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Commentary article

Free Internet Access to Traditional Journals
written by Walker, Thomas J., translated by TOKIZANE Soichi

[Translator Abstract] Florida Entomological Society has been successfully loading articles of its
journal, Florida Entomologist, on the Web as PDF files and offers free access to them. It also sells
authors AuthorLink which links their Web articles to authors’ sites such as those of supplementary
materials or authors’ own. Based on such experiences, it is argued that an academic society will be
able to load all journal articles on the Web by selling electronic reprints in the PDF format to those
authors who wish to load their articles well ahead. The history of journal publishing and recent serials
crisis are also discussed.

[Keywords by Translator] electronic journals, Internet, Web, electronic reprints, society journals,
PDF, HTML, journal prices, subscription prices, serials crisis, library
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Aryl Radical Endo Cyclization of Enamidines. Selective Preparation of

Trans and Cis Fused Octahydrobenzo[f]qumolmes

Lens Ripa and Andars Hallbsrgs,

Deportment of Organic Pharmaceutical Chemistry, Uppsola Biomedical Canter, Uppsalo Liniversity, Box 574, SE-757

23 Uppesla Sweden
Recoivad June 26, 19978
Abstract:

Ar\f radicats from A-protected 6-[2-(2-halaphenyDethyl}1,2,3 4~ tetrahydropyridines and
3-(2-halophenylpropyll-1.2,3.4- tetrahydropyridines undaro intramolecular cyclization of|
enarmide/snamiding double bond by 6-enda and J-endo closure, respectivaly. In the B-sndo ¢
ratio of the formed A-protected octahydrobanzo[flquinoline can be controlied, and selective
trans ar the cis isomer can be achievad with triphenyltin hydride and tris(trime thyisilylsilicor|
In the 7-endo cyclization to A-protectad octahydro-14+benzol3.dJeycloheptalt 2-Slpyridine
pradarninates, although the selectivity is low. The oxidized cyclization products, with a restor!
double bond. are formed at low ntrations of tris(tr hydride.

Intraduction

Radical cyclization of G~hexenyl and 6-hepteny! radicals occurs normally with @ preference fil
Functional groups that allow the intsrmediate radical to be stsbilized frequently aiter the exol
Several examples of G-hoxenyl and 6-heptenyl typs radical cyclizations onto an snsmide or e
where the regioselectivity of the cyclization is influsnced not only by the nitrogen atom but
stabilizing group have boen roported? Rigby? and Schults* have conducted selective B-endo 4

radicals onto hydroindale and hydroquinaline enamide systems. To aur knawiedge, all r
radical cyclizations onto cyclic enarides and enamines resuit in the formation of heterocyel
nitrogen atom in the naw ring formed (type |, Figure 1)

Figure 1 ¢

J. Org. Chern. 1998, 63. 75—83 75

Acid-Mediated Conversion of Methylene-Interrupted Bisepoxides
to Tetrahydrofurans: A Biomimetic Transformation

Robert J. Capon* and Russell A. Barrow
School of Chemistry, University of Melbourne, Parkville Victoria 3052, Austratia

Received June 24, 1997
The acid-mediated transformation of syn and anti methylene interrupted cis,cis and cis,trans

bisepoxides to tetrahydrofurans is high yielding, and demonstrates both regioselectivity and
stereoselectivity. Trans,trans methylene interrupted bisepoxides do not yield tetrahydrofurans

under the same conditions.

Substituted tetrahydrofurans feature in many biologi-
cally potent natural products, such as the polyether
antibiotics and annonaceous acetogenins. The latter is
an emerging class of bioactive natural products which
exhibit a host of promising biological properties including

sion of the polyepoxide cyclization cascade mentioned
above. Our attempts to unravel the relative stereochem-
istry of these epoxylipids led to a detailed study of the
biomimetic transformation of methylene-interrupted bise-
poxides into tetrahydrofurans. The prospects that this

ial, antimicrobial,
sant, antifeedant, and pesticidal activity.! To fully
exploit the opportunities offered by these compounds
requires access to synthetic methodology capable of
targeting chiral substituted tetrahydrofurans.? While
early efforts in this direction focused on the purely
synthetic option. more recent contributions have empha-
sized the value of biomimic solutions. The polyepoxide
cyclizatlon cascade, for example, has been

might return an efficient route to a large
array of synthetic tetrahydrofuran analogues was espe-
cially attractive, given the discovery that epoxylipids from
Notheia anomala exhibited potent in vitro anthelmintic
activity.® This report details the results of our investiga-
tions into the acid-mediated transformation of methylene-
interrupted bisepoxides into tetrahydrofurans, culminat-
ing in a mechanistic model that satisfies the observed

as
an efficient biomimetic route to complex chiral tetrahy-
drofuranyl systems.> Although ethylene-interrupted bise-
poxides have been acknowledged as biosynthetic and
biomimetic precursors to tetrahydrofurans, the patential
of methylene-interrupted bisepoxides has received less
attention.

Our interest in this field came about during Investiga-
tions into the chemistry of the southern Australian
marine brown alga Notheia anomala, which yielded an
array of novel epaxylipids,' 7 exemplified by the dihy-
droxytetrahydrofuran 1 and accompanying methylene-
interrupted bi i tr ides and tet
In this regard a natural methylene-interrupted bis-
epoxide cometabolite appeared to be a potential biosyn-
thetic precursor to the tetrahydrofuran 1 and related

proceeding via a truncated ver-

* To whom correspondence should be addressed: Ph +61 3 9344
6468, Fax +61 3 9347 5180, E-mail r.capon@chemistry unimelb.edu.au

® Abstract published in Advance ACS Abstracts, December 15, 1997
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and ster

Results and Discussion

Syn and Anti Methylene Interrupted Cis,Cis
Bisepoxides. The model system chosen for these studies
was prepared as shown in Scheme 1. Commercially
available 1-heptyne (2} was lithiated with r+butyllithium
to afford the acetylide which was immediately reacted
with solid paraformaldehyde to yleld 2-octyn-1-ol (3)
(94%). Hydrogenation of 3 with Lindlar catalyst returned
the allylic alcohol 4 (90%), which was converted ta the
volatile chioride 5 {75%) via treatment of an intermediate
tosylate with LiCL. The methylene-interrupted C,s enyne
6 was formed (82%) by coupling 5 with 1 equiv of 2 using

similar to those by Jeffery® Epoxi-
dation of 6 with freshly purified m-CPBA provided the
propargylic epoxide 7 (88%), which was selectively re-
duced with Lindlar catalyst to the allylic epoxide 8 (72%).
Treatment of 8 with m-CPBA yielded a mixture (1:1.2)
of the methylene-interrupted bisepoxides 9 and 10 (82%),
which were resolved by normal phase silica HPLC and
distinguished by specfroscopic analysls The 'H NMR

for 8-H, proved

between the syn 9 (AB: 6 1.73, ddd, 14.. 4 5.9,5.9Hz and
4 1.81, ddd, 14.4, 6.8, 6.8 Hz) versus anti 10 (A2 6 1.73,
t. 16.2Hz) . The two 9 and
10 were used as model compounds to investigate the acid-

(81 Some 30~ natural and 80+ synthetic and semisynthetic epoxy-
lipids have been evaluated for in vitre anthelmintic activity. Selected
compounds have also been subjected to In vivo screening in both
laboratory animal models, as well as commercial and domestic
livestock. The SAR analysts of these studies will be published
elsewhere 12

(9) Jeffery. T. Tetrahedron Letr. 1989, 30, 2225
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