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Two new pyridylalkylamide ligands containing phenol groups appended to the amide, 2-hydroxy-N-(2-
pyridylmethyl)benzamide (HL™") and 2-hydroxy-N-(2-pyridylethyl)benzamide (HL""°H"), were synthe-
sized. Copper(Il) complexes of these ligands were synthesized and characterized by X-ray crystallography,
ESI-MS, FTIR, UV/Vis, and EPR spectroscopy. When basic Et3N was used to deprotonate the ligands, tetra-
copper(Il) [Cuy(LP"),] (1) or dicopper(Il) [Cu,(LP"),(CH;0H),] (3) were formed. When base was not used,
mononuclear [Cu(HL™"),Cl,] (2) resulted. Complex 1 possesses a distorted cubane-like structure, with
the ligands bridging via the phenoxo oxygen atoms, and the copper atoms possessing a distorted square
planar geometry. The ligands in dimeric complex 3 also bridge between copper(Il) atoms via the phenoxo
oxygen atoms, and the copper atoms are square pyramidal. Monomeric 2 is a tetragonally distorted six-
coordinate species with pyridyl N atoms and chloride ligands in the equatorial plane, and long interactions
with the amide carbonyl O atoms in the axial positions.

© 2009 Elsevier B.V. All rights reserved.

Polynuclear copper clusters have attracted much attention due
to their relevance in bioinorganic modeling chemistry, as well as
interest in their magnetic properties. The Cus04 unit is the most
widely investigated member of the larger class of M40, clusters.
Hydroxo- or alkoxo-bridged tetranuclear copper complexes with
cubane-like structures have been synthesized and characterized,
with particular attention given to their magnetic properties [1,2].
In most cases, the copper is five-coordinate with N or O donors
from different organic ligands, forming a square pyramidal geom-
etry. There is only one reported hydroxo-bridged, four-coordinate
copper complex with an open cubane-like Cuy04 framework [3].
Here, we reported the first four-coordinate phenoxo-bridged tetra-
nuclear copper complex with distorted cubane geometry.

Recently, our laboratory has focused on the synthesis and char-
acterization of copper clusters using a series of pyridylmethylam-
ide ligands [4-10]. Pyridyl amide ligands exhibit totally different
coordination modes depending on the presence or absence of base
used in the synthesis of complexes, since a base will deprotonate
the amide group. In addition, different substituents connected to
the amide result in different coordination geometries of the copper
complexes due to steric considerations. An octanuclear copper(Il)
complex, [CugLg(OH)4](Cl04),, with bridging amidate L~ ligands,
where HL = N-(2-pyridylmethyl)acetamide, was the first example
of multicopper species synthesized in our laboratory [9]. More re-
cently, other multicopper complexes with pyridylmethylamide li-
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gands containing alkyl or aryl groups in place of the methyl
group in HL (HL™, HLM®3, and HL™) were also reported, including
hydroxo- and methoxo-bridged complexes [Cu4(L"™)4(OH),]
(C104),, [Cup(HLV'*?),(OMe),](OTf), and [Cuy(HL™?),(OMe),](OTf),
[8]. Here we report two new ligands and their copper(Il) complexes
where we have introduced a phenol group into the pyridyl amide
ligand as shown in Scheme 1.

Two new ligands were designed based on pyridylamide ligands
previously synthesized in our laboratory [5-12], by replacing the al-
kyl or aryl functional group in HLR with a phenol group (see Scheme
1). 2-Hydroxyphenyl-N-(2-pyridylmethyl)acetamide (HL""°") and
2-hydroxyphenyl-N-(2-pyridylethyl)acetamide  (HL?™") differ
only in the number of carbon atoms connecting the pyridyl group
to the amide group. Both ligands were synthesized by the coupling
reaction between salicylic acid and the corresponding 2-amino-
alkylpyridine in the presence of DCC and HOBT [13].

Addition of Cu(OTf), dissolved in CH30H to a stirred CH;0H
solution of HLP"®" and Et;N led to the formation of a dark green
solution from which dark green crystals of [Cu,(L""©),] (1) were
isolated [13,14]. Crystallographic analysis shows that 1 is a tetra-
nuclear copper(Ill) cluster, with a distorted cubane structure
(Fig. 1 and S1). The neutral [Cus(L™°),] complex consists of four
copper(Il) atoms and four fully deprotonated (L*"°)>~ ligands. Each
copper center is four-coordinate square planar with two N donors
(pyridyl and amidate groups) and one phenoxo O donor from one
ligand, and the fourth coordination site occupied by another phen-
oxo O donor from a second ligand. The nearly square planar geom-
etry is supported by a 7, value of 0.04, where a value of 0.0
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Scheme 1. Ligands used in this study: HL""" and HL"™". The amide NH and the
phenol OH can be deprotonated to produce divalent anionic ligands (L*°)>*~ and
(LPhO’)Z—.

corresponds to perfect square planar and a value of 1.0 corre-
sponds to perfect tetrahedral [5]. The Cus0,4 core structure forms
a distorted cube, with four Cu and four O atoms occupying alter-
nate vertices. The four copper atoms are bridged by four u,-phen-
oxo atoms. The Cu-N and Cu-O bond lengths are typical for
copper(Il) complexes, and the trans angles of the square planar
copper centers are in the range of 175.67-179.20°, which supports
the slightly distorted square-planar geometry assignment. The
phenoxo-bridged Cu.--Cu distances are 3.279 A for CulB---CulC
and 3.291 A for CulA...CulB, while the unbridged Cu.--Cu dis-
tances are 3.218 A for CulB.--CulD and 3.288 A for CulA.--CulC.
Additional weak interactions in the apical positions of the copper
coordination sphere are evident from the long Cu---O(phenoxo)
distances. There is little difference between these distances, with
the Cu---O(phenoxo) distances in the apical positions of 3.727 A
(CulA---017D) and 3.690A (CulB---017A). There are strong
m-- -7 interactions between the pyridyl and phenoxo aromatic
rings, with centroid-centroid distances of 3.426 A and 3.727 A.
The = - -7 interactions, which are an important class of noncova-
lent intermolecular forces [15], have an almost perfect face-to-face
alignment in 1.

The ESI-MS data for complex 1 in CH3OH indicates the presence
of the cluster complex in solution. The peak at m/z = 601.90 corre-
sponds to a dication comprised of the cluster plus two sodium ions,
{[Cu,4(LPPO),] + 2Na}?*, while the peak at m/z = 1181.06 corresponds
to the cluster plus one sodium ion, {[Cu,(L""°),] + Na}*.

Fig. 1. Representation of the X-ray crystal structure of 1. All hydrogen atoms have
been omitted for clarity. Selected bond lengths (A) and angles (°): CulA-N1A,
1.9948(16); CulB-N1B, 1.9910(16); CulA-N8A, 1.8892(16); CulB-N8B,
1.8961(16); CulA-O17A, 1.9451(13); CulA-017B, 1.9906(13); CulB-O17B,
1.9619(14); CulB-017C, 1.9833(13); N8A-CulA-017A, 94.36(6); N8A-CulA-
N1A, 84.60(7); N8A-CulA-017B, 175.67(6); 017A-Cu1A-017B, 85.42(5); 017B-
CulA-N1A, 95.63(6); 017A-CulA-N1A, 178.95(6). See Figure S1 for the thermal
ellipsoid plot of 1.

Several factors determine the magnetic properties of the Cu,04
clusters, including Cu—O distances, Cu---Cu distances, Cu—O—Cu
bond angles, and the geometry of copper and oxygen. The
Cu—0-Cu bond angle is the major factor that controls the mag-
netic interactions. Magnetic measurements were carried out on
solutions of 1 by the Evans method. The effective magnetic mo-
ment () value of 1.813 BM/Cu suggests no antiferromagnetic
interactions between the copper atoms in 1, in contrast to other
complexes, perhaps due to the larger Cu—O—Cu bond angles
(112.8-113.2°) in 1 [16,17]. The typical axial X-band EPR spectrum
of complex 1 further supports the absence of magnetic interactions
between copper(ll) ions in the cluster.

Using CuCl, instead of Cu(OTf),, and without base present to
deprotonate HL™H, mononuclear complex [Cu(HL"""),Cl,] (2)
was synthesized [13,18]. The absence of base in the synthesis of
2 results in the NH and OH groups not coordinating to the copper
atom. We also tried the same reaction with CuCl; in the presence of
EtsN, but crystals suitable for X-ray analysis were not isolated. The
structure of 2, as revealed by X-ray crystallographic analysis, con-
sists of a mononuclear copper complex with one copper(ll), two
neutral HL™"H ligands, and two chloride ligands (Fig. 2). The cop-
per is tetragonally distorted six-coordinate with two pyridyl N
atoms from the ligands and two chlorides making up the equatorial
plane, and long interactions with amide carbonyl O atoms in the
axial positions. The Cu-N and Cu-Cl distances in 2 are typical for
these bonds, and the longer Cu.--O distance of 2.5557(14) A in
the apical positions indicate weak interactions between Cu and
the amide carbonyl O atoms. There is intramolecular hydrogen
bonding between the carbonyl O and OH from the phenol group,
with a 01---02 distance of 2.695 A and a 01-H---02 bond angle
of 144°. Finally, there are intermolecular hydrogen bonding

Fig. 2. Representation of the X-ray crystal structure of 2 with thermal ellipsoids at
the 50% probability level. Selected bond lengths (A) and angles (°): Cul-N1,
2.0408(15); Cul-Cl1, 2.3062(6); Cu1-02, 2.5557(14); N1-Cu1-Cl1, 91.33(4); N1'-
Cul-Cl1, 88.75(4).
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interactions between the Cl and the NH amide groups, with a
N.-.Cl distance of 3.261 A and a N-H. - -Cl bond angle of 156°.

Binuclear complex [Cuy(L™®),(CH30H)] (3) was prepared by
the same synthetic method as complex 1 using Cu(OTf), and
Et;N in CH;OH, but substituting the HL™ ligand for HLP"™H
[13,19]. In contrast to 1, the structure of 3 (Fig. 3) is significantly
different, with a binuclear structure that consists of two copper
ions and two deprotonated ligands (L""*')2~. The two copper atoms
are bridged by two phenoxo O atoms, forming a Cu,0-, core struc-
ture. Each copper is five-coordinate with two N donors (pyridyl
and amidate) and one phenoxo O donor from one ligand, and a
phenoxo O donor from the second ligand making up the basal
plane. The fifth coordination site is occupied by a methanol solvent
molecule in the axial position, forming a distorted square pyrami-
dal geometry, which is supported by a 75 value of 0.180 for 3,
where a value of 0.0 corresponds to perfect square pyramidal
and a value of 1.0 corresponds to perfect trigonal bipyramidal
[20]. The Cu-Opeon bond length of 2.3476(14) A is longer than
the Cu-Opphenoxo and Cu-N bond lengths in 3. The basal positions
are occupied by two N atoms and two O atoms from the ligands.
The N,0, donor set is almost planar, and the Cul and CulA centers
are displaced from the N,0, mean plane by 0.1076 A and 0.1215 A,
respectively, toward the coordinated methanol solvents. The
Cu---Cu distance is 3.062 A, which is similar to other reported
phenoxo-bridged dicopper complexes [16,17,21-23].

The magnetostructural relationship in phenoxo-bridged binu-
clear copper complexes has been widely investigated. The effective
magnetic moment (u¢) of complex 3 is 1.879 BM/Cu, which sug-
gests no antiferromagnetic interaction between the two copper
atoms. The X-band EPR spectrum of complex 3 is similar to com-
plex 1, and shows a typical axial signal, supporting the absence
of magnetic coupling. The electrospray ionization mass spectra
(ESI-MS) of 3 reveals the presence of the compound in solution,
with a peak at m/z=607.87 corresponding to {[Cuy(L™°"),] + H}*
without the coordinated methanol molecules.

Fig. 3. Representation of the X-ray crystal structure of 3 with thermal ellipsoids at
the 50% probability level. Selected bond lengths (A) and angles (°): Cul-N10,
1.9362(16); Cu1-N14, 1.9954(17); Cu1-01, 1.9530(13); Cu1-01’, 1.9831(13); Cul-
019, 2.3476(14); N10-Cu1-N14, 93.50(7); N10 -Cu1-019, 86.96(5); 01-Cu1-N14,
173.74(6); N14 -Cu1-019, 88.21(6); Cu1-01-CulA, 102.13(6).

In summary, two new ligands, HL™™" and HLP"" were de-
signed and synthesized as an extension to our previous work.
Two multinuclear copper(Il) complexes, 1 and 3, were synthesized
and characterized. In both complexes, the ligands have similar
coordination modes, coordinating via the pyridyl N, amidate N,
and phenoxo O atoms. The differences between HL""°" and HLPMOH
have some important steric effects on the nuclearity of the copper
complexes. In tetranuclear 1, (L™™)?~ forms a five-membered ring
between the copper and the pyridyl-amidate chelate, while in the
binuclear 3, (L™™)?~ forms a six-membered ring between the cop-
per and the pyridyl-amidate chelate, since (L""°')*~contains an
additional carbon atom in the linkage between the pyridyl ring
and the amide. In addition, the coordination mode of the copper
is different, one is four-coordinate, and the other is five-coordinate.
All of these differences illustrate the effects of ligand flexibility on
the nuclearity and the coordination geometry in copper complexes
with these ligands.
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thesis and characterization details for HLP"H HLPPOH' and 1-3.
Supplementary data associated with this article can be found, in
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