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Abstract. We report here electron paramagnetic resonance (EPR) measurements at 9 and 34 GHz,
and room temperature (7°), in powder and single crystal samples of the ternary compounds of copper
nitrate or copper chloride with glycine and 1,10-phenanthroline [Cu(Gly)(phen)(H,0)]-NO;3-1.5H,0 (1) and
[Cu(Gly)(phen)Cl],-7H,0 (2). In compound 1, the copper ions are arranged in 1-D chains along one of the
crystal axes connected by syn—anti carboxylate ligands, while in 2 the array is nearly 3-D and the connections
involve H-bonds and stacking interactions. The angular variation of the squared g-factor and the line width
were measured as a function of orientation of the magnetic field (By) in three orthogonal crystal planes. In both
compounds we observed one resonance without hyperfine structure for any magnetic field orientation which we
attribute to the collapse of the hyperfine coupling and of the resonances of two chemically identical but rotated
coppers in the unit cell, produced by exchange interactions. We analyse the results in terms of the structures
of the compounds and chemical paths connecting neighbour copper ions which support the exchange interac-
tions between neighbour spins in the lattice. Considering the collapse of the EPR signals of rotated sites in the
lattices we are able to set lower limits to the exchange interactions, which are supported by weak equatorial—
apical carboxylate bridges in 1, and by paths containing hydrogen bonds and aromatic w— interactions in 2.
Broadening due to dipole-dipole couplings and hyperfine interactions are strongly reduced by these exchange
couplings and their role in the EPR line width is more difficult to recognize.

Keywords. Ternary copper compounds; glycine; phenanthroline; EPR; magnetic interactions.

attracted attention on preparing and characterizing
metal organic frameworks. There are many investi-

The synthesis and characterization of binary and ternary
metal complexes are aims of supramolecular chem-
istry that remain active for many years. Providing
information about interactions acting between mole-
cular subunits is a subject relevant in biology and
in materials science.! Several types of weak non-
covalent interactions such as syn—anti carboxylate
bridges,>”> H-bonds,*’ cation—7 interactions,®® and
m—m stacking'®-'* are important to study biological
function, and for a large variety of magnetic, electric
and optical properties of materials.'> Ternary complexes
of amino acids'® such as glycine,'”-'® L-methionine,"
L-tyrosine, L-tryptophan, L-phenylalanine,?® aspartic
acid’! and others, with the heteroaromatic diamine
ligand 1,10-phenanthroline, show these bonds and

*For correspondence

gations of their properties but questions and contro-
versies still exist.”” Furthermore, even though many
electron paramagnetic resonance (EPR) studies in
copper—amino acid and peptide compounds have been
reported,~*! single crystal studies of the more complex
ternary copper amino acid compounds are scarce,?!"¥
even when this is a sensitive spectroscopic technique
to investigate the electronic structure of the metal ions
and to estimate the weak interactions between them
supported by the non-covalent couplings mentioned
before.’!

Ternary compounds involving glycine, 1,10-
phenanthroline and copper nitrate or copper chloride,
named [Cu(Gly)(phen)(H,0)]-NO5-1.5H,O (1) or
[Cu(Gly)(phen)Cl],-7H,0O (2), having Cu" ions con-
nected by paths including carboxylate and stacking
interactions between Cu'' ions were reported by Zhang
et al.'’ and Yodoshi et al.'®, respectively. However, no
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EPR studies exist for these compounds, and we report
here powder and single crystal measurements analysing
the results in terms of the structural characteristics and
comparing them with results in similar situations.

2. Experimental

2.1 Synthesis and crystallization of compounds
1and?2

All chemicals, were commercially available of
analytical- or reagent-grade purity, and used as
received. Compound 1 was prepared as described in
ref.17 Cu(NOs),-3H,O (2 mmol, 483 mg), glycine
(2 mmol, 150 mg) and NaOH (2 mmol, 80 mg) were
dissolved in warm water under stirring. Ethanolic
solution (5 mL) of 1,10-phenanthroline monohydrate
(2 mmol, 396.4 mg) was added to the solution that
was stirred for about 3 h at 60°C. The solution was
maintained at room temperature and pH = 8.0, and
after several weeks we obtained sky-blue rectangular
prismatic crystals of 1.

Compound 2 was prepared as described in ref.18;
140 mg (0.76 mmol) of phenanthroline were mixed with
130 mg (0.76 mmol) of CuCl, in 5 ml of 80% (v/v)
methanol-water solution. The precipitate was reacted
with 1.1 mg (0.015 mmol) of glycine and 1.3 mg
(0.015 mmol) of NaHCO; in water solution at 70°C.
The solution was maintained at room temperature and
after few weeks blue prismatic crystals were obtained.

Powder X-ray measurements confirmed that the syn-
thesized compounds 1 and 2 are those reported in refer-
ences17 and18. The grown crystals of both compounds
present good crystalline quality. They show well-
defined ab crystal faces, identified by optical goniomet-
ric measurements, and have dimensions ~1.80 x 0.40
x 0.25 mm? for 1 and ~0.80 x 0.30 x 0.15 mm? for 2.

2.2  EPR measurements

EPR measurements at room temperature in single crys-
tal and powder samples of compounds 1 and 2 made by
crushing single crystals were performed in an ESP-300
Bruker spectrometer working at 34.0 GHz (Q-band) and
at 9.77 GHz (X-band), with standard Bruker cylindrical
cavities operating with ~0.4 mT of 100 kHz magnetic
field modulation, and ~19 mW of microwave power.
Crystals of both samples were oriented by gluing their
ab growth faces to a face of cleaved single crystal cubic
holders of KBr with the b axis parallel to one of the
sides of the cube, in order to define a laboratory ortho-
gonal axes system xyz, with x//a, y//b, z/lc* = axb.
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The orientation of the magnetic field By, = uoH in
this coordinate system (uo is the permeability of the
vacuum) was varied by rotating the sample holder with
a goniometer (at 9.77 GHz), or rotating the magnet
(at 34.0 GHz) with By in the ab, bc* and ac* planes.
At each microwave frequency the EPR spectra were
recorded at 5° orientation intervals for 1 and 10° for
2 of the external magnetic field in these three ortho-
gonal planes, in a range of 180°. The magnetic field at
the position of the sample was calibrated using DPPH
(g = 2.0036) as field marker. A single EPR line with-
out hyperfine structure due to the copper nuclei or its
ligands was observed for any orientation of By in the
ac*, ab and bc* crystalline planes for compounds 1 and
2. Positions and peak-to-peak line widths (ABy) of the
resonance line were obtained by least-squares fitting the
spectra to Lorentzian derivative line shapes, as expected
for an exchange narrowed resonance and displayed by
the observed spectra. The positions of the crystalline
axes in these planes were determined within 1° from the
symmetry properties of the crystal axes.

3. Crystal structure and exchange pathways

Compound 1 is monoclinic, space group C2/c with lat-
tice parameters a = 20.572(3) A, b = 6.9987(10) A,
¢ =235613) A, B = 98.776(5)° and Z = 8 sym-
metry related molecules per unit cell.'” In the basal
plane the Cu ion is equatorially coordinated to nitrogen
atoms N1 and N2, belonging to a 1,10-phenanthroline
molecule, to nitrogen N3 and oxygen O,, belonging to
a glycine molecule, and in an apical position to a water
molecule Olw (see figure 1, obtained from the data of
Zhang et al.'”). The distances of the Cu ion to the N,
Ny, N3 and O, ligands are, 2.023, 1.993, 1.969, 1.950 A,
respectively while the distance to the oxygen Olw is
2416 A. A carboxylate oxygen O; from a neighbor-
ing glycine molecule in the sixth octahedral position
which may be considered as a structural bond because
of its relatively short length (d(Cu-O;) =2.634 A), com-
pletes a square bipyramid. The eight symmetry related
copper molecules in the unit cell of 1, labelled as
A = (x,y,2), B = (x,y,1/2-z2), C = (124x,1/2+y,z),
D = (172-x,1/2+y,1/2-z), E = (x,~y,-z), F = (x,-y,
—12+z2), G = (1/2—x,1/2-y,~z) and H = (1/2+x,1/2—
y,—1/2+z)"", where molecules B-H are obtained from
molecule A by 180° rotations around the crystallo-
graphic b axis or inversions, plus translations. In the
absence of couplings between Cu' ions, the EPR spec-
tra of single crystals should distinguish the resonances
of Cu" ions related by 180° rotations, but not those
related by inversions or translations. So, compound 1
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Figure 1. Projection on the bc* plane of the structure of compound 1, show-
ing the copper molecules and the chemical paths connecting Cuy to Cug, which
give rise to Cu chains along the b axis, and Cup to Cuu, connecting these
chains. The dashed and dotted lines indicate the H-bonds and w—m stacking
interactions, respectively. For clarity hydrogen atoms are omitted.

should display two resonances for most orientations of
B,. Exchange interactions between the Cu' ions may
produce merging and collapse of these EPR signals, and
also changes of the line width. The observed behaviour
will be used below to estimate exchange interactions
between Cu' ions.?!

Figure 1 also shows a projection on the bc plane
of 1 of the relevant exchange paths connecting neigh-
bour copper ions and giving rise to Cu" chains along
the b crystal axis. The path connecting neighbour
Cu, and Cug ions separated by 5.771 A in 1, con-
tains two branches. One is an equatorial-apical syn—
anti type carboxylate bond involving three atoms of
a glycine molecule -Cu,—02.,-C13-03,,—Cug—, with
total length d = 7.07 A. The other branch, —Cu,—O1w—
Hlw- - -03-C13-02-Cug—, contains a hydrogen bond
and has a total length of 10.851 A. Based on the longer
path length, the presence of a H-bond, and the greater
number of atoms in the path, the contribution of the sec-
ond branch should be much weaker than that supported
by the first branch, and its role in the exchange coupling
will be neglected. Figure 1 also shows how the copper
chains running parallel to the b axis are interconnected
by intermolecular w—m stacking interactions between
the phenanthroline rings of adjacent molecules through
the C4-C8 and C8—C4 carbons at a distance d [C4—-CS8]
=3.393 A.

Compound 2 belongs to the monoclinic P2,/n space
group, with lattice parameters a = 6.837(5), b =

12.21(1), ¢ = 20.25(2) A, B = 95.20(3), and Z = 2,'8
and its structure is shown in figure 2. The Cu" ions
occupy five-coordinated sites, surrounded in the equato-
rial plane by three nitrogen and one oxygen atoms from
a bidentate phenanthroline and a glycine molecule, as
in compound 1, plus one Cl atom in the axial position.
The distances of the Cu™ ions to the N1, N2, N3, O1 and
Cl atoms are 2.015, 2.014, 2.007, 1.950 and 2.573 A,
respectively. The four molecules in the unit cell of 2 at
A = (x,y.2), B = (1/2-x,112+y,1/2-z2), C = (—x,—Yy,—2)
and D = (1/2+x,1/2-y,1/2+z),'® are related by 180° rota-
tions around the b-axis, or inversion, plus translations,
so there are two magnetically non-equivalent sites in the
presence of an external magnetic field.

The exchange interactions between copper ions in
neighbour molecules are supported by two relevant
chemical paths containing one H-bond (see figure 2).
The first is the equatorial-equatorial path —Cus—
0O1-C13-02-H12. - - N3-Cug— connecting coppers at
d = 8.023 A along the b-direction with total length
of 9.729 A. The other is the equatorial-apical —Cu,—
N1-C1-C2- H2. - - C11-Cug- bond, connecting copper
ions separated by 7.549 A, with a total bond length of
11.137 A. Other paths observed in figure 2, as —Cu,—
Cl1---H19-06-H20- - -O1—Cug— and —Cu,—N3---H11-
03-H13---Cl1-Cug—, are of equatorial-apical type con-
necting copper ions separated by 7.549 A and each one
includes two H-bonds. According to the rules given by
Jeffrey® and Steiner,** and considering the structural
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Figure 2. Structure and chemical paths connecting copper ions in compound
2. Dashed and dotted lines indicate H-bonds and w—m stacking interactions,
respectively. For clarity hydrogen atoms are omitted.

data,'® the H-bonds C2— H2. - -ClI1 and O2- - -H12-N3
should be weak with electrostatic interaction, and the
paths Cl11. - -H19-06, O6-H20. - -O1, N3- - -H11-03
and O3-H13- - -Cl1 moderate and mostly electrostatic.

Neighbours Cu, and Cuc, and Cug and Cup are
connected by m—m stacking interactions between
adjacent phenanthroline rings, as well as between
phenanthroline rings and five-membered chelate rings,
at an average distance of 3.51 A. These stackings,
which run along the a-direction and are described
as Cgl(N1/C1-C5) and Cg2(N2/C6-C10) with
d = 3.567 A, Cg3(Cun/N1/C5/C6/N2) and Cgd(C4—
C7/C11/C12) with d = 3.460 A, together with the
H-bond network described above, stabilize the 3-D
structure and support the magnetic interactions.’?:%
The m—m stacking interactions (~10 kJ mol~') are
generally weaker than the H-bonds, (~15-40 kJ
mol~!).3® Paths containing two H-bonds are less effec-
tive than those with one H-bond as observed in others
studies**3> and are not considered here. All together,
they would give rise to an anisotropic 3D network of
exchange couplings. As explained before, in compound
2 one should observe two EPR signals corresponding
to sites A and B (or C and D), but this situation may be
changed by the exchange interactions.

4. Results and discussion
4.1 Powder EPR spectra

The powder spectra of compounds 1 and 2 at 33.9 GHz
(Q-band), are displayed in figure 3a and b, respectively.
Those at 9 GHz are less resolved and not shown. The
spectra are typical of Cu' jons with § = 1 occupy-
ing sites with tetragonal symmetry, and do not display
hyperfine structure in the g, region, as often occurs in
compounds where the copper ions are exchange cou-
pled, see for example figure 2 in ref. 37, They were fitted
using EasySpin,* a program working under Matlab*® as

described in ref. *°, using the spin Hamiltonian:

Hs = upS.g.By, (1)

where pp is the Bohr magneton, S = % is the effec-
tive spin operator, and g is the crystal g-matrix. We
consider spectra with a single resonance, consequence
of the exchange interaction between Cu'' ions in the
lattice that narrows and collapses the two expected
lines as explained by Anderson’s theories.*!**? The g-
values obtained from fittings of the powder spectra at
33.9 GHz are given in table 1, and the calculated spec-

tra are in good agreement with the experimental ones
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Figure 3. Q-band EPR spectra of powder samples of compound 1
(a) and 2 (b) measured at room temperature. Solid lines and dot-
ted lines represent, respectively, the experimental results and the
simulations obtained as explained in the text. o denote the qua-
lity of the spectral simulations defined by the rms deviations, o =
[(1/Np) Z; (Sexp,i —Ssim,i)*1'/%, where S is the signal amplitudes (experi-
mental and simulated) and the sum runs over the N, points i of the

spectra.

(see figure 3a and b). Small differences arise from the
simplifications of the simulation which assumes that the
principal directions of the g-matrix and the angular vari-
ation of the line width are the same, emphasizing the
convenience of EPR measurements in single crystals
when the line width are anisotropic.

4.2 Single crystal EPR spectra

Figure 4a, b, ¢ and d show spectra of single crystals
of both samples obtained with B, in the c*b plane at
X- and Q-bands displaying a single line in the stu-
died planes, indicating that the exchange interactions

are large enough to collapse the hyperfine splittings
with the I = 3/2 spin of the copper nuclei, the I = 1
of the nitrogen ligands, and the resonance lines of the
magnetically non-equivalent copper ions. Figure 5a and
b display the angular variations of the squared g-factors
of samples 1 and 2. In the Supplementary material,
figures S1 and S2 display the peak-to-peak line widths
observed at 33.9 GHz. The crystal g? matrices are the
averages of the molecular g matrices of sites A and
B. The experimental values of g?(0,¢) at 9.8 GHz (data
not shown) are similar, but less accurate than those
obtained at 33.9 GHz. The spin Hamiltonian of equation
1 was least squares fitted to the data for compounds 1
and 2 in figure 5a, and b and the components of g(0,¢)
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Table 1. (a) Eigenvalues g, g», and g3 of the g-tensor obtained from fits of the powder EPR spectra of compounds 1 and 2
at 33.9 GHz (see figure 3 and text). The components of the crystal g> matrices for compounds 1 (b) and 2 (c) are obtained by
least squares fits of the function g?(8,d) to the data in single crystals, displayed in figure 5. For each compound, (g2);, (g)2,
(g%)3 and ay, a;, a3 are the eigenvalues and eigenvectors of these gZ-matrices, where x//a, y//b, z//c* (¢* = axb). The axial
directions for each compound were calculated as the normals to the planes of equatorial ligands corresponding to site A.

(a) v = 33.9GHz
81 83

1 2.232(2) 2.082(5)

2 2.242(3) 2.065(4)

(b1 v =34.0 GHz v = 9.77 GHz

(8%)xx 4.3104(9) 4.3227(6)

(8%)yy 4.9817(9) 4.9811(7)

(&%) 4.2612(8) 4.2664(5)

(8%)xy 0.007(1) 0.0196(8)

(&) 0.039(1) 0.0319(8)

&%)y —0.005(1) —0.0152(8)

(g 4.982(1) 4.9821(7)

(&%) 4.240(1) 4.2519(7)

(g%)s 4.332(1) 4.3362(8)

a [0.010(1), 1,—0.007(2)] [0.031(1), 1,—0.022(1)]

a [0.481(7),—0.001(1),—0.876(4)] [0.409(6),—0.008(1), —0.912(3)]

as [0.876(4),—0.005(2),0.482(7)] [0.912(3),—0.037(1), 0.409(6)]
Axial direction [0.284, 0.952,—0.116]

8// 2.252(1) 2.251(3)

gL 2.059(1) 2.062(3)

20 141.2° 142.5°

D0toris 144.3°

(©2 v =34.0 GHz v =9.77 GHz

(8)xx 4.495(2) 4.424(3)

(8%)yy 4.241(1) 4.240(2)

(822 4.776(2) 4.840(3)

(89)xy —0.000(2) —0.013(3)

(@) —0.361(2) —0.336(4)

&%)y —0.003(2) —0.004(3)

(%) 5.023(2) 5.027(4)

(%), 4.241(2) 04.225(4)

(%)s 4.249(2) 4.251(4)

a [0.564(2),0.003(2),—0.825(1)] [0.487(3),0.003(3),—0.873(2)]

a [0.4(1),0.96(5),0.2(1)] [0.66(5),0.65(7),0.37(3)]

a3 [0.79(5),—0.2(2),0.54(3)] [0.57(6),—0.76(6),0.32(3)]
Axial direction [0.894 0.138 —0.426]

gy 2.243(3) 2.248(2)

' 2.059(3) 2.055(2)

2a 168.4° 159.6°

Dtoris 164.1°
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Figure 4. Representative experimental single crystal EPR spectra of 1 and 2, with the
magnetic field applied parallel to the c* and b crystalline axis, in the c*b plane at room
temperature. The left and right panels correspond to Q and X-bands, respectively.

obtained for 1 and 2 at each microwave frequencies
using the function,

g0, §) = (g7, sin’ B cos® b + (g7),, sin’ Bsin” ¢
+(8°),, cos’0 +2 (g7), sin®0sin d cos
+2(g?),, sin 0 cos 8 cos ¢

+2 (gz)yz sin O cos O sin ¢, (2)

are given in table 1, which includes the eigenvalues
(&)1, (g%), and (g%)s, that agree with those obtained
from simulations of the powder spectra and the eigen-
vectors of the g?> matrices.The calculated values of
2%(0,¢) (solid lines in figure 5a, b) are in good
agreement with the experiments. For 1 the g-factor is
largest along the b axis, direction of the chains, (g, =
(()1)? ), see figure Sa. Also, (8)2): ~ ((§7))F ~
g1. Meanwhile, g/, is in the c*a plane for 2, far from
the axes, so the axial symmetry of g2 is less evident in
figure 5b. The pattern g,, > g, > 2 observed in table 1
for both compounds is consistent with the geometry
of the copper ion sites suggesting a d(x>-y?) ground
orbital state,** as observed for other ternary compounds
contaning copper and phenanthroline or other aromatic
ligands.”!**% Following ideas described previously,*
the eigenvalues of the crystal g> matrices were used to
obtain the molecular g-values for sites A and B and

the angle between their apical directions, which are
included in table 1. together with the crystallographic
angles.

The large angular variations of the peak-to-peak line
width AB(8,¢$) for compounds 1 and 2 observed at 9.8
and 33.9 GHz in the ac*, ab and bc* crystalline planes
(figures S1 and S2) are approximately frequency inde-
pendent, i.e., the observed differences between AB,
values at Q and X bands are less of 10% of the line
width. This result indicates that the residual Zeeman
interaction,”’ related to the existence of magnetically
nonequivalent copper sites in the lattice**!:*8-5% do not
contribute to the EPR broadening. This result is used
below to set lower limits to the magnitudes of the
exchange couplings between copper ions in 1 and 2.

4.3  Discussion

In solid paramagnetic materials the line width is fre-
quently governed by dipolar and exchange interac-
tions.’!3? Dipolar interactions broaden the resonances,
while exchange interactions narrow them. Another
source of exchange broadening, appearing together
with the collapse of the resonances of spins in sym-
metry related lattice sites which are magnetically
non-equivalent, were discussed initially by Yokota
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" (@) [Cu(phen)(Gly)(H,0)].NO, 1 5H,0]
133.9 GHz

4.2 ———————+———+—+——+—+—1
[Cu(Gly)(phen)Cl],.7H,O
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Figure 5. g2 factors observed at 33.9 GHz and 300 K for
B, applied in the orthogonal planes c*a, c¢*b and ab in com-
pounds 1 and 2. The solid lines were obtained with the
components of the g? matrix given in table 1.

and Koide™ (see also refs. 31 and 47). According
Anderson’s theory for the collapse of the resonances in
the exchange narrowing regime, the resonances corres-
ponding to different spins collapse when the exchange
coupling equals the energy difference of the spins.*!**?
This allows setting lower limits on the magnitudes of
the exchange couplings between neighbour coppers in
1 and 2 from the EPR results described above. An esti-
mate is obtained considering the resonance condition
gupBy = hv and the condition given by Anderson’s
theory. A difference §g in the g-factors of sites A and
B would give rise to a distance |8B| = (hv/up)|8gl/g>
in the fields of their resonances, and the minimum
exchange interaction coupling J needed to collapse
these resonances is:

[J| > gugdB = hvdg/g,

Ricardo C Santana et al.

where the maximun value of g that may occur for two
symmetry related spins is g < g,,— g.. Thus, the con-
dition for observing a collapsed resonance and similar
linewidths at the two microwave frequencies is:

|J| > gusdB = hvdg/g, or,
[J| = hv(g), —81)/8we = 3hv(g, —g1)/(g),+28.).

Considering the g-values in table 1, this equation allows
estimating |J| > 0.12 cm™! as a minimum value of
the exchange couplings between neighbour coppers that
could produce the full collapse of the two expected
resonances observed at v = 34 GHz. This exchange
coupling would collapse the spectral structure due to
rotated sites in the lattice and also destroy the hyper-
fine structure, producing nearly frequency independent
line widths. On the other hand, since the dipolar inter-
actions are related to the distance R between the inter-
acting Cu" ions by Dy, ~ 3 g*(up)*/(2R%),' 12315
one estimates Dy, ~ 0.036 cm™' and ~ 0.016 cm™'
for compounds 1 (dcy_cy = 5.771 A)and 2 (dey_co =
7.549 A ), respectively. Since this dipolar couplings
are much smaller than the exchange coupling estimated
above, dipolar broadening is destroyed by the exchange
and considered less important. The collapse of the reso-
nances due to rotated sites in the lattice is considered the
most important consequence of the exchange coupling
in 1 and 2.

In the case of compound 1, we may compare the
lower limit |J| > 0.12 cm™' calculated above with the
prediction |Jic| ~0.15 cm™! of Levstein and Calvo?
for the exchange coupling supported by a syn—anti car-
boxylate bridge with the distance of 2.634 A for the
non-covalent section of the syn—anti carboxylate path in
1. The agreement supports our previous estimate. Since
the spin chains in 1 are not well-isolated, as indicated
by the analysis of the structure, the lineshape do not fol-
low the predictions of Dietz et al.> for spin chains, and
is mainly lorentzian.

In the case of compound 2, as described above
exchange paths with greater complexity, our magne-
tostructural analysis is necessarily weaker. We suggest
that the magnitude of the exchange constant J have the
same lower limiting value as for 1. Considering the
structural data described in references 17 and 18 (see
figures 1 and 2 and also figure 2 of Yoshizawa et al.>),
the stacking angle is 180° for 1 and 2, and the posi-
tive spin density of one layer is coupled to the nega-
tive spin density of the adjacent layer, and according
their results the exchange interaction between the metal
centres would be ferromagnetic in both compounds.
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5. Conclusions

The g-matrices and the angular variation of the line
width of two ternary compounds containing glycine and
phenanthroline were evaluated from single crystal EPR
measurements at room temperature. The result reflects
magnetically coupled copper ions where the observed
g-factor is the average of the molecular g-matrices
of two symmetry related copper ions. The complex
angular variation of the EPR line width observed in
both compounds is influenced by competing broadening
and narrowing mechanisms, such as magnetic dipole—
dipole, hyperfine exchange and Zeeman interactions,
which change the resonance line width with different
angular dependences. Nevertheless, the leading role in
the exchange narrowing process is the collapse of reso-
nances due to rotated sites in the lattice. Considering
this collapse, we estimate in the case of compound 1
a lower limit for the exchange coupling between cop-
per neighbours that supports predictions of an earlier
study of syn—anti carboxylate bridges. Our investiga-
tion also provides update on the role of the hydropho-
bic interactions to support exchange interactions, but
more theoretical work and experimental studies in com-
pounds with copper ions connected by w—m stacking or
H-bondings should be performed.

Supplementary information

Electronic supplementary information (figures S1 and
S2) can be found in www.ias.ac.in/chemsci.
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