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Are Pi-Ligand Exchange Reactions of Thiirenium and Thiiranium Ions
Feasible? An Ab Initio Investigation

Theis 1. Solling, S. Bruce Wild, and Leo Radom*!?]

Abstract: Ab initio calculations at the
G2 level have been employed to inves-
tigate the hitherto unobserved m-ligand
exchange reactions of thiirenium and
thiiranium ions. Two pathways for ex-

insertion reaction are considerably larg-
er. The calculations predict that w-ligand
exchange is indeed feasible for thiireni-
um and thiiranium ions, that the ex-
change reaction is stereospecific with

respect to the configuration at sulfur,
and that insertion will not compete with
exchange despite a high thermodynamic
driving force for the former. These
conclusions closely parallel those

change and one pathway for insertion
are presented. The lower energy
exchange pathway has barriers of
19.8—-46.6 kI mol~'. The barriers for the

interactions -
second exchange pathway and for the

Introduction

Salts consisting of a nonnucleophilic anion and a thiirenium
ion bearing tert-butyl or phenyl substituents on the ring
carbon atoms (e.g., 1) have been isolated as well-defined
solids at room temperature.! 2 The identities of the salts have

tBu Et
+ - + -
w—3l| SbClg -—s<{ SbClg
'Bu Bt
1 2

been verified by NMR spectroscopy®? and in one case also by
X-ray diffraction.P! Thiirenium salts with less bulky substitu-
ents have not been isolated, but have been observed in cold
sulfur dioxide by NMR spectroscopy.?® 4l Interestingly, salts of
2,3-di- and 2,2,33-tetra-alkylthiiranium ions bearing both
small and bulky substituents in the ring have been isolated at
room temperature, for example 2, which is stable for several
weeks at —10°C.> 1 NMR spectroscopy® and X-ray diffrac-
tionl®”l measurements have again provided unambiguous
proof of the identities of such salts. Salts of thiiranium ions
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reached in a recent theoretical investi-
gation of the corresponding phosphorus
systems for which m-ligand exchange

insertions - pi .
was observed experimentally.

that are unsubstituted at carbon or with 2 3-di- or 2,2 3-tri-
methyl substitution have yet to be isolated, although the
existence of the latter two compounds in cold sulfur dioxide
has been confirmed by NMR spectroscopy.F’!

Thiirenium and thiiranium ions are involved in a number of
important reactions! ¥ and theoretical investigations of their
chemistry have been reported previously.> 1% Much of this
work has been focussed on the electrophilic character of the
ring carbon atoms, for example Sy2 and Ady-E ring-opening
reactions by nucleophiles.['"]

A novel reaction of the analogous three-membered phos-
phorus heterocyclic ions was recently reported, wherein the
reaction of the phosphiranium salt 3 with dimethylacetylene
cleanly gave the phosphirenium salt 4 by displacement of
ethylene.l'l Tt was subsequently found that 4 reacted with a

Me
Ph} - Pha *
~F~ CFaS0s “P| cFss04
Me' Me™
Me
3 4

variety of alkynes to give thermodynamic mixtures of
phosphirenium salts.l'? The behavior of 3 and 4 towards
alkynes is reminiscent of m-ligand exchange in organometallic
chemistry, and it is tempting to consider these salts as -
complexes of the six-electron methylphenylphosphenium ion
and to refer to the novel reaction as m-ligand exchange. A
high-level ab initio investigation indicated that the observed
exchange reaction is indeed a very low-energy process.!'3]
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To our knowledge, m-ligand exchange in salts of thiirenium
and thiiranium ions has yet to be observed experimentally. In
the present work, we have employed ab initio molecular
orbital calculations on prototypical systems in order to
investigate the feasibility of the m-ligand exchange in thiire-
nium and thiiranium salts. In addition, we present results for a
competing insertion reaction that leads to thermodynamically
favorable five-membered heterocyclic cations of sulfur.

Computational Methods

AD initio molecular orbital calculations!' were carried out by means of a
modified form of G2 theory!"™ with the GAUSSIAN 94(!%) and MOL-
PRO 96" systems of programs. G2 theory corresponds effectively to
energy calculations at the QCISD(T)/6-311 + G(3df,2p) level on MP2(full)/
6-31G(d) optimized geometries, incorporating scaled HF/6-31G(d) zero-
point vibrational energies (ZPVEs) and a so-called higher level correction.
It has been shown to perform well for the calculation of atomization
energies, ionization energies, electron affinities, bond energies, proton
affinities, acidities, and reaction barriers.'> 1®! In the present work, we have
used a slightly modified version of G2 theory in which the ZPVEs were
calculated with MP2(full)/6-31G(d) harmonic vibrational frequencies
scaled by 0.9646.1°1 This makes possible direct comparison with our
previous results for the analogous phosphorus systems.3) The modified
version of G2 theory is formally called G2(ZPE = MP2),?" but we use the
G2 label here for the sake of brevity. The transition structures for the
reactions reported in the present work have been confirmed in each case by
the calculation of vibrational frequencies (one imaginary frequency) and an
intrinsic reaction-coordinate analysis. Calculated G2 total energies are
presented in Table S1 of the Supporting Information. Relative energies
within the text correspond to G2 values at 0 K. GAUSSIAN archive entries
for the MP2(full)/6-31G(d) optimized geometries are given in the
Supporting Information (Table S2).

Results and Discussion

A schematic representation of the model exchange (Ex1-
Ex3) and insertion (Inl) reactions investigated in the present
work is displayed in Scheme 1. Two pathways were charac-

DéH +
anDN {in1)

I (Ex1)

Ex2)
| =]

+ +,
[DSH + * Hsi]

+ +
DSH + + Hsi]

Scheme 1. Model exchange (Ex1-Ex3) and insertion (Inl) reactions.

(Ex3)

et

terized for the exchange reaction and one pathway was
characterized for the insertion reaction. The results for the
two exchange pathways, the pathway for insertion, compar-
isons between them, and comparisons with the corresponding
results for the analogous phosphorus systems are discussed
separately in the sections that follow.
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Figures 1, 2, 4 and 6 depict MP2(full)/6-31G(d) optimized
structures, including optimized values of selected geometric
parameters, for all species investigated. Complete geometries

1.335 1.217
5(D,,) 6(D,.;)
1.851 ; ? 1.832
1.463 1.285
7(C,) 8(C,)

Figure 1. Selected MP2(full)/6-31G(d) geometrical parameters of reactant
molecules involved in the Ex1-Ex3 exchange and Inl insertion reactions.
Bond lengths in A.

in the form of GAUSSIAN archive entries are presented in
Table S2 of the Supporting Information. Barriers and reaction
energies for the reactions in Scheme 1, calculated at the G2
level at 0 K, are given in Table 1. Schematic energy profiles
are displayed in Figures 3, 5 and 7.

Table 1. Calculated barriers and reaction energies for exchange (Ex) and
insertion (In) reactions.!

Pathway Barrier Reaction energy
Ex10! A 46.6 0.0
B 240.8 0.0
Ex2l] A 19.8 —53.0
B1 193.7 —53.0
B2 205.5 —53.0
Ex3[t] A 42.0 0.0
B 2222 0.0
In10! 393.0 —196.6

[a] G2 values in kJmol~! at 0 K. [b] See Scheme 1.

Exchange reactions—pathway A: In the identity reaction
Ex1, the thiiranium ion 7 reacts with ethylene. Pathway A of
the Ex1 reaction (Figures2 and 3) involves the initial
formation of a C; complex (9), with a binding energy of
25.6 kJmol~! relative to the reactants. Product and reactant
complexes are connected by the C,, transition structure TS-
Ex1A at 46.6 kI mol ..

The Ex2 reaction proceeds in a manner similar to reaction
Ex1. Ethylene and the thiirenium ion (8) initially form the C,
complex 14, with a binding energy of 28.7 kJ mol~ relative to
the separate species (Figures 4 and 5). In the reverse reaction,
acetylene and thiiranium ion give the C, complex 17, with a
binding energy of 35.8 kJmol~! relative to acetylene and
thiiranium ion. The C, transition structure TS-Ex2A at
19.8 kJmol~! directly connects the reactant and product
complexes 14 and 17, and is very similar to TS-Ex1A.
Reaction Ex2 is predicted to be exothermic by 53.0 kJmol~!
and, in accordance with Hammond’s postulate, TS-Ex2A
resembles more closely the higher energy complex 14.
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Figure 2. Selected MP2(full)/6-31G(d) geometrical parameters of species Figure 4. Selected MP2(full)/6-31G(d) geometrical parameters of species
involved in the Ex1 and Inl reactions. Bond lengths in A. involved in the Ex2 exchange reaction. Bond lengths in A.
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| Figure 5. Schematic energy profile for the Ex2 reaction.
-2009 -196.6 : -
) " The results for the Ex3 reaction (Figures 6 and 7) are very
similar to those found for the Ex1 reaction. The initial C;
Reaction Coordinate complex 19 has a binding energy of 26.4 kJmol™! relative to
Figure 3. Schematic energy profiles for the Ex1 and Inl reactions. the reactants. The C,, transition structure TS-Ex3A at
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Figure 6. Selected MP2(full)/6-31G(d) geometrical parameters of species
involved in the Ex3 reaction. Bond lengths in A.
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Figure 7. Schematic energy profile for the Ex3 reaction.

42.0 kJmol~! connects 19 with the product complex 19'. TS-
Ex3A is again very similar to the transition structures found in
both the Ex1 and the Ex2 reactions.

A characteristic feature of the transition structures for
pathway A for all of the exchange reactions is the orientation
of the SH* moiety, which becomes perpendicular to the plane
defined by the four carbon atoms. This occurs in concert with
the approach of the reactant hydrocarbon and elimination of a
hydrocarbon moiety from the original ring.

The Ex1 and Ex3 exchange reactions by pathway A are
predicted to proceed with the almost identical barriers of
46.6 kJmol~! and 42.0 kJ mol~!, respectively, whereas Ex2 is

512 —— © WILEY-VCH Verlag GmbH, D-69451 Weinheim, 1999

predicted to have a significantly lower barrier, namely,
19.8 kJmol~L. The lower barrier may be attributed to the
significant exothermicity for reaction Ex2.

Exchange reactions—pathway B: In pathway B of the Ex1
reaction, the reactant thiiranium ion (7) and ethylene initially
form the C, complex 10, with a binding energy of 28.4 kI mol~!
relative to the reactants (Figures 2 and 3). The C, product
complex 11 has a binding energy of 37.3 kImol~! relative to
the reactants and is connected with the reactant complex by
the C, transition structure TS-Ex1B at 240.8 kI mol~. There is
a symmetry-related pathway that proceeds from reactants to
complex 11’, to TS-Ex1B’, and then to 10’ and products. This is
omitted from Figure 3 for simplicity.

Because the Ex2 reaction is not an identity reaction, there
are two distinct exchange transition structures (Figures 4 and
5) geometrically similar to the one found for the Ex1 reaction.
The first transition structure (TS-Ex2B1) has C, symmetry
and lies at 193.7 kJmol~'. It connects the C, reactant complex
13 with the C; product complex 17. The reactant complex has a
binding energy of 23.6 kI mol " relative to the reactants, while
the product complex has a binding energy of 35.8 kJmol~!
relative to the products. The second transition structure (TS-
Ex2B2) lies at 205.5 kJmol~! and is slightly distorted to C,
symmetry. It connects the C, reactant complex 15, which has a
binding energy of 34.3 kJ mol~! relative to the reactants, and
the C; product complex 16, which has a binding energy of
27.2 kJmol~! relative to the products.

In pathway B of reaction Ex3, the thiirenium ion and
acetylene initially combine to give the C; complex 18, which
has a binding energy of 23.5 kJ mol~! relative to the reactants
(Figures 6 and 7). The C, product complex 20 has a binding
energy of 31.4 kImol~! relative to the reactants. The reactant
and product complexes are connected by the C; transition
structure TS-Ex3B at 222.2 kJmol~!, which is geometrically
similar to the analogous structures found for reactions Ex2
and Ex1. As was the case for the Ex1 reaction, there is a
symmetry-related pathway that is omitted from Figure 7.

Pathway B becomes energetically less expensive in the
order Ex1B > Ex3B > Ex2B2 > Ex2B1. The higher barrier for
Ex1 compared with Ex3 may be a reflection of a greater
release of strain in the latter, when the C—S bonds of the
unsaturated three-membered ring are stretched. The barriers
for the Ex2 reaction are the lowest, possibly because of the
thermodynamic driving force for this reaction.

Insertion reactions: In our investigation of the reactions of the
phosphirenium and phosphiranium ions, we found the for-
mation of the five-membered phosphorus heterocycles by
insertion of acetylene or ethylene into the three-membered
heterocycles to be highly thermodynamically favorable.['’]
However, we also found that the insertion reactions have
very high barriers.’] It is therefore of interest to investigate
the barriers for insertion for the analogous sulfur compounds.

Reaction Inl models insertion of ethylene into the thiira-
nium ion 7, yielding the C, saturated five-membered hetero-
cycle 12 (Figures 2 and 3). The reaction involves the same
initial complex as the corresponding exchange reaction that
proceeds by pathway A. The C, transition structure (TS-In1)
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connecting complex 9 with 12 represents insertion into the
C—S bond of the thiiranium ion. It is intriguing that the
breaking C—S bond of 7 is shorter in TS-In1 than in either the
reactant 7 or the product 12. Attempts to find a transition
structure for the insertion of ethylene into the stronger C—C
bond of the thiiranium ion were unsuccessful.

The barrier for the Inl reaction is found to be
393.0 kJmol~!, while the reaction exothermicity for the
process is large (196.6 kImol-!). The differences between
the barrier for the insertion reaction Inl and the barriers for
the exchange reaction Ex1 by either pathway A or B are
substantial (346.4 kJmol~! and 152.2 kJmol~!, respectively).
Hence we predict that insertion of alkenes into thiiranium
salts will not compete with exchange, despite the higher
exothermicity of the former process. This was also found to be
the case for the phosphorus insertion reaction analogous to
In1, and for the other possible phosphorus insertion reactions
involving the phosphirenium and phosphiranium ions reacting
with acetylene or ethylene. These two sets of results strongly
suggest that the insertion reactions that might potentially
compete with Ex2 and Ex3 will have very large barriers and
hence they were not investigated further.

The exchange reaction: pathway A versus pathway B: The
exchange reaction is predicted to be stereospecific?! with
respect to the configuration at sulfur when proceeding by both
pathways A and B. However, the stereochemical outcome of
exchange by pathway A is the opposite of that from path-
way B. This is exemplified by the reactions given in Equa-
tion (1), in which methyl substituents are introduced purely as

stereochemical markers.
+
| + Hw=S l

WD;<H +
H [¢))
+
| + H---msi

The difference between the energy barriers for the two
pathways is significant, that is, 194.2 kJmol! for ExI,
173.9 kImol~! for Ex2 (by B1), 185.7 kJmol~! for Ex2 (by
B2) and 180.2 kJ mol~' for Ex3, with pathway A being favored
in each case. We therefore predict that exchange will proceed
only by pathway A. Hence, only the pathway A type tran-
sition structure need be taken into account when predicting
the major stereoisomer formed in exchange reactions of
thiirenium and thiiranium ions.

Of course, it would require the construction of constrained
systems to probe the stereospecificity experimentally. In the
unconstrained systems of the reaction given in Equation (1),
the possibility of syn or anti approaches (quite apart from the
possibility of inversion at sulfur®) would result in reduced
stereoselectivity.

| |

Pathway B
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Phosphorus versus sulfur: The lower energy exchange path-
ways (that is, pathway A) of thiirenium and thiiranium ions
and of their phosphorus analogues show several similar
features: the exchange reactions are predicted in both cases
to proceed with only moderate barriers (no higher than
46.6 kJ mol™!), the reactions are predicted in both cases to be
stereospecific with respect to the configuration at the
heteroatom, and the exchange reactions are predicted in both
cases to be highly favored compared with the corresponding
insertion reactions. The electronic characteristics of the
transition structures are also similar, as depicted in Scheme 2,
resembling in both cases the triple-ion configurations
(X~ CH;"-+- X") found in the S\2 transition structure.

e gk

Scheme 2. Electronic interactions in exchange transition structures.

Conclusion

The present calculations indicate that the barriers for mt-ligand
exchange reactions of thiiranium and thiirenium ions with
acetylene or ethylene are of similar magnitude to those found
for the analogous phosphorus systems. This suggests that -
ligand exchange, already observed in salts of the phosphorus
systems, should also be experimentally feasible for thiirenium
and thiiranium salts. The exchange reactions, which are
predicted to be stereospecific with respect to the configura-
tion at sulfur, are strongly favored over the competing
insertion reactions, despite the high thermodynamic prefer-
ence for insertion.

Acknowledgements

We gratefully acknowledge generous allocations of time on the Fujitsu
VPP-300 supercomputer and the SGI-Power Challenge of the Australian
National University Supercomputer Facility.

[1] V. Lucchini, G. Modena, L. Pasquato, Gazz. Chim. Ital. 1997, 127,
177-188.

[2] a) G. Capozzi, V. Lucchini, G. Modena, P. Scrimin, Tetrahedron Lett.
1977, 11,911-912; b) V. Lucchini, G. Modena, G. Valle, G. Capozzi, J.
Org. Chem. 1981, 46, 4720-4724; c) V. Lucchini, G. Modena, T.
Zaupa, G. Capozzi, J. Org. Chem. 1982, 47, 590-592.

[3] a) R. Destro, T. Pilati, M. Simonetta, J. Chem. Soc. Chem. Commun.
1977, 576 -577; b) R. Destro, T. Pilati, M. Simonetta, Nouv. J. Chim.
1979, 3, 533 -537.

[4] G. Capozzi, O. De Lucchi, V. Lucchini, G. Modena, J. Chem. Soc.
Chem. Commun. 1975, 2603 —2604.

[5] G. Capozzi, O. De Lucchi, V. Lucchini, G. Modena, Tetrahedron Lett.
1975, 30, 2603 —2604.

[6] X. Huang, R.J. Batchelor, F. W. B. Einstein, A.J. Bennet, J. Org.
Chem. 1994, 59, 7108 -7116.

[7] a) G.I. Borodkin, Y. V. Gatilov, E. I. Chernyak, V. G. Schubin, Izv.
Akad. SSR, Ser. Khim. 1985, 2826-2830; Chem. Abstr. 1986, 105,
208686x; b) G.I. Borodkin, Y.V. Gatilov, E.I. Chernyak, V.G.
Schubin, Izv. Akad. SSR, Ser. Khim. 1987, 2230-2234; Chem. Abstr.
1988, 108, 186453b.

0947-6539/99/0502-0513 $ 17.50+.50/0 — 513



FULL PAPER

L. Radom et al.

[8] See, for example: a) G. H. Schmid, Top. Sulfur Chem. 1977, 3, 101 -
107; b) G. Capozzi, V. Lucchini, G. Modena, Rev. Chem. Intermed.
1979, 4, 347-375; c¢) D.C. Dittmer, B. H. Patwardhan, in The
Chemistry of the Sulphonium Group (Eds.: C. J. N. Stirling, S. Patai),
Wiley, Chichester, 1981, chapter 13; d) U. Zoller, in Small Ring
Heterocycles, (Ed.: A. Hassner), Wiley, New York, 1983, chapter III;
e) V. Lucchini, G. Modena, L. Pasquato, J. Am. Chem. Soc. 1993, 115,
4527-4536; f) G. Modena, L. Pasquato, V. Lucchini, Phosphorus
Sulfur Silicon 1994, 95, 265 -282.

See, for example: a) I. G. Csizmadia, V. Lucchini, G. Modena, Gazz.

Chim. Ital. 1978, 108, 543 -548; b) R. K. Gosavi, O. P. Strausz, Can. J.

Chem. 1983, 61, 2596-2610; c) C.F. Rodriquez, A. C. Hopkinson,

Can. J. Chem. 1986, 65, 1209-1213; d) M. Bertone, D. L. J. Vuckovi,

A. Cunje, C. F. Rodriquez, E. Lee-Ruff, A. C. Hopkinson, Can. J.

Chem. 1995, 73, 1468 —1477; e) A. Greer, F. Jensen, E. L. Clennan, J.

Org. Chem. 1996, 61, 4107 -4110.

[10] See, for example: a) C. Guimon, G. Phister-Guillouzo, P. Tozzolino, Y.
Labat, New J. Chem. 1987, 11, 259-264; b) W. H. Donovan, G. R.
Famini, J. O. Jensen, H. F. Hameka, Phosphorus Sulfur Silcon 1993,
80,47-61; c) P. Politzer, D. Habibollahzadeh, J. Phys. Chem. 1994, 98,
1576-1578; d) V. Lucchini, G. Modena, L. Pasquato, J. Am. Chem.
Soc. 1995, 117, 2297-2300; ¢) W. H. Donovan, W. E. White, J. Mol.
Struct. 1996, 370, 209 —220.

[11] D. C. R. Hockless, M. A. McDonald, M. Pabel, S. B. Wild, J. Organo-
met. Chem. 1997, 529, 189 -196.

[12] M. A. McDonald, S. B. Wild, unpublished results.

[13] T.I. Sglling, M. A. McDonald, S. B. Wild, L. Radom, J. Am. Chem.
Soc. 1998, 120, 7063 —7068.

[14] W.J. Hehre, L. Radom, P.von R. Schleyer, J. A. Pople, Ab Initio
Molecular Orbital Theory, Wiley, New York, 1986.

[15] L. A. Curtiss, K. Raghavachari, G. W. Trucks, J. A. Pople, J. Chem.
Phys. 1991, 94, 7221 -7230.

[9

—

[16] M. J. Frisch, G. W. Trucks, H. B. Schlegel, P. M. W. Gill, B. G. Johnson,
M. A. Robb, J.R. Cheeseman, T. Keith, G. A. Petersson, J. A.
Montgomery, K. Raghavachari, M. A. Al-Laham, V. G. Zakrzewski,
J. V. Ortiz, J. B. Foresman, J. Cioslowski, B. B. Stefanov, A. Nanayak-
kara, M. Challacombe, C. Y. Peng, P. Y. Ayala, W. Chen, M. W. Wong,
J. L. Andres, E. S. Replogle, R. Gomperts, R. L. Martin, D. J. Fox, J. S.
Binkley, D. J. DeFrees, J. Baker, J. J. P. Stewart, M. Head-Gordon, C.
Gonzalez, J. A. Pople, GAUSSIAN 94 (rev. E.2), Gaussian, Pittsburgh
PA, 1995.

[17] MOLPRO 96 is a package of ab initio programs written by H. J.
Werner and P.J. Knowles with contributions from J. Almlof, R. D.
Amos, M.J. O. Deegan, S.T. Elbert, C. Hempel, W. Meyer, K.
Peterson, R. Pitzer, A. J. Stone, P. R. Taylor and R. Lindh.

[18] For recent reviews on G2 theory, see: a) L. A. Curtiss, K. Raghava-
chari, in Quantum Mechanical Electronic Structure Calculations with
Chemical Accuracy (Ed.: S.R. Langhoff), Kluwer Academic, Dor-
drecht, 1995; b) K. Raghavachari, L. A. Curtiss, in Modern Electronic
Structure Theory (Ed.: D. R. Yarkony), World Scientific, Singapore,
1995.

[19] J. A. Pople, A. P. Scott, M. W. Wong, L. Radom, Isr. J. Chem. 1993, 33,
345 -350.

[20] L. A. Curtiss, K. Raghavachari, J. A. Pople, J. Chem. Phys. 1995, 103,
4192-4200.

[21] The term stereospecific is used to denote a process that is mechanis-
tically constrained to proceed in a stereochemically defined manner,
as suggested by L. N. Mander in: E. L. Eliel, S. H. Wilen, Stereo-
chemistry of Organic Compounds, Wiley, New York, 1994.

[22] We have calculated the inversion barrier for 7 to be 235.1 kJmol .

Received: May 26, 1998
Revised version: September 30, 1998 [F1172]

514 —— © WILEY-VCH Verlag GmbH, D-69451 Weinheim, 1999

0947-6539/99/0502-0514 $ 17.50+.50/0 Chem. Eur. J. 1999, 5, No. 2



