENIENT SYNTHESIS OF S-CYANOETHYL- I Tetrahedron Letters, MM, 3.5, 765 

PROTECTED 4THIOIJRIDINE AND ITS INCORPORATION 

INTO OLIGORIBONUCLEOTIDES. Chris J. Adams?, James B. Murray, John R. P. Amold and NCCH,CH,S 

Peter 0. Stockley, Lkpamnent of Gemtics, University of Lads, Leeds LS2 9JT, UK. 
rl “1 

HO OoN 

Synthesis of &cyanoethyl&hhuidine! and its incorporation into ol~ucleotides using current W phosphoramidtemethodology. OHOH 

DISPIROKEMLS IN SYNTEESIS (PART 6): HIGHLY STEREO. 
Tetrahedron Letters, 1994, 35, 769 

SJZLECllVE ALKYLATION OF DISFIROJCETAL PROTECTED 
LACTATE AND GLYCOLATE ENOLATES. Robert Downham, Kun Soo Kim, Stevar V. Lazy*, and Martin 
Woods. Deprtment of Chanistxy, Cambridge University. Lasfkld Roxi. Camhidge. CB2 lEP+V, UK. 

Tetrahedron Letters, 1!&$35, 773 
DISPIROKETALS IN SYNTHESIS (PART 7): PROTECT- 
ION OF D-GLUCOPYRANOSE SUBSTRATES. Andrew B. Hughes, Steven V. by*, Henning W.M. priepke, 
and Martin Woods, Department of Chemistry, University of Cambridge, Lensfield Road, Cambridge CR2 IRW, UK, 

The efficient formation of 1,8,13.1~te~~~[5.0.5.4~~~~es of various D-glucopyranosyl substrates is described. 
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DISPIROKBTALS IN SYNTHESIS (PART 8): REGIOSELECTIVE Tetrahedron L.etters, 1994.35, Ill 
PROTECTION OF D-GLUCOPYRANOSE SUBSTRATES. 
David A. Entwistle, Andrew B. Hughes, Steven V. Ley,* and Giuseppina Visentin, Department of Chemistry. University of 
Cambridge, Lensfield Road, Cambridge CB2 IBW, UK. 
The dienes 1 and 2 are able to recognise eaantiomeric fmn.s 1,2diols. Acid 
catalysed reaction of 1 and 3 or 2 and 3 gives dispimketals 4 or 10 respectively. 
Novel conditions for the deprotection of 4 and 10 and a related ally1 substituted 

Polystyrene-Supported RbCl -Quaternary Ammo&m Ion Tetrahedron Letters, 19!M,35,781 

Pair as a Long-Lived, EfIIc?ent and R 
Merav Setty-Fichman, Jochanan Blum’, 

clable Catalyst. 
eY oel Sasson* and Moris Eisen 

The HebRw University, Jcnwkm 91904, Israck and Israel Instilute of Tcchndogy. Haih 32000. Israel 
The ion 
for the P 

air generated from Dowe 1 and RhC$ is an efficient and recyclable catalyst 
fol owing reactions: 

PhCH2CH = Cy2 4 E- and Z-PhCH=CHMe C5H11CH(OH)CH=CH2 -. CsHllCOEt 

2C6Hs -, C H 
6 10 + PhH 

3C6H4C=CH -, 1,2,4- and 1,3,W,H,Ph, 

catalyst: [polystyrene-C~NMeJ+[RhCl&~O)J 

Elaboration of Zimonacyclopentmra by Sequential Insertioa of 

Lithium ChloroallyUde ud Ketones or Aldehydes. 

Tetrahedron Letters, 1994.35785 

Tii Luka and Riclwd J. Whitby*, Department of Chemistq. ‘Ibe University, Soufbampm, SO9 5NH, U.K. 

i. C!p$rBuz, r.t, lh; ii. CHpCHCH$I I R.&i, -78’C; iii. RR’CO, A or BF3.E120; iv. MeOH, NaHCO,aq 

I Tetrahedron Letters, WM, 35,189 

SOLID PHASE SYNTHESIS OF a-HYDROXYGLYCINE EXTENDEDPEPTIDES 
. BIOLOGICAL PRECURSOR!3 OF PEPTIDE AMIDES. Angus R Bmwn ud Robert Ramage. 
EdinburgbUnivasity.DepPrmauofCbem~.WestMsinS~Edinbugh,EH93JJ.Scotland 

ThefustsolidphasesyntbWof 
a-hydmxyglycine extcn&d 
pepIidcsisduuibcd. 

, 
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Palladium-Catalyzed Heteroarylation of I-(rert-Butyldimethylsilyl)- Tetrahedron Letters, l!J!M, 35, 793 

34ndolylzinc Chloride, EMcient Synthesis of 3-(ZPyridyl)inddes. 
Mercedes Amat, Sabine Hadida, and Joan Bosch 
Lahora~ory of Organic Chemistry, Faculty of Phammy, Universlly oC Bmxlona. 08028~Barcelona Spain 

~2~fJ--Jz~r~~~~~Ar Ad& 
1 h&f-Bu I Rt=H,Et.OMe,OH.C02Me,N02 

2 SiMe,f-Su l!i ~=H.Me,CC@le 

Fb=H.Et,CQMe,NQ 

Ring Opening of 2,34poxy 1.Tosylates to Halobydrins and 
Subsequent Elaboration to Asymmetrical Alcohols 

Tetrahedron Letters. 199435, 797 

Carlo Boninia*, Lucia Chiummientua, Maria Funkelk@, Giuliana Righib*,Chiara Federicib,L.eucio Rossib 

aDipartimento di ChimicaJJniversitll degli Studi della Basilicata,Via N. Sawn 85, 85100 Potenza. bntro C.N.R. per lo Studio della 
Chimica delle Sostanze Organiche Naturali. c/o Dipartimento di Chiiica Universita “La Sqienza”. P.le A. Morn 5, 00185 Roma, ITALY 

2.3 epoxy alcohols tosylates are reglo and chemoselectively opened to the corresponding 3-halohydrins (I, Br, Cl): the 

iodohydrins have been successfully elaborated. via reduction to the 1.2~diols-1-tosylates and replacement of the tosyl group. The 
application of the protocol leads to a straightforward synthesis of optically active naturally occurring pheromones. 

%/d& - k&oTs 2 +OTs - optkxlly acwe 

OH 
pheromones 

OH 

CYCLISATION OF STILBENES TO 
PHENANTHRENES BY FLASH VACUUM PYROLYSIS 

Tetrahedron Letters, 1994,35, 801 

M. John Plater 

Department of Chemistry, Aberdeen University, Meston Walk, Old Aberdeen, Scotland AB9 2UE, UK 

Flash Vacuum Pyrolysis of I-chlorostilbene and other derivatives gives phenanthrenes in reasonable yields. 

95ooc 
* 
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