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Abstract: 1-Azaspiro[2.4]hepta-1,4,6-
trienes 3a—c have been prepared by
photolysis or thermolysis of 6-azidoful-
venes Sa-—c, which were accessible by
nucleophilic substitution reactions of the

use of density functional theory (DFT)
B3LYP calculations. Substantial homo-
conjugative interactions have been de-
termined. The lone-pair orbital n(N) of
the 2H-azirine nitrogen atom interacts

with the m; orbital of the cyclopenta-
diene ring. The energies of these orbitals
are lowered or increased by 0.95 or
0.91 eV with respect to the two parent
compounds cyclopentadiene (7) and

precursors 4a,b or by nucleophilic addi-
tion of hydrazoic acid to ethenylidene-

3-methyl-2H-azirine (9), respectively.
In addition, in compound 3¢ the

A Keywords: azirines density ;
cyclopentadiene (6¢). The UV photo- functional calculations - electronic nt(C=N) orbital of the three-membered
electron spectrum of 2-methyl-1-aza- ; : ring interacts with a o orbital of the
structure - hyperconjugation

spiro[2.4]hepta-1,4,6-triene  (3¢) has
been recorded and analyzed by making

Introduction

Spiro compounds which comprise of two orthogonal m
electron systems (“spiro polyenes”) exhibit a special form of
homoconjugation, called spiroconjugation.!- 2 This effect can
be investigated by UV photoelectron (PE) spectroscopy as
was shown for the first time by Schweig et al.>-*] A showpiece
for demonstrating the importance of spiroconjugation for
spectroscopic properties is spiro[4.4]nonatetraene (1), for
which UV and PE spectroscopic investigations have revealed
the same splitting (1.23 eV) for the first two ionic states and
the first two excited states resulting from homoconjugative
spirointeraction between the two semilocalized m MOs 1a, of
the two cyclopentadiene rings.”

[a] Prof. Dr. P. Rademacher, K. Kowski
Institut fiir Organische Chemie, Universitédt Essen
Universitétsstrasse 5-7, 45117 Essen, (Germany)
Fax: (+49)201-183-4252
E-mail: paul.rademacher@uni-essen.de

[b] Prof. Dr. K. Banert, F. Kéhler, B. Meier, B. Miiller
Institut fiir Chemie, Technische Universitit Chemnitz
Strasse der Nationen 62, 09111 Chemnitz, (Germany)
Fax: (+49)371-531-1839
E-mail: klaus.banert@chemie.tu-chemnitz.de

[**] Reactions of Unsaturated Azides, Part 14; for Part 13 see: K. Banert,
F. Kohler, Angew. Chem. 2001, 113, 173—-176; Angew. Chem. Int. Ed.
2001, 40, 174-177.

Supporting information for this article is available on the WWW under
http://www.chemeurj.org/ or from the author.

Chem. Eur. J. 2002, 8, No. 22

photoelectron spectroscopy

© 2002 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim

cyclopentadiene unit and is destabilized
by 0.47 eV by this effect.

N—7®2

=

a R=H
b R=Et

Spiro interaction between the two halves of a spiro
compound is sizeable in symmetric compounds (D,4 symme-
try). For other compounds, spiroconjugation is small and can
be obscured by other effects. This has been shown for
spiro[2.4]hepta-1,4,6-trienes 2 by the groups of Gleiter® and
Billups.”! Since 1-azaspiro[2.4]hepta-1,4,6-triene (3a) is -
isoelectronic with 2, one might expect that also in this
compound spiroconjugation can be neglected. However, in
addition to the w(C=N) orbital of the three-membered ring,
there is a high-lying n(N) orbital of the azirine nitrogen atom
that might interact with the & electron system of the cyclo-
pentadiene ring, although it is geometrically orthogonal to the
7t(C=N) orbital. In order to evaluate this effect, we have
investigated derivatives of 3a by PE spectroscopy and
quantum-chemical calculations.

Results and Discussion

Treatment of compound 4b (X = C)[' with lithium azide in
DMSO leads to 6-azidofulvene 5b in 76 % yield (Scheme 1).
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Scheme 1.

The parent compound Sa has already been prepared by
Hafner and co-workers!!] in an analogous way starting with
4a (X =0Ts). The azide 5c¢ is accessible by the reaction of the
hydrocarbon 6¢['? with lithium azide in methanol at low
temperature. Even in solution at room temperature, 5¢ tends
towards cleavage of nitrogen, and photolysis at —50°C or
thermolysis completes these nearly quantitative transforma-
tions S¢— 3c. Since 2H-azirines that are unsubstituted in
position 3 are notoriously reactive and unstable,’¥! 3ab
cannot be generated in acceptable yields by thermolysis in
solution. However, irradiation of solutions of Sab at low
temperature (—40 to —60°C) affords the spiro compounds
3ab in high yields (80-100%). The structures of the title
compounds 3a—c were verified by their usual spectroscopic
data (Figure 1), and, in the case of 3a,b, the coupling constants
1J(3C,'H) for the C NMR signals of HC=N (245-250 Hz)
give a further argument that supports the azirine structure.
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Figure 1. 'H NMR spectrum (300 MHz) of compound 3a in CDCl;.

The PE spectrum of 3¢, the most stable spiro compound of
type 3, is depicted in Figure 2. The measured vertical
ionization energies are summarized in Table 1 together with
the relevant results of quantum-chemical calculations. The
spectrum is characterized by four well-separated ionization
bands of comparable intensity below 12 eV. In the remaining
part of the spectrum (>12eV), superposition of several
ionizations contributes to the bands. Since the compound was
measured starting with a solution in dichloromethane, the /Ps
at 11.67 and 12.2 eV may be disturbed by signals from the
solvent, which exhibits strong peaks at 11.40 and 12.22 eV.['¥
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IP/eV
Figure 2. Photoelectron spectrum of compound 3c.

Table 1. Ionization potentials IP [eV], orbital energies ¢ [eV] and total
energies E [a.u.] of molecule M and radical cation M** for 2-methyl-1-
azaspiro[2.4]hepta-1,4,6-triene (3c¢).

IP _ gPM3 _ gAML _ gB3LYP JPB3LYP[a] MO
851 939 918  6.08 8.17 7a”  my(diene)
931 1025 1015 7.08 9.17 138 n(N), m,(diene)
1061 1107  10.95 831 10.40 6a”  m(C=N)
1167 1227 1253 9.52 11.61 12 m(diene), n(N)
122 1311 1281 1012 1221 12 o
1364 1366 1034 108 o
1374 1351 10.99 527 ©

[a] Calculation of first vertical IP: energy difference of molecule M
(—325.635187 a.u.) and radical cation M** (—325.334788 a.u.) with iden-
tical geometry. Higher IPs: IP;=—¢& + 2.09 eV (see text).

Assignment of the IPs can be achieved by using the
Koopmans theorem,'*! IP,= — ¢;, by which vertical ionization
energies and MO energies are related. Although Kohn —Sham
orbitals obtained by DFT methods["”l are not molecular
orbitals and their physical meaning is still debated, it has been
shown that they can be used with high confidence for the
interpretation of PE spectra.l'”? 81 Much better agreement
between experimental and theoretical values can be expected
for the first vertical IP (IP;,) when the energies of the
molecule and the radical cation are calculated by the B3LYP
method. For IP,,, a single-point calculation is performed for
the radical cation (M'") by using the molecule’s (M)
geometry. The corresponding energy values are included in
Table 1. We can now correct the other 2P values by the
difference A =2.09 eV between —e(HOMO) and the calcu-
lated IP,, in order to obtain higher IP, values.'®! Whereas
typical energy differences between IP; and — eP3LYF values are
about 2 eV, experimental and calculated IP; values differ only
by 0.1-0.3eV for the first three IPs. Furthermore, both
—eB3LYP and calculated IP;(calcd) values are linearly corre-
lated with the experimental /P;(exp) values with correlation
coefficients very close to 1.00. The correlation equation
obtained for IP; values is /P;(calcd) = 1.0681 IP;(exp) — 0.8460
[eV] with R =0.999. Also the orbital energies & obtained by
the semiempirical methods AM1 and PM3 (Table 1) correlate
well with the experimental IP; values (R=0.991 for both
methods).

Compound 3¢ belongs to the symmetry point group C,. The
only symmetry element is a symmetry plane lying in the three-
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membered ring and bisecting the cyclopentadiene ring.
Accordingly, the molecular orbitals factorize as symmetric
(a’) or antisymmetric (a”) to this plane. In the numbering of
the corresponding MOs (Table 1) the core orbitals (1s) of C
and N atoms have been omitted.

In order to evaluate orbital interactions in 3¢, a correlation
diagram of its IP values with those of related compounds is
most useful. Such a diagram is displayed in Figure 3. The IPs
related to the occupied m MOs (m; and m,) of cyclopentadiene
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Figure 3. Correlation diagram for /P values of compounds 3¢ and 7-9.
Symmetry properties (a’, a”) relate to the mirror plane of compound 3c.

(7) are reported as 8.566 and 10.724 eV.[""] The PE spectrum of
the highly unstable 2 H-azirine (8) has been measured by Bock
and Dammel,? and IP values of 10.58 and 11.56 eV were

determined for the n(N) and st(C=N) ionizations, respectively.
Experimental /P values for 3-methyl-2H-azirine (9) are not
known, but the corresponding values can be estimated from
those of the parent compound 8 with the aid of quantum-
chemical calculations. By the B3LYP/6-31 + G**/method it is
found that the n(N) and st(C=N) orbitals of 8 are destabilized
by 0.36 and 0.48 eV, respectively. With these values the IPs of
9 are estimated as 10.58 — 0.36 =10.22 eV (n(N)) and 11.56 —
. 0.48=11.08 eV (t(C=N)). In
the same way, the first two
N IPs of 2,23-trimethyl-2H-azir-
ine (10) are estimated as
10 9.66 eV (n(N)) and 10.86 eV

((C=N)).

The most significant information to be obtained from
Figure 3 is that the orbital m,(1a,) of cyclopentadiene (7) is
only very slightly destabilized in the spiro compound 3¢ (72",
AIP=0.06 ¢V); this indicates that it does not interact with
orbitals of the 2H-arizine ring. (Alternatively, such interac-
tions exactly compensate for each other.) On the other hand,
7, (2b;) of 7 is stabilized considerably in 3¢ (12a’, AIP=
0.95eV) by interaction with n(N) of the 2H-arizine ring,
which is simultaneously destabilized relative to that of 9
(AIP=0.91 eV). We can thus assign an energy value of 0.91 -
0.95 eV to azaspiroconjugation in compound 3e¢. If only the
two orbitals n(N) and x; interact with each other, one would
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expect that the antisymmetric combination is raised in energy
more than the symmetric combination is lowered. Since
actually the opposite is observed, it has to be concluded that
interactions with other orbitals also contribute. In particular,
interaction of n(N) with the lowest unoccupied molecular
orbital 7;(3b;) has to be considered.

A substantial destabilization (AIP=0.47 V) is also found
for the w(C=N) (6a") orbital of 3¢. The last observation has to
be explained by interaction of w(C=N) with o(C3-C*-C’) of the
same symmetry. According to quantum-chemical calculations,
the corresponding orbitals are 5a” in 3¢ and 4b, in 7, which
show an energy difference of 0.8 (PM3) or 1.1 eV (B3LYP/6-
31+ G**). In the hydrocarbon analogue 2b, the correspond-
ing interaction is much smaller due to the fact that t(C=C) of
the cyclopropene ring has a higher energy (—8.63 eVI).

A qualitative explanation of the observed orbital interac-
tions?!! is possible with first-order perturbation theory, as
indicated in Figure 4. Spiroconjugation is shown for three
cases, including the two mentioned in the preceding sections.
Only symmetric (stabilizing) interactions are shown, by which
the lower of the interacting orbitals is lowered in energy. The
corresponding antisymmetric (destabilizing) interactions, by
which the energy of the higher orbital is increased, are
obtained by inverting the phases of the orbitals in one of the
two rings.

&0
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n,( Diene oM} mC-CymiC=N) ny(Diene)frH(C=N)

Figure 4. Three examples of spiroconjugation in compound 3¢. Atom
numbering and relative phases of orbitals are indicated for atoms 1, 2, 4,
and 7 in Newman projections. Only stabilizing interactions are shown.

As is evident from comparison of Figures 3 and 4, the first
type of homoconjugation, termed azaspiroconjugation, is the
most important case. It can be quantitatively determined by
PE spectroscopy provided that the energies of the undis-
turbed partial orbital systems (7 and 9) have been estimated
correctly. The second case illustrates the destabilizing inter-
action of t(C=N) with o(C3-C*C7), and the third case shows
stabilization of s, of 3¢, which is only of minor importance.

Conclusion

The results of this work can be summarized as follows.
Spiroconjugation is an important feature in the electronic
structure of 1-azaspiro[2.4]hepta-1,4,6-trienes 3. By this effect,
the nitrogen lone-pair orbital n(N) and the m; orbital of the
diene system are substantially increased and lowered, respec-
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tively. These findings are in contrast to those for the
isoelectronic hydrocarbons 2, for which spiroconjugation is
negligible.

Experimental Section

General: 'H NMR and C NMR spectra were recorded on a Varian
Gemini2000 spectrometer operating at 300 and 75 MHz, respectively.
NMR signals were referenced to TMS (0 =0) or solvent signals recalcu-
lated relative to TMS. The multiplicities of C NMR signals were
determined with the aid of gated spectra and/or DEPT 135 experiments.
IR and UV spectra were measured on Bruker IFS28 and Zeiss MCS 400,
respectively. Hewlett—Packard hp589011 and hp Engine 5989 A with
helium as the carrier gas and HPS5 capillary column (5% phenylmethyl-
silicone gum) were used for GC-MS (EI). HR-MS (ESI) spectra were
recorded on a Mariner5229 from Applied Biosystems. Flash column
chromatography was performed with 32-63 um silica gel. Irradiation was
conducted at —40 to —60°C by using a high-pressure mercury lamp
(TQ 150, Quarzlampengesellschaft Hanau) supplied with glass or quartz
equipment and an ethanol cryostat. Most of these photolyses were
monitored by NMR spectroscopy. Elemental analyses of potentially
explosive azides and highly unstable azirines were not performed.

The PE spectrum was recorded on a UPG200 spectrometer from
Leybold-Heraeus equipped with a He(I) radiation source (21.21eV).
The sample of the unstable compound 3¢ was obtained as a solution in
dichloromethane. The solvent was removed under reduced pressure prior
to measurement, and the residue was evaporated directly into the target
chamber at ambient temperature. The spectrum was recorded repeatedly,
and in the beginning there were strong signals from the solvent in the
spectrum, which diminished slowly. The energy scale was calibrated with
the xenon lines at 12.130 and 13.436 and argon lines at 15.759 and 15.937 eV.
The accuracy of the measurements was approximately +0.03 eV for
ionization energies, for broad and overlapping signals it was only +0.1 eV.

Semiempirical AM1?? and PM3[? calculations were performed with the
MOPAC 931 program package, and ab initio B3LYP?» 2 calculations
were performed with the program GAUSSIAN 98.27) For the latter
methods, the basis set 6-31+ G** was used, if not stated otherwise.
Geometries were fully optimized at the respective levels of theory. Prior to
quantum-chemical calculations, molecular geometries were preoptimized
by molecular-mechanics calculations with the MM Xl force field by using
the program PCMODEL.*!

1-Azaspiro[2.4]hepta-1,4,6-triene (3a): Solutions of Sal'!l in CDCl;,
CD,(Cl,, or [Dg]acetone at —60°C or in CCl, or CD;CN at —40°C were
irradiated until the evolution of nitrogen stopped. When these photolyses
were performed with strict exclusion of air by dry argon, the reaction
mixture changed from yellow —orange to light yellow, and the yields of 3a
measured by 'H NMR spectroscopy with the aid of an internal standard
reached 100%. Otherwise, degradation of 3a was observed, with the
reaction mixture turning red-brown. 'H NMR (300 MHz, CDCl;, 25°C,
TMS): 6=5.96 (m, 2H; H-4/H-7), 6.64 (m, 2H; H-5/H-6), 10.70 (s, 1H;
H-2), assignments based on 'H NMR data of 3b; *C NMR (75 MHz,
CDCl;, —20°C, TMS): 6 =47.15 (s, C-3), 134.6 (d, '/ =168 Hz), 136.0 (d,
/=174 Hz), 171.1 (d, '/ =250 Hz, C-2); IR (CCl): 7=1676 cm™! (C=N);
UV/Vis (CD;CN): A0 =229, 264 nm; GC-MS (70 eV) m/z (%): 91 (100)
[M~], 64 (88), 63 (25), 39 (31), 38 (28).

4,6-Di-tert-butyl-1-azaspiro[ 2.4]hepta-1,4,6-triene (3b): A solution of Sb in
CDCI; was irradiated at —50°C as described for the analogous reaction of
5a. Yield ("H NMR): 80 %; 'H NMR (300 MHz, CDCl;, 25°C, TMS): 6 =
1.03 (s, 9H; tBu at C-4), 1.14 (s, 9H; tBu at C-6), 5.23 (d, /=2.2 Hz, 1H;
H-7), 6.32 (d, */ =2.2 Hz, 1H; H-5), 10.52 (s, 1 H; H-2), assignments based
on NOE difference spectra; 3*C NMR (75 MHz, CDCl;, 25°C, TMS): 6 =
29.22 (q), 30.22 (q), 32.37 (s), 32.51 (s), 46.41 (s, C-3), 124.57 (d, V=
167 Hz), 127.80 (d, /=171 Hz), 156.84 (s), 15713 (s), 170.73 (d, U=
245 Hz, C-2); IR (CDCL): #=1670 cm™' (C=N); GC-MS (70 eV) miz
(%):203 (11) [M*], 147 (16), 146 (10), 132 (77), 57 (100), 41 (48), 39 (18);
HR-MS (ESI): m/z (%): 204.1755 (100) [M*+H] (caled for C,,H,,N:
204.1747), 407.3389 (25) [2M "+H] (calcd for CsHy3N,: 407.3421).
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2-Methyl-1-azaspiro[2.4]hepta-1,4,6-triene (3¢): Solutions of 5¢ in CDCl;
or CH,Cl, (ca. 0.07 molar) were stored at room temperature for 40 h,
heated at 40°C for 3 h, or heated at 60°C for 30 min to give a quantitative
yield ("H NMR) of 3¢. When CH,Cl, was used, most of the solvent could be
removed by distillation; however, there was a great loss of the product due
to its volatility. All attempts to isolate 3¢ by gas or liquid chromatography
were unsuccessful. As described for the irradiation of 5b, the quantitative
transformation S¢—3c¢ was also possible by photolysis. 'H NMR
(300 MHz, CDCl;, 25°C, TMS): 6 =2.66 (s, 3H; Me), 5.98 (m, 2H; H-4/
H-7), 6.62 (m, 2H; H-5/H-6), assignments based on 'H NMR data of 3b;
BC NMR (75 MHz, CDCl;, 25°C, TMS): 6 =15.21 (q, Me), 51.79 (s, C-3),
133.71 (d), 135.74 (d), 175.30 (s, C-2); IR (CDCly): #=1630 cm~! (C=N);
GC-MS (70 eV) m/z (%): 105 (66) [M*], 63 (100), 38 (60); HR-MS (ESI):
m/z: 211.1220 [2M *+H] (caled for C,H;sN,: 211.1230].
(E)-5-Azidomethylene-1,3-di-tert-butylcyclopenta-1,3-diene (Sb): A solu-
tion of LiNj; (0.13 g, 2.7 mmol) in DMSO (5 mL) was added to a solution of
4pl (X =Cl, 0.50 g, 2.2 mmol) in DMSO (40 mL), and the resulting
mixture was stirred at room temperature for 20 h. Thereafter, the reaction
mixture was diluted with water (ca. 50 mL) and extracted with Et,O (3 x
100 mL). The combined organic layers were washed with water (4 x
100 mL) and dried with MgSO,. After removal of the solvent in vacuo,
the residue was purified by flash chromatography (SiO,, hexane) to give 5b
(0.39 g, 76 %) as an orange oil. '"H NMR (300 MHz, CDCl;, 25°C, TMS):
0=114 (s, 9H; Bu), 1.27 (s, 9H; 1Bu), 597 (d, Y =22 Hz, 1H; H-2 or
H-4), 612 (d, /=22Hz, 1H; H-2 or H-4), 708 (s, 1H; C=CHNj);
BC NMR (75 MHz, CDCl;, 25°C, TMS): 6 =29.31 (q), 32.26 (s), 32.32 (q),
32.96 (s), 109.07 (d), 126.77 (d), 129.72 (d), 134.22 (s), 146.66 (s), 155.79 (s);
IR (CDCl): #=2107 cm™" (N3).
5-(1-Azidoethylidene)cyclopenta-1,3-diene (5c): A solution of 6cl'?
(1.22 g, 13.5 mmol) in CH,Cl, (20 mL) was added to a solution of LiN;
(2.00 g, 40.8 mmol) in MeOH (100 mL), and the resulting mixture was
stirred at —70°C. The temperature of the reaction mixture was allowed to
rise to —10°C within 2 h. The subsequent workup had to be performed
rapidly and at a temperature as low as possible since 5¢ tended to cleave off
nitrogen to produce 3¢, even at room temperature. The reaction mixture
was poured into ice/water and extracted with Et,0 (3 x 150 mL). The
combined organic layers were washed twice with cold water and dried with
MgSO, at 0°C. After removal of the solvent in vacuo, analysis of the crude
product by 'H NMR spectroscopy including an internal standard indicated
that 5S¢ was formed with a yield of 81 % along with 5-(1-methoxyethyli-
dene)cyclopenta-1,3-dienel'? (6%) and small amounts of benzaldehyde
resulting from the synthesis!'? of 6 ¢. The product could be purified by flash
chromatography (SiO,, CH,Cly/hexane 1:3) to give 5S¢ as a yellow solid.
M.p.<30°C; 'H NMR (300 MHz, CDCl;, 25°C, TMS): 6 =2.40 (s, 3H;
Me), 6.39 (m, 2H), 6.46 (m, 1H), 6.52 (m, 1 H); *C NMR (75 MHz, CDCl;,
25°C, TMS): 6 =16.72 (q, Me), 118.25 (d), 120.75 (d), 130.27 (d), 131.45 (d),
133.39 (s), 142.69 (s); IR (CDCly): #=2101 cm™~" (N;).

Acknowledgements

We thank Professor Klaus Hafner, Technische Universitit Darmstadt, for
helpful discussions. This research was supported by the Fonds der
Chemischen Industrie. We wish to thank Dynamit Nobel GmbH, Lever-
kusen, for providing chemicals.

[1] H. Diirr, R. Gleiter, Angew. Chem. 1978, 90, 591 —601; Angew. Chem.
Int. Ed. 1978, 17, 559 -569.

[2] R. Gleiter, W. Schifer, Acc. Chem. Res. 1990, 23, 369 —375.

[3] U. Weidner, A. Schweig, Angew. Chem. 1972, 84, 551; Angew. Chem.
Int. Ed. Engl. 1972, 11, 537-538.

[4] A. Schweig, U. Weidner, D. Hellwinkel, W. Krapp, Angew. Chem.
1973, 85, 360-361; Angew. Chem. Int. Ed. Engl. 1973, 12, 310.

[5] A.Schweig, U. Weidner, R. K. Hill, D. A. Cullison, J. Am. Chem. Soc.
1973, 95, 5426—-5427.

[6] A. Schweig, U. Weidner, J. G. Berger, W. Grahn, Tetrahedron Lett.
1973, 557 -560.

[7] C. Batich, E. Heilbronner, E. Rommel, M. F. Semmelhack, J. S. Foos,
J. Am. Chem. Soc. 1974, 96, 7662 —7668.

0947-6539/02/0822-5092 $ 20.00+.50/0 Chem. Eur. J. 2002, 8, No. 22



Azaspiroconjugation

5089-5093

(8]

]
(10]
(11]
[12]
(13]
[14]
[15]
[16]
(17]
(18]
(19]

[20]
[21]

Chem. Eur. J. 2002, 8, No. 22

P. Bischof, R. Gleiter, H. Diirr, B. Ruge, P. Herbst, Chem. Ber. 1976,
109, 1412-1417.

W. E. Billups, W. Luo, M. Gutierrez, J. Am. Chem. Soc. 1994, 116,
6463.

H.-P. Krimmer, B. Stowasser, K. Hafner, Tetrahedron Lett. 1982, 23,
5135-5138.

K. Hafner, W. Bauer, G. Schulz, Angew. Chem. 1968, 80, 800-801;
Angew. Chem. Int. Ed. Engl. 1968, 7, 806 —807.

U. E. Wiersum, T. Nieuwenhuis, Tetrahedron Lett. 1973, 2581 —2584.
W. Bauer, K. Hafner, Angew. Chem. 1969, 81,787 - 788; Angew. Chem.
Int. Ed. Engl. 1969, 8, 772-773; K. Isomura, M. Okada, H. Taniguchi,
Tetrahedron Lett. 1969, 4073 —4076.

K. Kimura, S. Katsumata, Y. Achiba, T. Yamazaki, S. Iwata, Hand-
book of Hel Photoelectron Spectra of Fundamental Organic Mole-
cules, Japan Scientific Societies Press, Tokyo, 1981.

T. Koopmans, Physica 1934, 1, 104-113.

W. Koch, M. C. Holthausen, A Chemist’s Guide to Density Functional
Theory, Wiley-VCH, Weinheim, 2000, Chapter 12.

R. Stowasser, R. Hoffmann, J. Am. Chem. Soc. 1999, 121, 3414 —3420.
See, for example: A. J. Arduengo, H. Bock, H. Chen, M. Denk, D. A.
Dixon, J. C. Green, W. A. Herrmann, N. L. Jones, M. Wagner, R. West,
J. Am. Chem. Soc. 1994, 116, 6641 —6649.

P. J. Derrick, L. Asbrink, O. Edqvist, B.-O. Jonsson, E. Lindholm, Int.
J. Mass Spectrom. Ion Phys. 1971, 6, 203 -215.

H. Bock, R. Dammel, Chem. Ber. 1987, 120, 1971 -1985.

A. Rauk, Orbital Interaction Theory of Organic Chemistry, 2nd ed.,
Wiley, New York, 2000.

2]
[23]
[24]
[25]

[26]
(27]

[28]

[29]

M. J. S. Dewar, E. G. Zoebisch, H. F. Healy, J.J. P. Stewart, J. Am.
Chem. Soc. 1985, 107, 3902 —3909.

a)J.J.P. Stewart, J. Comput. Chem. 1989, 10, 209-220; b)J. J. P.
Stewart, J. Comput. Chem. 1989, 10, 221 -264.

J.J.P. Stewart, MOPAC93.00 Manual, Fujitsu Ltd, Tokyo, Japan,
1993.

A. D. Becke, J. Chem. Phys. 1993, 98, 1372-1377.

A.D. Becke, J. Comput. Chem. 1999, 20, 63 —69.

Gaussian 98 (Revision A.7), M. J. Frisch, G. W. Trucks, H. B. Schlegel,
G. E. Scuseria, M. A. Robb, J. R. Cheeseman, V. G. Zakrzewski, J. A.
Montgomery, R.E. Stratmann, J. C. Burant, S. Dapprich, J. M.
Millam, A. D. Daniels, K. N. Kudin, M. C. Strain, O. Farkas, J. Tomasi,
V. Barone, M. Cossi, R. Cammi, B. Mennucci, C. Pomelli, C. Adamo,
S. Clifford, J. Ochterski, G. A. Petersson, P. Y. Ayala, Q. Cui, K.
Morokuma, D. K. Malick, A.D. Rabuck, K. Raghavachari, J. B.
Foresman, J. Cioslowski, J. V. Ortiz, B.B. Stefanov, G. Liu, A.
Liashenko, P. Piskorz, I. Komaromi, R. Gomperts, R. L. Martin,
D. J. Fox, T. Keith, M. A. Al-Laham, C. Y. Peng, A. Nanayakkara, C.
Gonzalez, M. Challacombe, P. M. W. Gill, B. G. Johnson, W. Chen,
M. W. Wong, J. L. Andres, M. Head-Gordon, E.S. Replogle, J. A.
Pople, Gaussian, Inc., Pittsburgh PA, 1998.

J.J. Gajewski, K. E. Gilbert, J. McKelvey, Adv. Mol. Model. 1990, 2,
65-92.

PCMODEL, Version 7.0, Serena Software, Bloomington, Indiana,
1999.

Received: May 8, 2002 [F4078]

© 2002 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim

0947-6539/02/0822-5093 $ 20.00+.50/0 — 5093



