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Co(II) and Cu(II) complexes of Schiff base N,N’-bis-(salicylidene)-o-tolidine (OTSA) are reported and
characterized based on elemental analyses, IR, EPR, solid reflectance, magnetic moment, molar conductance
and cyclic voltammogram. Their low electrical conductance values indicate that all the complexes are non-
electrolytes. The obtained spectral data suggest that Co(II) complexes have distorted octahedral geometry
and Cu(II) complexes have pseudo-tetrahedral, distorted octahedral and square-planar geometry, depending
on the copper salt and the molar ratio ligand: copper ion used. In all complexes, OTSA acts as binegative
tetradentate, around the metallic ion, while in 3 and 6 acts as mononegative bidentate. The synthesized
compounds have been tested against Staphylococcus aureus ATCC 25923; Enterococcus faecalis ATCC
29212, Escherichia coli ATCC 25922; Pseudomonas aeruginosa ATCC 27853. A comparative study of the MIC
values indicates that the tetracoordinated complexes have better action than the hexacoordinated compounds
and the Cu(II) complexes are more active than Co(II) complexes.
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The coordination chemistry of Schiff bases derived from
the reaction of salicylaldehyde and diamines has been the
subject of many studies and a number of them are used as
oxygen carries to mimic complicated biological systems
[1-5]. Schiff bases ligands have an affinity for transitional
metals such as Cu, Co, Ni, Zn, Mn, Fe. Some of these
complexes have been studied in great deal for their various
structures, steric effects and their coordination chemistry
[6,7].

Schiff bases derived from aromatic substituted diamines
and salicylaldehyde are usually tetradentate with N2O2
donor set, but they can also act in a neutral or monobasic
bidentate manner [8]. In view of this and in continuation of

our studies of Schiff bases complexes [ 9,10], this paper
described the synthesis and characterization of Cu(II) and
Co(II) complexes obtained by reaction of N,N’-bis-
(salicylidene)-o-tolidine (OTSA) with various metal salts
(Scheme 1). These studies have been mainly directed
toward identifying the group directly attached to the metal
site and establishing the structure of the coordination
compounds thus formed. More, these complexes were also
tested for their antibacterial activity comparatively with
that of the free ligand.

Experimental part
The melting points were determined with Stuart

Scientific SMP3 apparatus and are uncorrected. The content

Scheme 1
Synthesis of OTSA and their Co(II) and

Cu(II) complexes
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of metallic ions was determined by atomic absorption
spectroscopy with Varian-A240 spectrometer; C, H, and N
were done with ECS-40-10-Costeh microdosimeter, after
drying the compounds at 105oC. The molar conductivity
was determined in DMF (10-3 M), at room temperature,
using Consort C533 conductometer. Electronic spectra
were recorded by the diffuse-reflectance technique, using
MgO as diluting matrix, on a JASCO UV–VIS 540
spectrophotometer. IR spectra were recorded with Fourier
FTS-135 BioRad spectrophotometer in the 4000–400 cm-1

region using KBr pellets and with Escalibur FT-IR/ATR in
the 400-150 cm-1 region. Cyclic voltammetr y was
performed using a UNISCAN PG 580 or Voltalab 80 system.
The NMR spectra were registered on a Varian Gemini 300
BB spectrometer working at 300 MHz for 1H and 75 MHz
for 13C in DMSO-d6. All chemical shifts are reported in δ
(ppm) using TMS as an internal standard. The mass spectra
of ligand was registered with a triple quadrupole mass
spectrometer Varian 1200 L/MS/MS coupled with a high
performance liquid chromatograph with Varian ProStar 240
pump and a Varian ProStar 410 automatic injector. For the
obtainment of ions was used an electrospray interface
(ESI). The solvent used was DMSO the mobile phase was
30% water and 70% methanol. The required chemicals
were purchased from Merck and Sigma-Aldrich and all
manipulations were performed using materials as received.

Synthesis of N, N’-bis-(salicylidene)-o-tolidine (1) (OTSA)
[11]

o-Tolidine (2.5g; 11.8 mmol) is dissolved in hot ethanol
(50 cm3). Then add 2-3 drops of glacial acetic acid and
salicylaldehyde (2.875g; 23.6 mmol). The obtained
reaction mixture, intense yellow colored, was refluxed with
boiling for 4 h, under constant stirring. After cooling, orange
crystals were collected by filtration and recrystalized from
benzene.

89% yield; m.p.= 204oC (lit. 200 oC); Anal. Calc. (%) for
C28H24N2O2 (420.50 g/mol): C-79.98; H-5.75; N-6.66; Exp.:
C-79.91; H-5.70; N-6.60; IR (KBr, cm-1): 3455m (OH),
3056m (CHaryl), 2969m, 2917w (CH3), 2718w (NH...O),
1617s (C=N), 1565s, 1483m (C=Caryl); ESI-MS, m/z (%):
420.18 (33); 180.90 (100); 120.09 (25); 1H-RMN (DMSO-
d6, δ, ppm): 13.38 (s; 2H; OH); 8.97 (s; 2H; H-7,7’); 7.68
(m; 6H; H-2,2’,5,5’,6,6;); 7.44 (m; 6H; H-9,9’,11,11’,12,12’);
6.99 (bd; J=7.7 Hz; 2H; H-10,10’); 2.42 (s; 2H; H-14,14’);
13C-RMN (DMSO-d6, δ, ppm): 162.72 (C-7,7’); 160.49 (C-
13,13’); 146.05 (C-4,4’); 137.86 (C-1,1’); 133,30 (C-12,12’);
132.62 (C-2,2’); 132.50 (C-3,3’); 128.59 (C-6,6’); 125.16
(C-5,5’); 119.48 (C-13,13’); 119.13 (C-10,10’); 118.52 (C-
11,11’); 116.61 (C-12,12’); 17.97 (C-14,14’).

Synthesis of complexes
We prepared the complexes with CoCl2, Co(OCOCH3)2

xH2O, CuCl2, Cu(NO3)2. The ethanolic solution of metallic
ion (1 mmol salt/5 mL ethanol) was mixed with stirring
with a hot clear solution of OTSA in benzene (2 mmol OTSA/
20 mL benzene) in molar ratio M:L= 1:1 for (3), (5), (6)
and 1: 2 for (2) and (4). After refluxing the contents, colored
complex were separated out in each case. They were
filtered, washed successively with hot ethanol, cold
ethanol, hot benzene and diethyl ether and finally dried
under vacuum.

Co(II) and Cu(II) complexes were found to be air stable
and insoluble in water, alcohol, but soluble in DMSO and
DMF. The analytical data of the complexes together with
some physical properties are summarized in table 1. The
molar conductivity values (DMF, 10-3 M) indicate that these
complexes are non-electrolytes.

Antibacterial activity
The synthesized compounds were tested for their in vitro

antimicrobial activity against the Gram-positive bacteria
(Staphylococcus aureus ATCC 25923; Enterococcus faecalis
ATCC 29212), Gram-negative bacteria (Escherichia coli
ATCC 25922; Pseudomonas aeruginosa ATCC 27853) by
using the broth dilution method [12,13] for determination
of MIC. Streptomycin was used as control drug. The
materials used were 96-well plates, suspensions of
microorganism (0.5 McFarland), Muller–Hinton broth
(Merck), solutions of the substances to be tested (2048
μg/mL in DMSO). The following concentrations of the
substances to be tested were obtained in the 96-well plates:
1024, 512, 256, 128, 64, 32,16, 8, 4, 2 μg/mL. After incubation
at 37oC for 18–24 h, the MIC for each tested substance was
determined by macroscopic observation of microbial
growth. It corresponds to the well with the lowest
concentration of the tested substance where microbial
growth was clearly inhibited.

Results and discussion
IR spectra

The characteristic bands in the IR spectra of the ligand
and its metal complexes are listed in table 2. The shift of
νC=N to lower frequency in all IR spectra of the complexes
indicating that the azomethine nitrogen atom coordinates
to the metal ion. This result is in accordance with the
expectation that N-coordination to a metal ion having filled
π-orbital should result in a shift towards the lower energy
region in the νC=N [14]. The broad band that appeared in
the IR spectrum of OTSA at 2718 cm-1 is assigned to the

Table 1
ANALYTICAL AND PHYSICAL CHARACTERIZATION OF THE TITLE COMPOUNDS
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stretching vibration of the intramolecular hydrogen bonded
OH in the molecule [15]. This band disappears in all
complexes (except 3 and 6). Better than that the new band
in the 1269-1381 cm-1 region, which is attributed to the
valence vibration of C-O bond, confirmed the deprotonation
of phenolic OH group of the ligand and complexation to
the metal ion by this group [15]. These results suggest the
binegative tetradentate behaviour for OTSA. For
compounds 3 and 6, the presence of characteristic bands
of intramolecular hydrogen bonded at 2759 and 2728 cm-

1, confirms in these case, that the ligand behaves
mononegative bidentate [16,17]. The coordinated
bidentate acetate ion in the Co(II) acetate complex 3 is
confirmed by the existence of two bands at 1516 and 1433
cm-1 assigned to ν asymmetric and ν symmetric acetate.
The difference between the two frequencies is less than
100 cm-1, value which confirm the presence of bidentate
mononegative acetate [16,17]. All compounds exhibit a
broad and relatively intense band around 3400 cm-1 which
indicates the presence of water molecules. This band
corresponds to the (O–H) stretching vibration. For all the
complexes, this band is accompanied by two new bands
in the 700-800 cm-1 range, assigned to the rocking and
wagging modes of (O–H) group [16,18]. This suggests that
the water molecules are indeed coordinated. Additionally,
all spectra of 2–6 exhibit two bands which are not found in
the free ligand spectrum. These bands appear at lower
frequencies, in the 400–500 cm-1 range, have medium
intensity and correspond to the stretching vibration of the
new M–N and M–O bonds [16, 19,20].

Electronic spectra and magnetic studies
The nature of the ligand field around metal ion and the

geometry of the metal complexes have been deduced
from the electronic spectra and magnetic moment data of
the complexes (table 3). Cobalt(II) complexes 2 and 3
exhibit a typical electronic spectrum for octahedral species
in the solid state [21,22]. Two main bands are observed at
14,684, 15,890 cm-1 and 17,761, 18,790 cm-1 respectively,
which are assigned to 4A2g(F) ←4T1g(F) (ν2) and 4T1g(P)
←4T1g(F) (ν3) transitions. The band ν1 due the transition
←4T1g(F) ←4T2g(F) which is usually under 10,000 cm-1, as
ligand field parameters, 10Dq, B and β were calculated
using the following equations:

10Dq = 1/3 (2ν2 – ν3) + 5B
B = 1/510 [7(ν3 – 2ν2) ± 3 {81ν3

2 16 (ν2 – ν3)}1/2

10Dq = (ν2 – ν1)

The calculated values of the ligand field parameters
10Dq = 7839 cm-1, B = 794 cm-1 for 2 and 10Dq = 8416
cm-1, B = 817 cm-1 for 3 are in good agreement with the
predicted values for octahedral complexes of Co(II) [23].
The nephelauxetic ratio β = B/B0 = 0.82 for the complex 2
and 0.84 for complex 3 suggesting an ionic character of
cobalt(II)-ligand bonds [24]. The room temperature
magnetic moment values, 4.8-5.8 B.M., demonstrate that
the Co(II) complexes are paramagnetic and have a high-
spin octahedral configuration with 4T1g(F) ground state
[25].

In the electronic spectra of complex 4, the bands which
were observed at 13.605 and 11.574 cm-1, due to dxy→dz

2,
dx

2
-y

2 and dxy→dxz,yz transitions, suggesting a pseudo-
tetrahedral configuration around the central metal ion [21].
The complex was found paramagnetic with magnetic
moments 2.43 BM, which is normal for Cu(II) with pseudo-
tetrahedral stereochemistry.

The electronic spectra for 5 exhibits three bands
observed at 11.590, 14.025 and 16,077 cm-1 which may be
assigned to dx

2-y
2→ dz

2, dx
2-y

2→ dxy and dx
2-y

2→dxz,yz
transitions, due to the octahedral (D4h) geometry around
Cu(II) [21]. For this complex μeff = 1.28BM < 2BM suggests
an antiferromagnetic interaction in the dinuclear
compound [26].

The solid state reflectance spectra of the complex 6
exhibit two well separated d-d bands at 18.452 and 15.923
cm-1, which are attributed to dx

2-y
2→dxz,yz and dx

2-y
2→dxy

transition and are typical of Cu(II) present in a square-planar
coordination geometry [24].

EPR spectra
The tensor value {g} of copper complexes obtained from

EPR spectra recorded on powder at room temperature
confirms the conclusions concerning the geometry of
metalic ion. In pseudo-tetrahedral complex 4 the unpaired
electron lies in the dxy orbital giving 2B1 as ground state. The
g values obtained in these cases (gII = 2.217,  g⊥ = 2.052)
and G = 4.05 indicate an increase of the covalent nature of
the bonding between the metal ion and the ligand molecule
[21,28]. In square-planar complex 6, the unpair electron
lies in the dx

2-y
2 orbital giving 2B1g as ground state, with

gII>g⊥> 2.0053 (2.127>2.050). The exchange interaction
is considerable in solid state and the local tetragonal axes
are misaligned [25-27]. The room temperature EPR spectra

Table 2
INFRARED ABSORPTION FREQUENCIES (CM-1) OF THE NEW OBTAINED COMPLEXES
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of Cu(II) complex 5 exhibits an isotopic signal with giso =
2.080 which confirms the octahedral geometry for metallic
ion [30,31].

Cyclic voltammetry
Determinations were made in DMSO, in an electrolytic

cell with three electrodes: working electrode (platinum
electrode with a diameter of 3 mm), reference electrode
(Ag / AgCl, 3M KCl) and auxiliary electrode (platinum wire),
using n-butilamoniu perchlorate as supporting electrolyte.
In the case of [Cu2(OTSA)Cl2(H2O)2] complex 4, the one
electron reduction peak, which is attributed to the Cu(II)/
Cu(I) couple, occurs at Epc = 0.23 V, with an associated re-
oxidation peak in the reverse scan at Epa = 0.47 V. The
difference between cathodic and anodic peak potentials
for Cu(II) complex (ΔEp) is 0.24 V, has a value which
indicates that redox process involves a high energy. This
requires a high stability of this complex [32]. Also, ΔEp
value indicated that the electrode process is controlled by
diffusion and has a quasi-reversible character. This behavior
may suggest that both the Cu(II) and Cu(I) forms appear
in a similar planar configuration, so the electron transfer
does not require larger reorganization of the complex and

this is in good agreement with the spectroscopic results
[33].

For the complex 5, [Cu2(OTSA)2(H2O)4], there are three
peaks. The cathodic peak 1 and anodic peak 3 consist of a
pair of redox peaks, which can be attributed to Cu2+    Cu+

, exhibiting a quasi-reversible process[34,35]. The potential
for the pair of redox peaks is as follows: Epa = 0.479 V, Epc
= 0.355 V, the half-wave potential is located at E1/2 = 0.417
V, the difference between the peaks is ΔEp = 0.124 V, and
the peak current ratio Ipa/ Ipc  = 0.84. Another cathodic
peak 2 is a single one, attributed to Cu+    Cu0 exhibiting
an irreversible process [31,32], while Epc = 0.003 V  and
Ipc = 0.46 μA.

The cyclic voltammogram of the complex 6 ,
[Cu(OTSA)Cl(H2O)], obtained in DMSO solution at room
temperature, shows a redox process corresponding to the
copper(II)/copper(I) couple at Epa = +0.40 V and the
associated cathodic peak at Epc = +0.13 V. This couple is
found to be quasi-reversible as the peak separation
between the anodic and cathodic potential. Value ΔEp =
0.24 V indicates that redox process involves a high energy
and proves the high stability of this complex [36,37].

Thus, based on these analytical and physico-chemical
data, the proposed structures for the complexes are shown
in figure 1.

Table 3
ELECTRONIC SPECTRAL DATA OF THE SYNTHESIZED COMPOUNDS

Fig. 1
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Antibacterial activity
All the synthesized compounds were screened for their

antibacterial activity. All the tested complexes possessed
variable antibacterial activity against both Gram-positive
(S. aureus, E. faecalis) and Gram-negative (E. Coli, P.
aeruginosa) bacteria. To compare the antibacterial
activities shown by the synthesized complexes, standard
drug namely Streptomycin was used (table 4).

By careful study of the obtained results, we can see that
the ligand has a weak action on all the tested
microorganisms. The activity of OTSA becomes more
pronounced when coordinated to the metal ions. All metal
ions have varying antibacterial influence on bacterial
species. The action of the tested complexes on Gram-
positive bacteria is better than that on Gram-negative
bacteria. The antibacterial activity of the complexes is
governed by the following factors: the chelate effect of the
ligand; the nature of the donor atoms; the total charge on
the complex ion; the nature of the metal ions and the
geometrical structure of the complex. Since all the
complexes have the same donating atoms (N, O),
containing metals with the same oxidation state (M2+),
which form 5-membered chelating rings with ligand,
therefore the more effective factors that influence the
antibacterial activity are the geometrical shape and the
nature of the central atoms.

The tetracoordinated complexes have better action than
the hexacoordinated compounds and the Cu(II) complexes
are more active than Co(II) complexes. Co(II) complexes
inhibit the growth of E. faecalis more than OTSA, but they
have no significant effect on other studied microorganisms.
The most active is pseudo-tetrahedral complex
[Cu2(OTSA)Cl2(H2O)2] 4 which presents a very good
inhibitory action against all the tested bacterial species,

Table 4
ANTIBACTERIAL ACTIVITIES OF LIGAND OTSA AND ITS CO(II), CU(II) COMPLEXES (MIC, μg/mL)

probably due the presence of two chlorine atoms and
especially due the presence of two copper ions (MIC = 8-
32 μg/mL). The antibacterial activity of the square-planar
Cu(II) complex 6 is slightly weaker than 4 (MIC = 16-64
μg/mL), probably due to the presence only of a single
copper ion. The present investigations of antibacterial
screening data revealed that all of the newly synthesized
compounds exhibited poor activity compared to that of
the control drug. Because the MIC values are not
spectacular, no statistical calculations were made.

Conclusions
The coordination ability of N,N’-bis-(salicylidene)-o-

tolidine OTSA has been proved in complexation reaction
with Co(II) and Cu(II) ions. The analytical and physico-
chemical analyses confirmed the composition and the
structure of the newly obtained complex combinations and
lead to the conclusion that the Cu2+ ion takes different
geometries depending on the nature of used metallic salts.
In all complexes, OTSA acts as binegative tetradentate,
around the metallic ion, while in 3 and 6  acts as
mononegative bidentate.

The biological activity data given for the compounds
presented in this paper allowed us to state that the metal
complexes generally have a better activity than the free
ligands and the structure of the tested compounds seemed
to be the principal factor influencing the antibacterial
activity. The tetracoordinated complexes have better action
than the hexacoordinated compounds and the Cu(II)
complexes are more active than Co(II) complexes. The
most active is pseudo-tetrahedral complex [Cu2
(OTSA)Cl2(H2O)2] 4 which presents a very good inhibitory
action against all the tested bacterial species.

Fig. 1 (cont)
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