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An asymmetric copper(1) dimer Cul,(pip), [pip = (2-picolyl-
iminomethyl)pyrrole anion] with both two-coordinate and
four-coordinate copper(1) sites was synthesized and studied
by X-ray diffraction and DFT calculations.

Copper(1) coordination compounds have been studied in-
tensively due to their biological relevance, catalytic properties,
and theoretical interests.! Numerous mononuclear and poly-
nuclear copper(1) complexes with different coordination num-
bers have been prepared and characterized. Recently the
possible d10—d10 interactions in copper(1) dimers have been the
subjects of many experimental and theoretical studies.2 Among
the dimers and even polynuclear complexes, asymmetric ones
are rare, especially when the compounds are synthesized from a
single copper(1) source. Because of their potential of being
selective catalysts and biomimetic models, asymmetric poly-
nuclear complexes are of great interest, and several examples
have been reported.? An example is Cul,Cl,(PPh;); (1), which
has both three- and four-coordinate copper(i).# Herein, we
report an unusual asymmetric copper(r) dimer with both 2- and
4-coordinate copper(1) sites (2a and its most important reso-
nance form 2b). 2 is an unusual homobimetallic complex with
two isolated donor sets of different coordinate numbers,3¢ and
more importantly it was prepared in a way to not enforce
asymmetry, i.e., it self assembles. Hence, asymmetric 2 appears
to be more stable than symmetric 3, while our calculations of
those of others> show that 3 is a possible stable structure.

coordinate to copper. The copper(l) dimer [Cu,(EDTB-
)I(C104)2 [EDTB = N,N,N,N'-tetrakis(2-benzimidazolyme-
thyl)-1,2-ethanediamine] (4) has a similar geometry about its
Cu(1) sites.® However, the long (2.774 A) separation between
copper sites and two of the nitrogens indicate that the two
nitrogens do not coordinate and that this compound is a
symmetric dimer with two two-coordinate copper(1) sites.

Low temperature NMR of 2 in CD,Cl, at high-concentration
(=25 °C, 20 mg mL—1) were identical to the room-temperature
spectrum of a low-concentration solution (26 °C, 5 mg mL—1) in
terms of splitting pattern and the ratio of the peaks. The splitting
patterns of all the peaks are similar to that of the pure pip anion,
and only changes in the chemical shifts occur. Hence, together
with the calculations discussed below, the NMR data show that
the asymmetric dimeric structure is stable in both solution and
as a solid. Furthermore, an equilibrium between the dimer and
the monomer was not observed. The NMR spectra are given in
the ESIL. To exclude the possibility that 2 is a kinetic product
arising from the low solubility of CuCl and NaOMe, [Cul(NC-
Me),][PFs] was reacted with NPr; and pip and only forms 2a. In
contrast, pyrrole diimine copper(i) complexes> have three-
coordinate Cu(r) sites for both the monomers and dimers.
Hence, it is intriguing as to why the asymmetric 2a is favored
over the symmetric 3.

The relative stability of 2 and 3 was estimated by theoretical
ab initio methods using B3LYP density functional theory.” The
non-valence electrons were described using the effective core
potentials of Wadt and Hay,® and the LANL2DZ basis set for
the valence electrons.® As the structure of 3 is unknown, it was
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The reaction of CuCl and (2-picolyliminomethyl)pyrrole
(1:1) in the presence of excess NaOMe in a mixture of CH,Cl,
and MeCN lead to the isolation of 2. X-Ray diffraction
analysisi reveals that it has two different copper sites, best
described as 2a, Fig. 1. One copper coordinates with two
deprotonated pyrroles forming a nearly linear geometry, with
Cu-N distances of 1.865 and 1.864 A and a N-Cu—N angle of

o 168.47°. The other copper is bonded to four imino- and )
¢ pyridinyl nitrogens with two short distances in the four- Fig. 1 ORTEP (50%) labeling of 2. Cul-Cu2 2.6126(3), Cul-
& coordinate site (1.987, 1.969 A) and two long (2.165, 2.160 A) glllﬁ(ff(‘ﬁ()”)c ZCUD‘I;N‘i 9§5886(ﬂ§17)é 20;?6—1\% 1615%?%(16&1 guf—gi
_Q . s . . , Cu2- R , Cu2- . —Cul-
3 distances that clearly indicate that all the four nitrogen 168.48(7). N4_Cul_Cu2 96.94(5). N1-Cul-Cu2, 94.31(3), N2_Cu2_N3
e 82.73(7), N2—Cu2-N6,106.79(7), N2—-Cu2-N5 168.71(7), N2—Cu2—Cul
S 1 Electronic supplementary information (ESI) available: synthesis, 86.19(5), N3-Cu2—-Cul 132.24(5), N3—Cu2-N6 111.89(6), N3—Cu2-N5
5 NMR, computational details. See http://www.rsc.org/suppdata/cc/b2/ 101.56(6), N6—Cu2-Cul 115.80(5), N6-Cu2-N5 81.49(6), N5-Cu2-Cul
o b208865g/ 83.23(5).
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optimized structures of 2 and 3, showed that both structures are
true minimum energy structures (all frequencies are positive,
the smallest one being equal to 15 cm—! in 2 and 13 cm—! in
3).

The optimized structure of 2 is similar to that observed, with
a two-coordinate Cu with Cu-N distances of 1.900 A, and a N—
Cu—N angle of 171.8°, and a four-coordinate Cu with the N
atoms disposed in a butterfly form. The latter has two short Cu—
N distances of 2.056 A and the remaining two of 2.174 A with
a N-Cu—N angle between the largest two distances of 166.1°,
between the shortest two distances of 122.9°, and between the
short and large distances of 80.8 and 106.0°, depending on the
pair selected. Also, the N atoms are disposed in a distorted
tetrahedral form with a Cu—Cu distance of 2.705 A. The
structure of 3 is similar to that of 2, also presenting both two-
and four-coordinate Cu atoms, The Cu-N distances to the
dicoordinated Cu are 1.879 A (pyrrolic N) and 1.947 A
(pyridinic N), with a N-Cu-N angle of 166.1°. The tetra-
coordinated Cu again has the N atom placed in a distorted
tetrahedral disposition, with Cu-N distances of 2.010, 2.020,
2.114, and 2.210 A. The angle between the shortest two Cu—-N
bonds is 143.3°, while that between the largest Cu-N bonds is
118.4°. Here the Cu—Cu distance is 3.225 A. The main
difference between 2 and 3 is the geometry of the ligands as 2
has the five and six-membered rings of each ligand nearly
coplanar, whereas in 3 the five and six-membered rings are
nearly perpendicular to each other. The relative stabilities of 2
and 3 obtained from the B3LYP/LANL2DZ calculations
indicate that 2 is more stable than 3 by 17.2 kcal mol—!. Thus,
there is a clear thermodynamic preference for 2, even at 0 K.

We have also analyzed the electronic structure of the isomers
2 and 3 to get some extra information on the electronic structure
of Cu atoms. A Mulliken population analysis indicates that both
Cu in 2 have a similar effective charge (0.33 e~ on the di- and
0.37 e~ on the tetracoordinated Cu). Thus their oxidation state
is similar. All of the N atoms have small negative charges
(—0.16, —0.16, —0.21, —0.21, —0.38, —0.38 a.u.), the C atoms
have charge alternation (4 positive values around 0.30 a.u.,18
negative values with an averaged value of —0.28 a.u.). The
same analysis for 3 indicates similar net electronic charges on
the two Cu atoms (0.36 and 0.42 e—, larger in the tetra-
coordinated Cu), all N atoms are again negatively charged
(—0.16, —0.17, —0.26, —0.27, —0.33, and —0.42 a.u.). The C
atoms again show an alternation on the signs, with similar
values to those found for 2. In both isomers the H atoms have net
electronic charges (~0.20 a.u.). Given the well-known ten-
dency of the Mulliken method of decreasing the charge on the
metal atom in metal-ligand bonds, a second population analysis
in which the charge is computed so that it reproduces the
molecular electrostatic potential map was performed. Again,
these results indicate that the effective charge on the two Cu
atoms is similar (2: 0.53, 0.60 e—; 3: 0.60 and 0.36 e~ on the di-
and tetracoordinated atom, respectively, computed using the
Merz-Kollman method, !° taking as radii the values 1.50, 0.96,
and 1.20 A for C, Cu and H, respectively). This value is a more
realistic indication of the effective oxidation state of the Cu,
whose formal charge is +1 in each Cu.

Given the short 2.613 A distance between the two copper
atoms for 2 the question of the presence of a direct Cu---Cu
interaction between the two d1© Cu(1) atoms arises. Previous
studies on Cu---Cu interactions on neutral dimers, as occurs for
2 and 3, reveals a stabilizing Cu---Cu interaction of ~2.5 kcal
mol—!. Such interactions can only be taken into account
properly by methods that adequately describe the dispersion
term. This is not the case for the B3LYP density functional
method. Given the small magnitude of this term and the similar
Cu---Cu distances found in both isomers, we do not expect that
if the Cu---Cu interaction were properly taken into account

using more sophisticated methods this would change the
relative stability of the two isomers.

In conclusion, the asymmetric copper(i) dimer 2 has been
prepared and computationally shown to be more stable that its
symmetric isomer by 17.2 kcal mol—!. This is the first fully
characterized copper(i) dimer with two-coordinate and four-
coordinate copper sites.

Computational details: all calculations were carried out at
the BALYP/LANL2DZ level using the appropiate options in
Gaussian-98.11 The optimized geometries, energy, localized
charges and vibrational frequencies for each isomer are given as
ESLt

Notes and references

¥ Crystal data for 2: Cy,H0CusNg, M = 495.52, monoclinic, space group
P2i/n, a = 8.84000(10), b = 18.8747(3), ¢ = 13.1348(2) A, B
109.4323(8)°, V = 2066.73(5) A3, T = 150 K, Z = 4, Dc = 1.593 Mg
cm—3, u(Mo-Ka) = 2.079 mm—!, 8013 measured reflections, 4705 unique
reflections, with / = 20(/) used in the refinement, absorption correction
(multi-scan), R; = 0.0280, wR, = 0.0662. CCDC reference number
191949. See http://www.rsc.org/suppdata/cc/b2/b208865¢g/ for crystallo-
graphic data in CIF or other electronic format.

1 (a) B. J. Hathaway, in Comprehensive Coordination Chemistry, ed. G.
Wilkinson, Pergamon, Oxford, 1987; (b) Bioinorganic Chemistry of
Copper, ed. K. D. Karlin and Z. Tyelar, Chapman & Hall, New York,
1993; (c) Modern Organocopper Chemistry, ed. N. Krause, Wiley-
VCH, Weinheim, 2002.

2 For example (a) F. A. Cotton, X. Feng and D. J. Timmons, Inorg.

Chem., 1998, 37, 406; (b) J. M. Zou, M. Kim, M. O’Keeffe and J. C. H.

Spence, Nature, 1999, 401, 49; (¢) C. M. Che, Z. Mao, V. M.

Miskowski, M. C. Tse, C. K. Chan, K. K. Cheung, D. L. Phillips and K.

H Leung, Angew. Chem., Int. Ed., 2000, 39, 4084; (d) P. Pyykko, N.

Runeberg and F. Mendizabal, Chem. Eur. J., 1997, 3, 1451; (e) X.-Y.

Liu, F. Mota, P. Alemany, J. J. Novoa and S. Alvarez, Chem. Commun.,

1998, 1149.

(a) H. Steinhagen and G. Helmchen, Angew. Chem., Int. Ed. Engl.,

1996, 35, 2339; (b) B. Bosnich, Inorg. Chem., 1999, 38, 2554; (¢) E. K.

Van den Beuken and B. L. Feringa, Tetrahedron, 1998, 54, 12985; (d)

D. E. Fenton, Chem. Soc. Rev., 1999, 28, 159; (e¢) K. Severin, Chem.

Eur. J., 2002, 8, 1515.

4 V. G. Albano, P. L. Bellon, G. Ciani and M. Manassero, J. Chem. Soc.,
Dalton Trans., 1972, 2, 171.

5 B. B. Wayland, J. A. Charlton and Y. Ni, Polym. Prepr., 1999, 40,
307.

6 H.M.J. Hendriks, P.J. M. W. L. Birker, J. V. Rijn, G. C. Verschoor and
J. Reedijk, J. Am. Chem. Soc., 1982, 104, 3607.

7 B3LYP is a density functional obtained by taking the three parameter
non-local exchange functional of Becke (A. D. Becke, J. Chem. Phys.,
1993, 98, 5648) and the non-local correlation functional of Lee—Yang—
Parr (C. Lee, W. Yang and R. G. Parr, Phys. Rev. B, 1988, 37, 785).

8 P.J. Hay and W. R. Wadt, J. Chem. Phys., 1985, 82, 270.

LANL2DZ indicates the use of a double zeta basis set for the valence

electrons of Cu and a D95 double zeta basis set for the remaining atoms.

The exponents and coefficients of the Cu basis set are taken from ref. 8.

Those for the other atoms are taken from T. H. Dunning and P. J. Hay,

in Modern Theoretical Chemistry, ed. H. F. Schaeffer III, Plenum, New

York, 1976, vol. 3, 1.

10 B. H. Besler, K. M. Mertz and P. A. Kollman, J. Comput. Chem., 1990,
11, 431.

11 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,
A. G. Baboul, 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. Johnson, W. Chen, M. W. Wong, J. L. Andres, C.
Gonzalez, M. Head-Gordon, E. S. Replogle and and J. A. Pople,
Gaussian 98, Revision A.7, Gaussian, Inc., Pittsburgh, PA, 1998.

w

O

CHEM. COMMUN., 2002, 3008-3009

3009




