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Abstract Cobalt manganese nanoceramics with nominal
composition Co1 − xMnxFe2O4 (x = 0.00, 0.15, 0.30, 0.45,
0.60, 0.75) were synthesized by a chemical coprecipitation
technique. The X-ray diffraction patterns revealed the cubic
spinel structure. The average crystallite size from the Sherrer
formula was in the range of 28 nm–56 nm. The lattice pa-
rameter increased with a concentration of manganese. Scan-
ning electron microscopy (SEM) was used for microstruc-
tural study. The electrical properties such as electrical resis-
tivity (ρ), drift mobility (μd), and activation energy (�E)
were measured using a two-probe apparatus in the temper-
ature range 323–573 K. The electrical resistivity decreased
with temperature and manganese concentration. The dielec-
tric constant (ε′), loss factor or imaginary loss (ε′′) and di-
electric tangent loss (tan δ) were measured at room temper-
ature using a LCR meter in the frequency range 100 Hz to
5 MHz. All the dielectric parameters decreased with increas-
ing frequency. The AC electrical conductivity (σac) was cal-
culated from the dielectric measurements. It increases with
increase of frequency and manganese concentration. The in-
crease in electrical conductivity may be attributed to the for-
mation of Co+3 and Mn+3 from Co+2 and Mn+3, respec-
tively, at both A and B sites.
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1 Introduction

Synthesis of nanoparticles with controlled size has always
been a challenge for the scientists and engineers. Many tech-
niques, like sol-gel [1], sonochemical [2], micro emulsion
[3], combustion [4], hydrothermal [5], etc. have been em-
ployed. The chemical coprecipitation method is economical
and easy to commercialize. Soft magnetic ferrites are tech-
nologically very important industrial materials. These have
good chemical inertness, high mechanical strength, excel-
lent corrosion resistance, high resistivity, high Curie’s tem-
perature, and good magnetooptic properties. Nanoferrites
have become of considerable attention during the last few
years. The quantum confinement phenomenon becomes well
pronounced in these materials. Co–Mn nanoferrites are very
important because they present better magnetic and dielec-
tric properties. They are also good candidate materials for
applications like negative temperature coefficient thermistor
[6], inductor cores in TV circuits, generators, rotors, stators,
microwave devices, and data storage devices.

2 Experimental Procedure

The nanoferrite powders with the composition Co1 − xMnx

Fe2O4 (with 0.0 ≤ x ≤ 0.75) were prepared by the chemical
coprecipitation method. The chemical used were: Fe(NO3)2·
9H2O, Co(NO3)2·6H2O, and Mn(NO3)2·4H2O. All the
chemicals were of high purity and analytical grade. The
precipitating agent was NaOH. The aqueous solutions
of the chemicals Fe(NO3)2·9H2O, Mn(NO3)2·4H2O, and

mailto:sunotasawar@hotmail.com
mailto:tpl.qau@usa.ne


2138 J Supercond Nov Magn (2011) 24:2137–2144

Co(NO3)2·6H2O in their stoichiometry (100 ml of 0.2 mo-
lar Fe(NO3)2·9H2O, 100 ml of 0.015 Mn(NO3)2·4H2O,
and 100 ml of 0.085 molar Co(NO3)2·6H2O in case of
Co0.85Mn0.15Fe2O4 and similarly for other values of x)
were prepared in de-ionized water and heated to 70 °C with
continuous stirring. The aqueous solution of the coprecip-
itating agent (200 ml of 1.5 molar NaOH) was made sep-
arately in deionized water and heated to 90 °C with con-
stant stirring. The metal salts solutions were then mixed and
stirred for 2 hours to obtain a homogeneous mixture. The
NaOH solution was added to the salt solutions in a continu-
ous stream with constant stirring of 300 r.p.m. The reaction
temperature was kept at 90 °C and PH was maintained at
12 to ensure the complete precipitation. After 40 min, the
heating was stopped and stirring continued for 2 hours. The
samples were then washed 5–6 times with de-ionized water
and dried in an electric oven at 100 °C for overnight. The
samples were calcined at 850 °C for 8 hours in a box fur-
nace and allowed to cool in the furnace. The powder sam-
ples were then grinded in a cleaned agate mortar and pestle
for 1 hour. Finally, the powders were formed into pellets
shape by using hydraulic press, applying a constant pressure
of 68 KN for 3 minutes in each of the compositions and
the pelletized samples were sintered at 450 °C in the same
furnace.

3 Results and Discussion

3.1 XRD Analysis

X-ray diffraction (XRD) analysis confirmed the single phase
cubic spinel structure of the synthesized samples. XRD pat-
terns of all the samples are shown in Fig. 1. The (311) peak
was observed to be the most intense peak in all the XRD
patterns. The average crystallite size was determined using
Sherrer’s formula [7]. The crystallite size [8] decreased with
increasing concentration of manganese. The crystallite size
was in the range 28–56 nm. The lattice parameter (a) was
also calculated from the results. It increased with increasing
manganese substitution. The lattice parameter as measured
was in the range 8.3783–8.4474 Å and is listed in Table 1.
The increase in lattice constant was due to the larger ionic
radius of Mn+2 ions (0.80 Å) as compared to Co2+ (0.72 Å).
A partial substitution of cobalt with manganese increases the
unit cell dimensions, and ultimately unit cell parameter and
volume increases.

3.1.1 Measured Density

The measured density (ρm or Dm) was determined using the
following standard formula [9]:

Dm = m

πr2h
(1)

where m is the mass, r is the radius, and h is the thickness
of the sample.

The variation of measured density and porosity with
manganese concentration is shown in Fig. 2. The measured
density was found to increase from 2.760 to 3.315 g/cm3.
The increase in density may be attributed to diffusion of Mn
ions to the lattice and the increasing reactivity of the fine
grains of the materials which subsequently coalesce to form
bigger grains. Resultantly, there is a reduction in the number
of pores.

3.1.2 X-ray Density

X-ray density was measured using the formula [9].

Dx = 8M

Na3
(2)

where “M” is the molecular weight of the samples, “N” is
the Avogadro’s number and “a” is the lattice constant.

The X-ray density of all the samples is listed in Table 1.
The X-ray density of all the samples decreased with man-
ganese content and was in the range 5.300 to 5.103 g/cm3.
This was due to the fact that atomic weight of the manganese
is less than that of cobalt. It was observed that X-ray density
of each sample is greater than its corresponding measured
density. This was due to the pores present in the prepared
materials.

3.1.3 Porosity

The porosity for all the samples was measured using the for-
mula [8].

P = 1 − Dm

Dx
(3)

where Dm, Dx are the measured and X-ray densities, respec-
tively.

The value of porosity decreases with manganese concen-
tration. It varies from 0.478 to 0.450. The values of poros-
ity for all the compositions are listed in Table 1. The de-
crease in the porosity was expected as described above. As
the manganese content increases, the number of pores is re-
duced due to increase of grain size. Smaller grains coalesce
to form larger grains and resultantly grain to grain contact
area increases and porosity decreases.

3.1.4 Surface Area

The specific surface area (m2/g) of ferrites was calculated
from the relation [9].

S = 6000

tDm
(4)
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(a) (b)

Fig. 1 a Indexed XRD patterns of Co1 − xMnxFe2O4 (peak at 2θ = 24 degrees in x = 0.60 is the impurity Fe2O3). b Enlarged (311) XRD peaks
for Co1 − xMnxFe2O4

where ‘t’ is the diameter of the particles in nm and Dm the
measured density in g/cm3.

The surface area increases with increase in manganese
and is listed in Table 1. The inverse relationship between the
surface area and diameter of the particles is confirmed by
results.

3.2 DC Electrical Resistivity

DC electrical resistivity of all the samples was measures
using two probes apparatus [10] in the temperature range
of 300 K to 573 K. The DC resistivity of all the samples
decreased with increasing temperature ensuring the semi-
conducting nature of the nano-ceramics. The DC resistiv-

ity measured at 413 K was in the range 0.42 × 105 to
10.02 × 105 	-cm with 0.0 ≤ x ≤ 0.75. The DC resistiv-
ity decreases with increase of manganese from 0.0 to 0.75.
The variation of resistivity with inverse of temperature is
shown in Fig. 3. The values for each composition are listed
in Table 1. The decrease in resistivity may be attributed to
distribution of cations at A and B sites and the fact that Mn
occupies A sites favorably. According to Kue Hong Kim et
al. [11] Co1 − xMnxFe2O4 ceramics show n-type conduc-
tion [12], as was explained by Seebeck coefficient measure-
ments [13], which is attributed to the formation Co+3 and
Mn+3 ions from the doubly charged cations. So possibility
of charge transfers between valence states of +2 and +3 of
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Table 1 Average crystallite
size (t ), lattice constant (a),
lattice volume (V ), X-ray
density (Dx), measured density
(Dm), porosity (P ), specific
surface area (S), DC electrical
resistivity (ρ), activation energy
(�E), correlation coefficient
(R), drift mobility (μd), DC
conductivity (σdc), AC
conductivity (σac), dielectric
constant (ε′) and tangent loss
(tan δ) of Co1 − xMnxFe2O4
(0.0 ≤ x ≤ 0.75) ferrite
nanoparticles

Parameter Mn concentration

x = 0.0 x = 0.15 x = 0.30 x = 0.45 x = 0.60 x = 0.75

t (311) (nm) ± 2 56 28 42 40 39 34

a (Å) 8.3783 8.3974 8.3977 8.4055 8.4235 8.4474

V (Å)3 588 592 592 594 598 603

Dm (g/cm3) ± 0.001 2.766 2.771 2.785 2.823 2.951 3.315

Dx (g/cm3) ± 0.001 5.300 5.250 5.238 5.207 5.159 5.103

P (fraction) ± 0.001 0.478 0.472 0.468 0.458 0.428 0.350

S (m2/g) 39 77 51 51 42 53

ρ (	-cm) at 413 K × 105 10.02 4.75 2.35 1.17 0.65 0.42

μd (cm2 V−1 s−1) × 10−10 4.3 8.9 18.0 38.0 56.0 97.0

�E (eV) ± 0.001 0.551 0.498 0.458 0.420 0.412 0.367

R 0.99 0.99 0.99 0.99 0.99 0.99

σdc (S cm−1) × 10−5 413 K 0.144 0.296 0.550 1.090 2.020 3.020

σac (S cm−1)100 KHz × 10−4 0.38 1.44 1.76 1.87 1.91 1.99

σac (S cm−1) 2 MHz × 10−4 2.10 4.41 8.61 8.64 12.00 12.30

ε′ at 100 Hz × 103 0.317 5.21 11.08 15.04 24.67 32.51

ε′ at 5 MHz 12.4 13.8 14.5 14.5 15.8 16.8

tan δ at 100 Hz 1.99 4.04 5.55 6.37 6.99 8.34

tan δ at 5 MHz 0.079 0.101 0.110 0.167 0.179 0.246

Fig. 2 Variation of measured density (g/cm3) and porosity with Mn
content in Co1 − xMnxFe2O4

the cations at A and B sites may contribute to the decrease in
resistivity. If the +2 ions at A sites do not contribute to the
decrease in resistivity then it may be attributed to the incor-
poration of oxygen non stoichiometry [14] which produces
additional +2 ions at B site. The decrease in resistivity due
to the substitution of manganese is due to the fact that Mn
ions go preferentially to the A sites and Co ions to A and B
sites. When the concentration of Mn increases at A sites, the
concentration of Co ions at B sites decreases. This favors the
migration of some of the Fe ions from A to B sites.

As a result of this, the hopping between Fe+2 and Fe+3

(which is responsible for the conduction in ferrites) in-
creases and resistivity decreases. In a true sense, resistivity

Fig. 3 Variation of DC resistivity (lnρ) with inverse temperature
(1/kBT ) for Co1 − xMnxFe2O4

is the result of combined factors like microstructure homo-
geneity, crystal structure grain size, and imperfections in the
ferrites.

The activation energy [15], which is the energy responsi-
ble for hopping between +2 and +3 states of cations, and
hence the mobility, was calculated for Co1 − xMnxFe2O4

0.0 ≤ x ≤ 0.75. The activation energy was calculated from
the slopes of the linear graphs of resistivity and inverse tem-
perature using the well-known Arrhenius equation [16].

ρ = ρ0 exp

(
�E

kBT

)
(5)
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where kB is the Boltzmann constant, T is temperature ex-
pressed in Kelvin, and �E is the activation energy.

The activation energy values are listed in Table 1. The
calculated activation energy values were in the range 0.551
to 0.361 eV for 0.0 ≤ x ≤ 0.75. The activation energy val-
ues decreased with an increase of manganese substitution.
It is fact that conduction in ferrites is due to the hopping
of the electron between Fe+2 and Fe+3 at octahedral sites
and the activation energy is responsible for the hopping. So,
activation energy determines the conductivity and resistiv-
ity. The change in Arrhenius slopes may be attributed to the
change of the conduction mechanism in the ferrite samples.
The Fe+2–Fe+3 hopping are responsible for the conduction
at low temperatures while the conduction at high tempera-
ture is due to the polaron hopping. A similar kind of behav-
ior has been reported by Vijaya Puri et al. [17].

Drift mobility (μd) [18] for the synthesized compositions
Co1 − xMnxFe2O4 0.0 ≤ x ≤ 0.75 was calculated using the
relation.

μd = 1

neρ
(6)

where e is the charge of electron, ρ is the electrical resistiv-
ity and n is the concentration of charge carrier and can be
calculated from the famous equation [19].

n = NDmPFe

M
(7)

where N , Dm, and M have already been defined above and
PFe is the number of iron atoms in the chemical formula of
the respective ferrites.

The drift mobility increases with increasing manganese
contents and is shown in Fig. 4. The drift mobility was found
in the range 4.3 × 10−10 to 97 × 10−10 cm2 V−1 s−1 with
0.0 ≤ x ≤ 0.75. It has been observed that there exists an in-
verse relationship between resistivity and drift mobility.

DC conductivity was also calculated from the resistiv-
ity measurements. The DC conductivity values varied in the
range 0.144 to 3.02 × 10−5 S/cm at 413 K with 0.0 ≤ x ≤
0.75. The reasons for the increase in DC conductivity have
been explained above. The graphs for DC conductivity are
shown in Fig. 5.

3.3 Dielectric Properties

The dielectric constant (ε′) for the compositions Co1 − xMnx

Fe2O4 0 ≤ x ≤ 0.75 was calculated by the relation [20].

ε′ = Cd

ε0A
(8)

where C is capacitance in Farad, d is the thickness of the
pellets in m, A is the cross-sectional area of flat surface of
the pellets in m2, and ε0 is the permittivity of free space.

Fig. 4 Temperature dependence of drift mobility (μd) of
Co1 − xMnxFe2O4

Fig. 5 DC conductivity (σdc) as a function of temperature for
Co1 − xMnxFe2O4

The dielectric constants measurements were done in the
range 100 Hz to 5 MHz using WAYNE KERR LCR ME-
TER (6500B). The values for dielectric constant at differ-
ent frequencies are listed in Table 1. The plots of dielec-
tric constant against frequency are depicted in Fig. 6. Di-
electric constant increases with increasing concentration of
manganese and decreases with increasing frequency. This
dependence upon frequency is because of the interfacial po-
larization as predicted by Maxwell–Wagner [21]. Accord-
ing to the Maxwell–Wagner model, the dielectric structure
of a ferrite material is assumed to be made up of two layers;
the first layer being a conductive layer that consists of large
ferrite grains and the other being the grain boundaries that
are poor conductors. According to Rabinkin and Novikova
[22], the polarization in ferrites is through a mechanism sim-
ilar to the conduction process. By the electron exchange be-
tween Fe+2 and Fe+3, the local displacement of electrons
in the direction of the applied field occurs and these elec-
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Fig. 6 Frequency dependence of dielectric constant (ε′) for
Co1 − xMnxFe2O4

trons determine the polarization. The large value of dielec-
tric constant (ε′) at lower frequency is due to the predomi-
nance of species like Fe2+ ions, interfacial dislocations pile
ups, oxygen vacancies, grain boundary defects, etc., while
the decrease in (ε′) with frequency is natural because of the
fact that any species contributing to polarizability is found to
show lagging behind the applied field at higher and higher
frequencies. The decrease in dielectric constant with an in-
crease in frequency is due to the fact that the polarization
decreases with increasing frequency and then reaches a con-
stant value. By increasing the frequency beyond a certain
frequency limit, the electron hopping cannot follow the elec-
tric field fluctuations; this causes a decrease in the dielec-
tric constant. According to the Koop’s model, the dielectric
constant at low frequency comes from the grain boundaries
which have a high dielectric constant due high resistivity at
the grain boundary region. The dielectric constant at high
frequency comes from the grains which have a small di-
electric constant values due to low resistivity. It was con-
cluded that the electron exchange between Fe+2 and Fe+3

ions results in the direction of an electric field, which is re-
sponsible for electrical polarization in ferrites. For the Co–
Mn ferrites, the incorporation of Mn+2 in the octahedral (B)
site may decrease the concentration of Fe+3–Fe+2 ion pairs.
The magnitude of exchange depends on the concentration of
Fe+3–Fe+2 ion pairs present at the B site. The higher value
of dielectric constant at low frequency is due to voids, dis-
locations and other defects.

Dielectric loss factor (ε′′) was also calculated from di-
electric tangent loss (tan δ) using the relation [23]

tan δ = D = ε′′

ε′ (9)

where ε′′ is the imaginary part of the dielectric constant and
is a measure of the absorption of energy by the dielectric

Fig. 7 Dielectric loss (ε′′) as a function of frequency for
Co1 − xMnxFe2O4

Fig. 8 Dielectric loss tangent (tan δ) as unction of frequency for
Co1 − xMnxFe2O4

from the alternating field, δ is the loss angle and ε′ is the
real part of the dielectric constant.

The dielectric loss (ε′′) or imaginary part of the dielectric
loss and tangent loss (tan δ) decrease with increase of fre-
quency and then become constant at higher frequencies. The
values or both the factors at different frequencies are tabu-
lated in Table 1. Figures 7 and 8 show the plots for imaginary
loss and tangent loss, respectively. Both the factors decrease
continuously at low frequency with increasing Mn+2 con-
centrations. The decrease in dielectric loss (ε′′) with increas-
ing frequency is attributed to the decrease in the polarization
of the sample because the dipoles cannot follow up the field
variation. The dielectric tangent loss (tan δ) also decreases
with increase in frequency and decrease in manganese con-
centration. The decrease in loss tangent with frequency may
be attributed to the Maxwell–Wagner polarization and con-
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Fig. 9 AC conductivity as function of frequency for
Co1 − xMnxFe2O4 at room temperature

duction mechanism in ferrites. The decrease in loss tangent
with Mn may be attributed to the increase in structural inho-
mogeneity due to incorporation of the Mn into the lattice.

The AC conductivity (σac) was also calculated by using
the relation σαc = 2πf ε′ε0 tan δ where f is frequency and
all other factors have been described above. The values of
AC conductivity are listed in Table 1. Figure 9 shows that
AC conductivity increases with increase in frequency and
manganese contents. Frequency dependence of AC conduc-
tivity may be attributed to the structural parameters in the
ferrites like grain boundaries, dislocations, density, etc. AC
conductivity behavior is in accordance with the earlier stud-
ies [24, 25].

3.4 Scanning Electron Microscopy (SEM)

The average grain size was determined using the relation
[26].

Ga = 1.5L

MN
(10)

where L is the total test line length; M the magnification;
N is the total number of intercepts. Scanning electron mi-
crographs for the two samples x = 0.0 and x = 0.75 are
shown in Fig. 10. The estimated average grain size for the
two end members was 0.15 µm and 0.40 µm, respectively. It
has been observed that the grain size increases with increase
of manganese concentration. The increase in grain size may
be attributed to the enhanced solid state solubility of man-
ganese in the reaction at higher concentrations.

4 Conclusions

Coprecipitation comes out to be a simple and economical
method for the preparation of nanoferrites with controlled

Fig. 10 SEM images for Co1 − xMnxFe2O4 a x = 0.0, b x = 0.75

diameter. Substitution of manganese in Co1 − xMnxFe2O4

0.0 ≤ x ≤ 0.75 produces useful structural, electrical, and
dielectric changes. Lattice parameter and measured density
increase linearly. Crystallite size and porosity fraction de-
crease with Mn concentration. DC electrical resistivity and
activation energy decrease; drift mobility and DC conduc-
tivity decrease with Mn. Resistivity also decreases at higher
temperatures. The dielectric constant decreases appreciably
at higher frequencies and increases with Mn. The high value
of the dielectric constant might be very useful in capacitors
used in the electronic devices like memory cards, comput-
ers, and many other components. Co–Mn ceramics may also
prove very useful materials for microwave applications and
other small scale electronics (microelectronics) and may be
good candidate materials for the miniaturization of modern
electronic components. Electromagnetic properties are also
enhanced to a great extent by substitution of manganese.
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Co–Mn may also prove useful for negative temperature co-
efficient thermistors. The quality factor is also improved by
the substitution of Mn.
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