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UNEXPECTED AFFECTS OF Me3Si—X ON REACTIONS OF HIGHER

ORDER CYANOCUPRATES

Bruce H. Lipshutz , Edmund L. Ellsworth, Teruna J. Siahaan,
and Ata Shirazi

Department of Chemistry, University of California,

Santa Barbara, CA 93106

Both chemical and spectroscopic experiments confirm that R3Si—X significantly alters the
composition of higher order cuprates prior to introduction of a substrate.

HF

Me,Cu(CN)Li, + 2TMS-CI Me,CuLi + TMS-CN + TMS-Cl + LiCl

<-78°

Tetrahedron Lett.29,6681(1988)

2,3:6,7-Bis(2',3'-quinolino)pentacyclo[6.5.0.0%* 12 -
05’10.09’13]tr1'decane

Alan P. Marchand®, Pendri Annapurna, Dept. of Chemistry,
University of North Texas, Denton, TX 76203-5068

J. L. Flippen-Anderson®, R. Gilardi, and C. George
Naval Research Laboratory, Laboratory for the Struc- N
ture of Matter, Code 6030, Washington, D. C. 20375-5000

Synthesis and X-ray crystal structure of the title
compound are presented.

Tetrahedron Lett.29,6685(1988)

APPLICATION OF REDUCTIVE, SINGLE ELECTRON TRANSFER

PROCESSES TO THE GENERATION AND CYCLIZATION OF

- UNSATURATED o-AMINO RADICALS

Stephen F. Martin,* Chih-Ping Yang, William L. Laswell, and Heinrich Riieger
Department of Chemistry, The University of Texas, Austin, TX 78712

Reduction of w-unsaturated iminium salts by single electron transfer in the presence of camphor-
sulfonic acid generates w-unsaturated-o-amino radicals that cyclize to deliver nitrogen heterocycles.

\N"/ +e" \N/. + +H+ \
U s ke

Tetrahedron Lett.29,6689(1988)

ON THE USE OF UNSYMMETRICALLY SUBSTITUTED

FURANS IN THE FURAN-CARBONYL PHOTOCYCLO-

ADDITION REACTION: SYNTHESIS OF A KADSURENONE-GINKGOLIDE HYBRID
Stuart L. Schreiber, Didier Desmaele and John A. Porco, Jr.

Department of Chemistry, Yale University, New Haven, Connecticut 06511

The photochemical cycloaddition of aldehydes i
to silyl and stannyl substituted furans has been / > CO.Bu
investigated. An application of this method to a BusSn
short synthesis of a kadsurenone-ginkgolide
hybrid is described. o
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Tetrahedron Lett.29,6693(1988)

1,4-Additions of the Highly Functionalized Copper ReagentsR Cu(CN)Znl
2 BF; to Trisubstituted Enones. A New BF; Promoted Cyclization Reaction.
Ming Chang P. Yeh, Paul Knochel*, William M. Butler and Scott C. Berk
Department of Chemistry, University of Mlchlgan, Ann Arbor, MI 48109 /

) FG'~ R'~ Cu(CN) Zn1 — FG' =—(CHy;— McONa /MeOH
2) FG*= R’—Cu (CN) Za 1" 2BF; (79-82%) 0° C, 30 min.
(81-98%) (71-78%)

FG', FG ester, enoate chloride, cyanide R 'FG'

RFG

Tetrahedron Lett.29 6697(1988)

A Mild Oxidation of 1,1-Diorganometallics to Ketones and Aldehydes.

A New Stereoselective Approach to Aldol Products Part I

Paul Knochel*, Chaodong Xiao, Ming Chang P. Yeh

Department of Chemistry, The University of Michigan, Ann Arbor, MI 48109

Rl-;< Met air,-1°C  Ry;,  Met Ry,
/ /< (O ZnBr ,/"
RY “znBr o~ R; (57-91%)

Met = Me;Si, Me;Sn

fetrahedron Lett.29,6701(1988)

A New Mild Oxidation of Amines to Aldehydes and Ketones.
Part 11

Huai Gu Chen and Paul Knochel* Department of Chemistry, The University of
Michigan, Ann Arbor, Michigan 48109

O Met

Me3Si
es ~NH 1)BuLi Me;;SI\) fo

—_— (o]
R‘/kpp 2) air /k /k - 31/“\32(71 - 91%)

fetrahedron Lett.29,6703(1988)

OXIDATION OF ISOXAZOLINES BY PERACIDS - A USEFUL ROUTE

TO B-HYDROXY KETONES AND ACYLATED DIOLS
Pyeong-uk Park and Alan P. Kozikowski*
Department of Chemistry, University of Pittsburgh, Chevron Science Center, Pittsburgh, PA 15260

A method for bringing about the ring cleavage of isoxazolines by the use of peracids is described.

0o—N OH O OH
| or "
R! R R! R3 Rl o\‘r
R? R? R? O
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Tetrahedron Lett.29 6707(1988)

RINATION OF ALKENES BY CHLOROCHROMATE
gg}gg{f?s A FACILE PREPARATION OF o-CHLOROKETONES,
AND COMPETITION BY SUBSTITUENT-DIRECTED OXIDATION.

Ho-jin Kim, Matthew F. Schlecht*
Sre‘g:}'tfxie%}tug{'rgﬁe’mistr};,l Polytechnic University, 333 Jay Street, Brooklyn, NY 11201, US.A.

Cyanopyridinium chlorochromate (CPCC) converts alkenes to a-chloroketones, but a hydroxyl substituent in the
substraie promotes substituent-directed oxidative cyclization.

cree NS K cpce
R—CH=—CH-R® H ;oW _eeee |
CHaCl, R R? 0

Tetrahedron Lett.29,6711(1988)

THE ADDITION OF ALKYLZINC IODIDES TO 1-(PHENOXY-

CARBONYL)-2,3-DIHYDROPYRIDINIUM SALTS. A SYNTHESIS OF

2~ALKYL-A3-PIPERIDINES.

Daniel L. Comins* and Michael A. Foley

Department of Chemistry and Biochemistry, Utah State University, Logan, Utah 84322-0300

The addition of alkylzinc iodides to

1-(phenoxycarbonyl)-2,3-dihydropyridinium

salts gives 2-alkyl-l-(phenoxycarbonyl)~ I‘j L+ 0 RZnt Q

A3-piperidines. RONN RN APSNT N
€O,Ph ¢o,ph €ozPh

OMe

Tetrahedron Lett.29,6715(1988)

REGIOSPECIFIC SYNTHESIS OF ISOQUINOLINE ALKALOIDS. USE
OF ARYLSILANES IN DIRECTED PICTET-SPENGLER CYCLIZATIONS

R. Bryan Miller and Tsze Tsang
Department of Chemistry, University of California, Davis, CA 95616

Use of the trimethylsilyl group (8) allows regiochemical control in the Pictet-Spengler
cyclization to give 16, while 4 only gave 15.

Rl
1) CH0,pH=6 =
_— >
1Y = H H, 2) HCOZH ~ l Ne
: Y = SiMey
RZ

e

: R« OMe, B2 x i
: Rl = H, R2 = oMe

o [+
I= |

Tetrahedron Lett.29,6719(1988)

The Synthesis of 1-Benzyldimethylsilyl-4-phenylthio-1,3-
-butadiene: A new diene-regenerable Diels-Alder Synthon.
J. J. Pegram and C. B. Anderson*

Dept. of Chemistry, University of California, Santa Barbara, California 93106, U. S. A.

PhS 02
BzMe,SIH  L(COCI), SPh | Diels-alder CH3 BusNF CH3
> »e T s L UL
‘OHPﬂ‘bsp)éoz 2. Wittig 2.mCPBA COMe O,Me

SiRg SiRg
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Tetrahedron Lett.29,6721(1988)

SYNTHETIC STUDIES ON SICCANIN. EFFICIENT CONSTRUCTION
OF THE CIS-FUSED DRIMANE UNIT AND SYNTHESIS OF
ISOSICCANIN METHYL ETHER

Hsing-Jang Liu* and Brahma Ramani

Department of Chemistry, University of Alberta,

Edmonton, Alberta, Canada T6G 2G2 ?Hﬁg”“oc"’

an efficient synthesis of the cis-drimane
system 13 present in the antifungal antibiotic
siccanin (1) and its conversion to isosiccanin
methyl ether 17 are described.

Tetrahedron Lett.29,6725(1988)
CONCISE APPROACH TO THE AROMATIC YOHIMBOID AND PROTOBER- -

BERINE ALKALOIDS VIA INTRAMOLECULAR DIELS-ALDER REACTIONS
Stephen F. Martin™ and Leo S. Geraci

Department of Chemistry, The University of Texas, Austin, TX 78712

The aromatic yohimboid indole alkaloid oxogambirtannine (9) and the prototypical protoberberine skeleton 20 were rapidly
constructed via the intramolecular {4 + 2] cycloaddition/dehydrogenations of the precursors 13 and 17, respectively.

o [i)] o e MeO
HH" n i MaO W
: 2 MeO l i 2
Me0 C 13 9 : 17

Tetrahedron Lett.29,6729(1988)

A NOVEL AND EFFICIENT METHOD FOR THE PREPARATION OF
ASYMMETRIC DITHIOACETALS.

J.Y. Gauthier*, T. Henien, L. Lo, M. Thérien and R.N. Young*

Merck Frosst Center for Therapeutic Research. P.O. Box 1005, Pointe Claire-Dorval, Québec, Canada HIR 4P8

o SCOCH SR?
HSCOCH; ? 1) Nu:
R H(R® R H(R’
)k ' HSR' ) 2) R°X )
R H(R") acid cat. SR’ SR!
oI v

etrah L .
ASYMMETRIC DITHIOACETALS II: A NOVEL AND VERSATILE METHOD ahedron Lett.23,6733 (1988)

FOR THE PREPARATION OF CHIRAL DITHIOACETALS.
M.Thérien*, J.Y. Gauthier and R.N. Young*.

Merck Frosst Center for Therapeutic Research. P.O. Box 1005, Pointe Claire-Dorval, Québec, Canada HOR 4P8.
OH

J%\OMe
Sge .
H

CHO h

- 1)Separate
y _©/ v SR? diastereomers v SR?
HSRZ, cat. 2) Nu:, R3X
v A\ {or enantiomer)
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Tetrahedron Lett.29 6737(1988)

4,3 ADDITIONS TO o,B-UNSATURATED KETONES VIA 12 C=C
BINDING TO A RUTHENIUM COMPLEX.
Robin S. Tanke* and Robert H. Crabtree, Yale University Chemistry Department, New Haven, CT 06511

The [Cp'Ru(CO)2]+ fragment (Cp* = ns-CsMes) binds a,B-unsaturated ketones in an -r|2 C=C fashion. The resulting complex

is subject to attack by H- at the 4-position, leaving the ruthenium bound to the substrate at the 3-position. The Ru-C bond,
formed in this way, can now be cleaved to give a variety of 4, 3-addition products.

o)

o)
X
+ 1. NaBHscN X = H, Br
Cp*(CO),Ru—| 2.HCl or c'uBr2

Tetrahedron Lett.29,6741(1988)

STUDIES ON TUMOR PROMOTERS: V. COMPLEMENTARY
1,4-STEREOCONTROL IN PHORBOID CYCLOHEPTENE
SYNTHESIS VIA THE DIVINYLCYCLOPROPANE REARRANGEMENT

Paul A. Wender* and Katherine Brighty, Department of Chemistry, Stanford University, Stanford, CA 94305 USA

Phorbol precursors (2) with either G4, C8
stereorelationship are selectively prepared
through the stereocontrolled formation and
rearrangement of vinyl cyclopropyl enols,
enolates, and enol ethers (3).

=
=
"

R" = H (Phorbol) 2 3

Tetrahedron Lett.29,6745(1988)
PALLADIUM-CATALYZED CYCLIC ACYLMETALATION OF ALLYLIC -

ELECTROPHILES AS A ROUTE TO CYCLOPENTENONE DERIVATIVES.
Ei-ichi Negishi,* Guangzhong Wu, and James M. Tour
Department of Chemistry, Purdue University, W. Lafayette, Indiana 47907, U.S.A.

Formation of cyclopentenones via acylpalladation of allylic electrophiles,

ﬁ___ - [=Q;\COOR] = ‘QO_\COOR (T -4 [QCOOR J -

I = CO (600 psi), ROH (4 eq), NEt4 (1.5 eq), C12Pd(PPh3)3 (5 mol %), CH3CN-C6H6 (1:1), 100°C.

Tetrahedron Lett.29 6749(1988)

GENERATION OF CHLOROFLUOROCARBENE BY DEHALOGENATION OF
FLUOROTRICHLOROMETHANE WITH REDUCED TITANIUM. A NEW
SYNTHESIS OF 1-CHLORO-1-FLUOROCYCLOPROPANES.

William R. Dolbier, Jr.* and Conrad R. Burkholder
Department of Chemistry, University of Florida, Gainesville, Florida 32611

TiCl, , LiAl
n-BuO 1Cla H,
CFCly , THF n-BuO Cl n-BuO B
— —_— v v +
§ % i %
0° 30 min Y FAEY
F H Cl
7% syn anti
162 : 100
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Tetrahedron Lett.29,6753(1988)

DIRECT FORMATION OF EPOXYALKYLCOPPER REAGENTS
FROM ACTIVATED COPPER AND EPOXYALKYL BROMIDES
AND THEIR INTRAMOLECULAR CYCLIZATIONS Tse-Chong Wu and Reuben D. Rieke¥*,
Department of Chemistry, University of Nebraska-Lincoln, Lincoln, Nebraska 68588-0304

The intramolecular cyclization of the epoxyalkylcopper reagents via an epoxide cleavage
process 1is described. Significantly, many functional groups can be present in the
bromoepoxides yielding highly functionalized carbocycles. The regioselectivity is dlscussed

aECANe

C\l*
Br —>

Tetrahedron Lett.22,6757(l988)

Isomeric Meta-Bridging of Electron Deficient Aromatics.
The Reaction of Trinitroanisole with 1,3-Dicarbomethoxy
acetone: An X-Ray Structural Analysis of the Product.
Ruben G. Torres, Michael J. Strauss* and John L. Hubbard.
Department of Chemistry, University of Vermont, Burlington, VT 05401

Nﬂ;
OMe o) ? ook
ON NG, CH,O,CJ_. COCH, cuxnzc\,, ND; cugozc\),
CH30C + CHy05C
NEt, = DCHg
2

NO,

Tetrahedron Lett.29,6761(1988)

SYNTHESIS OF ALLYLIC KETONES VIA ACYLATION OF ALLYLIC

MERCURIALS
Richard C. Larock* and Yong-de Lu
Department of Chemistry, Iowa State University, Ames, Iowa 50011

Allylic mercurials, readily available from allylic halides and mercury(0), react with
acyl chlorides and A1C13 under mild reaction conditions to afford high yields of allylic

ketones.

0
_ Hg _ R‘COCT i .
R,C=CHCH, I > R,C=CHCH,HgI ATC, R'CCR,CH=CH,

Tetrahedron Lett.29,6765(1988)

ELECTROPHILIC AMINATION :
ENANTIOSELECTIVE SYNTHESES OF D-ALLOTHREONINE AND L -THREONINE,

J.P. GENET ; S, JUGE ; S. MALLART. Laboratoire de Chimie Organique et Organométallique.
Université P & M.Curie- 8,rue Cuvier- 75005 Paris. ENSCP 11,rue P & M.Curie- 75005 Paris.

Starting from polyhydroxybutanoate (PHB). D -allothreonine 2 and L - threonine 3 are
synthetized by diastereoselective electrophilic amination of the dioxanone 1.

CHzCHzPh CHzCHzPh
OH é:E\rJl\

1.B=
O 2. NH2 0
NHg NH2

)\AJ\/&

CHy gy Ha

1=
1Y
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Tetrahedron Lett.29,6769(1988)

A Highly Convergent Synthesis of Mexiprostil: 16(R) 16-Methoxy 16-Methyl PGE; Methyl
Ester

M. Kolb," L. Van Hijfte and R. E. Ireland

Merrell Dow Research Institute, 16 rue d'Ankara, 67084 Strasbourg Cedex, France

The synthesis of optically pure mexiprostil, a PGE, analogue, via the three-component
coupling process is described. 0 COOMe

The required lower side chain building block is ~~T
prepared streoselectively from nerol. )

HO OH

Tetrahedron Lett.29,6775(1988)

SYNTHESIS OF OPTICALLY ACTIVE ((-SULFINYLACETALDEHYDE

P. Plieger®, C. Mioskowski®*, J.P. Salaun P, D. Weissbart P and F. Durst b .

a Laboratoire de Chimie Bio-organique, Université Louis Pasteur-CNRS UA 31-Faculté de .Pharmame, )
74, Route du Rhin F-67401 Strasbourg Cedex, France.P Laboratoire d'Enzymologie Cellulaire et Moléculaire,
Ux;iversité Louis Pasteur-CNRS UA 1182,28, rue Goethe, F-67083 Strasbourg Cedex, France.

? 1- LDA 35°C, 30 min 0 ‘f’
Optically active a-sulfinylacetaldehyde io' prepa.red by /S . H /“\/ S\,,"l .
formylatio.n of. th-e (R)-methyl p-tolylsulfoxide anion with H,C \ . O S0 30 mie pTO_l
N-formylpiperidine. pTol T

1 1

CHO

Tetrahedron Lett.29,6779(1988)

SPECIFICITY OF E. COLI SHIKIMATE DEHYDROGENASE TOWARDS ANALOGUES
OF 3-DEHYDROSHIKIMIC ACID

T.D.H. Bugg,t C. Abellt and J.R. Cogginstt CO:H hiki COH
tUniversity Chemical Laboratory, Shikimate
Lensfield Road, Cambridge CB2 1EW. dehydrogenase
ttDepartment of Biochemistry, o
University of Glasgow, Glasgow G12 8QQ. /_\‘ HON N

+ =
Transformations of substrate analogues are oH NADPH  NADP oH

used to identify enzyme substrate interactions.

retrahedron Lett.29,6783(1988)

AFFINITY LABELLING OF E. COLI DEHYDROQUINASE

T.D.H. Bugg,t C. Abellt and J.R. Cogginstt 05 oH

tUniversity Chemical Laboratory, ) h +
Lensfield Road, Cambridge CB2 1EW. _ 5‘%7= HEnz ~—e == NHEnz
+tDepartment of Biochemistry, 2 -02

University of Glasgow, Glasgow G12 8QQ. B—Enz

The synthesis of three itreversible inhibitors of dehydroquinase is described.
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SYNTHESIS OF ALLYLIC SULPHIDES AND SELENIDES Tetrahedron Lett.23,6787(1988)

BY LEWIS ACID MEDIATED DISPLACEMENT REACTIONS
OF SULPHONES Nigel S. Simpkins, Department of Chemisiry,
Queen Mary College, Mile End Road, London E1 4NS. ABSTRACT: Allylic sulphides, or
selenides are produced by reaction of appropriate a-sulphonyl sulphides or selenides with
allylirimethylsilane in the presence of ElAlCl,.

ArSO, Y 1) Base EAICI
~- A1S0, Y 2 - ¥
2) RCH,X \( Allyltrimethylsilane

Y=SMe or SePh R

Tetrahedron Lett.29,6791(1988)

THE PYROLYSIS OF TETRAPHENYLPHTHALIC ANHYDRIDE:

FORMATION OF 1,2,3-TRIPHENYLBENZOPENTALENE

Roger F.C. Brown*, Karen J. Coulston, Frank W. Eastwood® and Terry Korakis
Department of Chemistry, Monash University, Clayton, Vic. 3168, Australia

Ph o Ph O
Ph FVP. Ph H
(0] | === Ph c— Ph g
Ph 860°C  Ph : Ph C
Ph Pl Bh

Ph O 0.04 Torr

Tetrahedron Lett.29,6793(1988)

SCAPANIAPYRONE A, A NOVEL AROMATIC CONSTITUENT
OF THE LIVERWORT Scapania undulata
Ridiger Mues?®, Siegfried Huneck , Joseph D. Connolly®
and David S. Rycroft®
a Fachrichtung Botanik 15.1, Universitat des Saarlandes,
D-6600 Saarbriicken 11, Federal Republic of Germany
b Institute of Plant Biochemistry of the Academy of Sciences
of the G.D.R., DDR-4050, Halle/Saale, German Democratic Republic
c Department of Chemistry, University of Glasgow, Glasgow
G12 800, Scotland

The structure | of scapaniapyrone A has been assigned using the
combined evidence of the proton-coupled C n.m.r. spectrum and
a 2D long-range &./8y correlation spectrum.

Tetrahedron Lett.29,6797(1988)

A NOVEL SYNTHESIS OF FLAV~-3-ENES BY CLAISEN

REARRANGEMENT ]
Rajaram Sankara Subramanian and Kalpattu Kuppusamy Balabubramanian

Department of Chemistry, Indian Institute of Technology,

Madras - 600 036. India. R2
1-Arylprop-2-ynyl aryl ethers undergo Rl' R1
a facile Claisen rearrangement to
give flav-3-enes in good yields. @, AN
= 3
3
R i
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Tetrahedron Lett.29,6801(1988)

A SOLUTION AND SOLID STATE CONFORMATION

OF 2-PHOSPHORYL SUBSTITUTED 1,3-DXATHIANES
M.Mikotajczyk* P.Graczyk,M.W.Wieczorek,

G.Bujacz ;
Centre of Molecular and Macromolecular Studies, 0 F/
Polish Academy of Sciences,90-362 tédz,Boczna 5 S "\R
Poland,Institute of General Chemistry,Technical 0

University, 90-924 tédz,Zwirki 26, Poland

2-Phosphoryl 1,3-oxathaines exist in an equatorial conformation both in solu-
tion and the solid state

Tetrahedron Lett.29,6805(1988)
THE BEHAVIOUR OF UNSATURATED 1, 2-HYDROXYIMINOKETONES —

WITH TRIFLUOROACETIC ACID

Roger Bishop,* Stephen C. Hawkins, Titos A.O. Quibuyen, _
and Peter R. Brooks 0 0
School of Chemistry, The University of New South Wales, \\h{*
Kensington, N.S.W. 2033, Australia. /

Appropriately substituted unsaturated (E)-1,2-hydroxy-
iminoketones undergo clean cyclisation in N
trifluorcacetic acid producing high yields of

heterocyclic products such as the examples shown.
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