-2 . . .
*»* ScienceDirect
Mendeleev Commun., 2005, 15(4), 133-135

Available online at www.sciencedirect.com

Mendeleev
Communications

Copper(Il) dimers with ferromagnetic intra- and intermolecular exchange

interactions

Ali L. Uraev,2? Igor S. Vasilchenko,*? Vladimir N. Ikorskii,c Tatyana A. Shestakova,? Anatolii S. Burlov,??
Konstantin A. Lyssenko,¢ Valery G. Vlasenko, Tatyana A. Kuz’menko,” Ludmila N. Divaeva,® Irina V. Pirog,/
Gennadii S. Borodkin,? Igor E. Uflyand,? Mikhail Yu. Antipin,¢ Victor I. Ovcharenko,® Alexander D.

Garnovskii*®? and Vladimir I. Minkin#?

a Institute of Physical and Organic Chemistry, Rostov State University, 344090 Rostov-on-Don, Russian Federation.

Fax: +7 8632 43 4667, e-mail: garn@ipoc.rsu.ru

b South Scientific Center of the Russian Academy of Sciences, 344006 Rostov-on-Don, Russian Federation
¢ International Tomography Center, Siberian Branch of the Russian Academy of Sciences, 630090 Novosibirsk, Russian Federation.

Fax: + 7 3833 331399

d Rostov State Pedagogical University, 344010 Rostov-on-Don, Russian Federation
¢ A. N. Nesmeyanov Institute of Organoelement Compounds, Russian Academy of Sciences, 119991 Moscow, Russian Federation.

Fax: + 7 095 135 5085

f Institute of Physics, Rostov State University, 344090 Rostov-on-Don, Russian Federation

DOI: 10.1070/MC2005v015n04ABEH002144

Dimers based on Cul' azomethine complexes exhibited both intra- and intermolecular ferromagnetic exchange interactions, as

found from magneto-structural correlations.

Multinuclear coordination compounds with Shiff base ligands
belong to multispin systems manifesting intramolecular ferro-
magnetic exchange interactions between paramagnetic centers.!-9
We synthesised binuclear copper chelates based on tridentate
azomethines containing N,, N,S, and N,OS ligand environments
with aromatic 1 or heterocyclic 2, 3 coordination fragments.

The above chelates™ were synthesised by refluxing methanol
(1, 2) or butanol (3) solutions of N-[2-(2,3-dihydrobenzothiazol-
2-yl)phenyl]-4-methylbenzenesulfonamide 4, N-{2-[(2-amino-
benzimidazol-1-ylimino)methyl]phenyl}-4-methylbenzenesul-
fonamide S or 1-[(2-hydroxybenzylidene)amino]-1,3-dihydro-
benzimidazole-2-thione 6 with [Cu(OAc),-H,0],.

The preferred tautomeric forms of ligands 4-6 have been
proved by IR and 'H NMR#¥ spectroscopy and the data are con-
sistent with published data on the tautomerism of azomethine!!
and azole!2 compounds.

EXAFS spectroscopy data (Table 1)§ revealed the formation
of coordination units CuN,S, (1), CuN, (2) and CuNOS, (3).

The copper—donor and copper—copper distances determined
by EXAFS are in good agreement with those obtained from
X-ray structural data (Table 1, Figure 1)¥ and close to the values
observed in binuclear copper complexes with bridging sulfur
atoms.!?2 Both copper atoms are pentacoordinated (the coor-

dination polyhedron is a distorted tetrahedral pyramid). Both
six-membered metallocycles [Cu(1)N(1)C(9)C(8)C(7)N(2) and
Cu2)N(1)C(7)C(8")C(13")N(2")] possess the envelope confor-
mation (copper atoms deviate from the plane of other atoms by
0.68 and 0.70 A). These cycles are bent along N(1)---N(2) and

7 1: THNMR ([2H¢]DMSO) 6: 2.3 (s, 6H, 2Me), 6.7-7.7 (m, 24H,
H,,om)s 8.0 (s, 2H, HC=N). Found (%): C, 54.23; H, 3.77; N, 6.38. Calc.
for C,4yH;,Cu,N,0,S, (%): C, 54.10; H, 3.63; N, 6.31.

2: Found (%): C, 54.11; H, 3.57; N, 15.08. Calc. for C4,H3,Cu,N;,0,S,
(%): C, 54.01; H, 3.67; N, 15.00.

3: Found (%): C, 50.91; H, 2.78; N, 12.81. For C,3H,3Cu,N¢O,S, (%):
C, 50.82; H, 2.74; N, 12.70.

4 was synthesised according to ref. 10. 'TH NMR (CDCl,) 0: 2.4 (s,
3H’ MC), 43 (S’ le NHbcnzothiazolinc)’ 6.4 (S’ le CHbcnzolhiazolinc)’ 6.6—
8.2 (m, 12H, H,)), 12.2 (s, 1H, NHy).

5: IHNMR ([2H¢]DMSO) o: 2.2 (s, 3H, Me), 6.5 (s, 2H, NH,), 6.9—
7.6 (m, 11H, H,,,,), 8.1 (dd, 1H, H,,,,), 8.8 (s, IH, HC=N), 10.0 (s, 1H,
NHy,). Found (%): C, 62.33; H, 4.77; N, 17.34. Calc. for C,;H,,N5O,S
(%): C,62.21; H,4.72; N, 17.27.

6: 'HNMR ([2H,]DMSO) d: 6.8-7.5 (m, 7H, H,,,,,), 7.8 (dd, 1H,
H,om)s 10.05 (s, 1H, HC=N), 10.5 (s, 1H, NH), 12.95 (s, 1H, OH).
Found (%): C, 62.40; H, 4.28; N, 16.66. Calc. for C;,H;;N;0S (%): C,
62.24; H, 4.12; N, 15.60.

# Measured on UNITY-300 (Varian).
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N(1')---N(2") lines by 31.0° and 30.2°, respectively. Taking into
account short intramolecular contacts between the 1 systems of
two ligands [e.g., C(6")--C(9) 3.245(3), C(2)---C(7") 3.396(3)
and C(2')--C(7) 3.455(3) A] we can propose the presence of
intramolecular stacking interactions.

An intrinsic feature of 1 is the sufficiently strong antiferro-
magnetic exchange interaction, which is similar to the other

§ The EXAFS spectra of the CuK edge for all the samples were obtained
at the EXAFS Station of the Siberian Synchrotron Radiation Center
(SSRC). The storage ring VEPP-3 with the electron beam energy of
2 GeV and the average stored current of 70-90 mA has been used as the
source of radiation. A cut-off monocrystal Si (111) was used as a mono-
chromator. All the spectra were recorded in a transmission mode using
two ionization chambers as detectors. The radial pair distribution func-
tions around Cu atoms were obtained by the Fourier transformation of
I3-weighted spectra over the range of wave numbers 2.8—12.0 A-1, The
structural parameters (the interatomic distances, the coordination numbers
and Debye—Waller factors) were found by non-linear fit of theoretical
spectra to experimental ones. Theoretical spectra were simulated by
ab initio calculations of backscattering amplitudes and phases by means
of FEFF7. The quality of fit was estimated from discrepancy factors
between the experimental and simulated functions (R-factor).

1 X-ray diffraction analysis: at 120 K crystals of 1 (C,3H;3Cu,N,05S,)
are monoclinic, space group P2,/c, a=14.562(2), b =20.239(3) and
c=153202) A, B=104.175(4)°, V=4377512) A3, Z=4, (Z'=1),
M =946.09, d_,. = 1.436 g cm3, u(MoKa) = 1.210 cm1, F(000) = 1944.
Intensities of 31283 reflections were measured with a Smart 1000 CCD
diffractometer at 120 K [A(MoKa) = 0.71072 A, 20 <57°], and 10604
independent reflections (R;,, = 0.0474) were used in the further refinement.
The structure was solved by a direct method and refined by the full-
matrix least-squares technique against F2 in the anisotropic—isotropic
approximation. The hydrogen atoms were located from the Fourier density
synthesis. The refinement converged to wR, = 0.1215 and GOF = 1.081
for all independent reflections [R, = 0.0480 was calculated against F for
6261 observed reflections with 7 > 20(1)]. All calculations were performed
using SHELXTL PLUS 5.0.

Atomic coordinates, bond lengths, bond angles and thermal param-
eters have been deposited at the Cambridge Crystallographic Data Centre
(CCDC). These data can be obtained free of charge via www.ccdc.cam.uk/
conts/retrieving.html (or from the CCDC, 12 Union Road, Cambridge
CB2 1EZ, UK; fax: +44 1223 336 033; or deposit@ccdc.cam.ac.uk).
Any request to the CCDC for data should quote the full literature citation
and CCDC reference number 274700. For details, see ‘Notice to Authors’,
Mendeleev Commun., Issue 1, 2005.
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Table 1 Structural features of the nearest atom environment of copper
atoms in complexes 1-3 as observed from the EXAFS spectroscopy data
(d is the interatomic distance, c.n. is the coordination number and o2 is the
Debye—Waller factor).

Donor R-factor

Compound cn. d/A oA2 atom (%)
1 2 1.978 [1.965(3)]« 0.0038 N 7.2
1 2.186 [2.214(1)] 0.0043 S
1 2.316 [2.342(1)] 0.0037 S
1 2.661 [2.654(1)] 0.0042 O
1 2.854 [2.8136(7)] 0.0040 Cu
4 2.96 [2.915(3)] 0.0031 C
2 2 1.97 0.0031 N 7.4
2 2.00 0.0031 N
4 2.79 0.0044 C/N
1 3.01 0.0059 Cu
3 2 1.94 0.0024 N/O 84
1 224 0.0073 S
1 2.30 0.0079 S
1 2.92 0.0063 Cu

4The corresponding averaged values according to X-ray diffraction analysis
of complex 1 are given in parentheses.

complexes containing a Cu,S, fragment!4 and results in the
diamagnetism of the sample. Compound 1 is diamagnetic both
in the solid state (Faraday method) and in solution of CDCl,
('H NMR, Evans method). In view of these data, both intra- and
intermolecular ferromagnetic exchange interaction observed?t
for possessing the same sulfur bridging fragment chelate 3
(Figure 2) are highly unexpected.

Complex 2 with the Cu,N, bridging fragment shows the
same magnetic behaviour (Figure 3). Experimental u.(7T) curve
fitting by the Bleany—Bowers model (taking into account
the intermolecular exchange zJ') gave the following optimal
parameters:

For2: g=2.07,J=6.7+0.8 cm!, zJ' = 0.33£0.05 cm~!
For3: g=2.01,J=8.3%1.3cm, zJ'=0.58+0.08 cm~!

Therefore, we concluded that a fragment annelated to the
polymetallic core could essentially change both steric and elec-
tronic structures of an exchange cluster in Cul! azomethine
dimers. The reconstruction of an exchange cluster provoked by
a fragment annelated to the spin coupled system is able to
change the sign of J.

& |
8% | c4 o »,
C(lS)C(g() %u Cc(9) €109

Figure 1 The general view of 1 in representation of atoms by thermal
ellipsoids (p = 50%). Selected bond lengths (A): Cu(1)--Cu(2) 2.8136(7),
Cu(1)-N(2) 1.946(3), Cu(1)-N(1) 1.984(3), Cu(1)-S(1) 2.219(1), Cu(1)~
S(17) 2.339(1), Cu(1)---O(1) 2.683(1), Cu(2)---O(1") 2.626(1), Cu(2)-N(2")
1.941(3), Cu(2)-N(1") 1.990(3), Cu(2)-S(1") 2.209(1), Cu(2)-S(1) 2.346(1);
selected bond angles (°): N(2)-Cu(1)-N(1) 90.41(11), N(2)-Cu(1)-S(1)
160.10(9), N(1)-Cu(1)-S(1) 90.10(8), N(2)—-Cu(1)-S(1") 100.79(9), N(1)—
Cu(1)-S(1) 122.58(9), S(1)-Cu(1)-S(1") 95.66(4), N(2)-Cu(1)-Cu(2)
145.77(9), Cu(1)-S(1)-Cu(2) 76.05(3).

 All measurements were carried out on an MPMS-5S Quantum Design
SQUID magnetometer (2-300 K, magnetic field of 5 kOe). The effective
magnetic moment depending on temperature calculated from the formula:

/’teﬂ(T) = m

where y is the molar paramagnetic susceptibility corrected with taking
into account the diamagnetic contribution. Theoretical curves during
simulation of experimental dependences with taking into account the
interdimeric exchange interactions (z/') were determined from the equation

X = Xcu-coy/l1 = 22 '/Ngzﬂz)X(CU7CU)]’

where xc,_cy) is the expression by Bleany-Bowers for magnetic suscep-
tibility of dimer, g is the g-factor of Cul' and 8 is Bohr magneton.
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Figure 2 Temperature dependence of effective magnetic moment for 3;
solid line shows a theoretical curve.
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Figure 3 Temperature dependence of effective magnetic moment for 2;
solid line shows a theoretical curve.
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