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EFFECT OF ANNEALING ATMOSPHERES
ON COBALT FERRITE NANO-PARTICLES
AND THEIR APPLICATIONS
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Cobalt ferrite nano-particles have been synthesized by co-precipitation and annealed in
air and in an inert atmosphere. Change in the physical properties has been analyzed
by various analytical techniques like XRD, TEM, VSM, etc. A significant change in
the physical properties like structural, particle shape, size, magnetization and microwave
absorption has been observed. The effect of annealing on other properties like Curie tem-
perature, electrical conductivity is also investigated. Particles unannealed and annealed
in air and in an inert atmosphere are studied for electromagnetic wave interference.

Introduction. Magnetic particles large or small in size have various appli-
cations in many devices[1, 2]. In particular, magnetic nano-particles have special
magnetic and electrical properties that are important for applications like fer-
rofluid, microwave absorption, memory devices, etc. The size reduction of the
magnetic particles leads to several unusual properties like disorder of surface spin
or spin canting [3-7], surface anisotropy and superparamagnetic behaviour [8,9].

The development of novel materials is a fundamental focal point of mate-
rial research, which is mandated by advancements in all areas of industry and
technology. The superparamagnetic particles find good applications in ferrofluid
preparation [10]. The present study aims at finding the change in physical proper-
ties of the sample annealed in air and in argon atmosphere. The crystalline phase
transformation, shape and size distribution, magnetic measurements are the main
aspects in the microwave absorption studies.

1. Experimental. The nano-crystalline CoFesOy4particles are synthesized
by using 1 molar solution of high purity salts of Co(NO3)26H20, Fe(NO3)59H20
in water. The solutions are mixed in 1:2 ratios and homogenized at a constant
temperature (70°C). The particles are precipated using 25% ammonia solution
under a controlled pH of 10.5 with continuous stirring of the solution and dried
to produce nano-particles of CoFe2Oy [11]. The so obtained particles (sample ‘a’)
were annealed in air (sample ‘b’) and in argon atmosphere (sample ‘c’) at 1173 K for
1 hour at the maintaining heating rate 3°C/min in a UK made carbolite furnace.
To understand the change in physical properties, these particles were analyzed
using various analytical techniques. The crystalline phase and its transformation
were analyzed by the Bruker (Germany) made D-8 advance powder X-ray diffrac-
tometer (XRD) at 40KV and 40 mA, CuK,, radiation, maintaining the step size
rate 0.02°C/sec. The shape and size distribution of the particles plays a very cru-
cial role in producing a stable ferrofluid and other devices. The material was thus
analyzed by a transmission electron microscope (TEM), model JEM-200 CX. The
surface morphology of the samples was recorded by the Leo made scanning elec-
tron microscope. The magnetization of the sample was measured by a DMS-880
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Fig. 1. X-ray diffraction pattern of CoFe2O4 samples: (a) synthesized at 373K,
(b) annealed at 1173 K in air, (¢) annealed at 1173 K in argon.

Vibrating Sample Magnetometer (VSM) technique. Conductivity measurements
were analyzed by the Keithley Nano-voltmeter model No.2182A and the current
source 6221. Further, the particles were tested for a microwave absorbing material.

2. Results and discussions. The results of our investigation on the
cobalt ferrite nano-particles synthesized and further grown at a different anneal-
ing atmosphere for one hour show unique properties in the nano-region. The
X-ray diffraction pattern of the synthesized particle treated in air and in argon
atmosphere at 1173K are shown in Fig. 1, respectively. A broad X-ray diffraction
pattern of sample (a) confirms the nano-crystalline phase formation of CoFe;Oy4
at 373K (ICDD data file No. 22-1086), which shows weakly crystalline or due to
ultra fine nature of particle as shown in Fig. la. By annealing the same sample
at 1173 K in air, the crystalline phase of the sample remains invariant with sharp
X-ray diffraction peaks and intensity, which confirm the stability of the particles in
the air atmosphere even at high temperatures (Fig. 1b). The increase in sharpness
and intensity of the diffraction pattern indicates the grain growth and an improve-
ment in crystallite size. However, annealing the particles in argon atmosphere for
one hour at 1173 K shows a complete crystalline phase transformation from cubic
cobalt ferrite to cubic form of cobalt-iron (ICDD data card number 49-1567) shown
in Fig. 1c. It is anticipated that the core-to-surface ratio of a particle is very large
that creates negative pressure [12], where argon works as a reducing agent and
forms a CoFe nano-alloy. In order to calculate the crystallite size of the samples,
a slow scan (step size 0.005°C/min) of selected diffraction peaks (311), (400) and
(711) is recorded for all samples (a, b, ¢). The crystallite size was calculated using
the following relation for all samples

D = K\/Bcosé. (1)
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Fig. 2. M(H) curves for the samples: (a) synthesized at 373K, (b) annealed in air at

1173K , (c) annealed at 1173 K in argon.

Comparative changes in crystallite size are calculated using the Scherer for-

mula, which is shown in Table 1.

For magnetic materials, the magnetic moment per unit volume is a measure
of strength. The magnetization curves of samples (a), (b) and (¢) are shown in
Fig. 2. Magnetization for the so grown material, i.e., sample (a), shows zero core-
ceivity and zero retentivity, which indicate the superparamagnetic nature of these

Table 1. Annealing effects on the crystallite size and particle size in air and in argon
atmospheres on synthesized nano-particles of CoFezQ4.

Sr. No. Sample Crystallite size (nm) Particle size (nm)
I (a) 8 5-10
2 (b) 25 ~ 100
3 (©) 36 ~ 100
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Table 2. Measured magnetization properties viz. retentivity, coreceivity and saturation
magnetization for the synthesized CoFe2O4 particles as well as for the particles annealed
at 1173 K in air and in argon.

Sr. No. Sample Retentivity Corecivity Saturation Magnetization

(emu/gm) (Oe) (emu/gm)
1 (a) 0 0 18
2 (b) 32 1000 74
3 (c) 5 20 110

particles. The curve for sample (b) shows a relatively high saturation magneti-
zation, corecevity and retentivity than sample (a). The M(H) curve of Fig. 2¢
shows a further increase in saturation magnetization with a decrease in coreceivity
and retentivity compared to the particles annealed at the same temperature in air.
The increase in saturation magnetization in the case of nano-particles treated in
air at 1173 K can be attributed to the increase in surface-to-volume ratio, direct
exchange and spin canting at annealing [14]-[17]. The comparative measurements
of saturation magnetization, corecivity and retentivity for samples (a), (b) and (c)
are presented in Table 2.

The shape and size distribution of the particles is very important from the
application point of view. The TEM measurement technique is used to deter-
mine the shape and size distribution of the particles and corresponding electron
diffraction for the crystalline phase. TEM micrographs for all samples are shown
in Fig. 3. The micrograph of sample (a) shows that almost all particles are spher-
ical in shape and have a uniform size distribution in the range of 5—10nm. The
interplanar spacing calculated from the diameter of the diffraction rings, which
perfectly match with the crystalline phase of cobalt ferrite, seem to be less crys-
talline. At annealing, we assumed that the particles in the nano-range were joining
their neighbours by melting their surfaces at the temperatures well below the melt-
ing points of their bulk. This is due to the decrease in melting point when the
surface-to-volume ratio of the particles becomes very high. The annealed particles
have become nearly 100 nm in sizes.

3. Microwave application. In microwave shielding, both the conduc-
tivity and the magnetic permeability play a crucial role in determining the skin
depth for the material. The skin depth is the amount of thickness of the material,
which reduces the intensity of microwaves to 1/e times when passed through it.
The skin depth (§) is defined as

1
b= ——— 2)
v fuo
where, f is the frequency of microwaves, magnetic permeability p = B/H is

the relative increase or decrease in the resultant magnetic field inside a material
compared with the magnetizing field, in which the given material is located, o is
the electrical conductivity of the material.

The magnetically permeability and better conductivity (o) of the cobalt-iron
metal alloy is comparatively higher (~103Q~'cm~!) than the unannealed and air
annealed particles of CoFe;Qy4, which is of the order of 107Q'cm—!. The results
of microwave absorption of samples (a), (b) and (c¢) recorded at 100 GHz, 5 mW
power are shown in Table 2. As per our expectations, samples (a), (b) and (c¢)
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Fig. 3. Transmission Electron Micrographs (TEM) images of the CoFe;O4 samples:
(a) synthesized at 373K, (b) annealed at 1173 K in air, (¢) annealed at 1173 K in argon.
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Table 3. Experimental results of the microwave absorption by samples (a), (b). (c)
Input signal used for microwave absorption 5 mW, frequency 100 GHz.

Sr. No. Sample Film thickness Input microwave Output microwave

(mm) signal (mV) signal (mV)
1 () 1 1.029 0.916
2 (b) 0.5 1.029 0.743
3 (c) 05 1.029 0.549

show the relative increase in microwave absorption. The experimental results of
the microwave absorption by the three samples are given in Table 3, where a
microwave signal of 1.029mV and frequency 100 GHz was used as an input source.
Another way, all the three samples were kept in a microwave oven [18] for a period
of about 10 sec. It was interesting that sample (c¢) showed a very high microwave
absorption and become red hot. On the other hand, the nano-particles for samples
(a) and (b) show a poor microwave absorption property and are slightly heated
when kept even for more than 1 min duration in the same experimental conditions.
This high absorption of microwaves by the argon treated nano-particles has paved
the way for their application in microwave shielding.

4. Conclusion. The synthesized nano-particles further were used for the
formation of a cobalt-iron metal alloy. These cobalt-iron particles having both
conducting and magnetic properties may have suitable applications for the mi-
crowave shielding, transformer core, inductor core and so on applications. The
metal alloy particles are successfully examined for the microwave absorption prop-
erties. The need for microwave absorbers is increasing day by day for many devices
such as computers, cell phones and other electronics to move to higher frequen-
cies and speeds. Therefore, it is need of the time to develop such nano-composite
microwave-absorbing shielding materials.

Acknowledgements. This work is partly supported by Ministere de 'Edu-
cation Nationale de la Recherche et de la Technologie (reseau formation recherche
pays Europe Centrale et Orientale (Nr 95 P 0057)).

We would like to express our gratitude to Dr. L. Buligins for providing com-
puter time at the Center of Computational Technologies of the Department of
Physics, University of Latvia.

REFERENCES

[1] K.RAJ, B. MOSKOWITZ AND S. TSUDA. New commercial trends of nanos-
tructured ferrofluids. Ind. J. Eng and Material Sciences, vol. 11 (2004), p. 241.

2] E.REGIS AND M. CHIMSKY. Nano: The Emerging Science of Nanotechnolo
(thtle Brown and Company, BOStOIl7 1996)

[3] A.T.Nco, P.BONVILLE, M.P.PILENI. Spin canting and size effects in

nanoparticles of nonstoichiometric cobalt ferrite. Journal of Applied Physics,
vol. 89, (2001), issue 6, pp. 3370-3376.

472



[4]

[12]

[13]

[14]

[15]

[16]

[17]

[18]

M.P. MORALES, C.J. SERNA, F. BODKER AND S. MORUP. Spin canting due
to structural disorder in maghemite. J. Phys.: Condens. Matter, vol. 9
(1997), pp. 5461-5467.

R.H. KopAMA AND A.E. BERKOWITZ. Phys. Rev. B, vol. 59 (1999), p. 6321.

C.N. CHINNASAMY, A. NARAYANASAMY, A. PONPANDIAN, K. CHATTOPAD-
HYAY, T. FURUBAYASHI AND I. NAKATANI. Phys. Rev. B, vol. 63 (2001),
p. 184108.

V.SEPELAK, D. BABBE, D. MIENERT, F.J. LITTEREST AND K.D. BECKER.
Scripta Mater., vol. 48 (2003), p. 961.

A.WALT DE HEER. Nanomagnetism: Characterization of Nanophase Mate-
rials (Ed. Zhong Lin Wang, Wiley-VCH, 2001), 289 p.

J.P.CHEN, C.M.SORENSEN, K.J. KLABUNDE AND G.C.HADJIPANAYIS.
Phys. Rev. B, vol. 51 (1995), p. 11527.

R.V.UprADHAYA, K.J. DAVIES, S. WELLS, S.W. CHARLES. Preparation and
characterization of ultra-fine MnFe;04 and Mn,Fe;_,O,4 spinel systems: II
Magnetic fluids. J. Magn. Magn. Mater., vol. 132 (1994), p. 249.

S. CHIKAZUMI, S.TAakeToMI, M.UKITA, M.MIizUKAMI, H.MIYAJIMA,
M. SETOGAWA AND Y.KURIHARA. Quantum size effects in light absorp-
tion spectra of magnetite fine particles sispersed in magnetic fluids. J. Magn.
Magn. Mater., vol. 65 (1987), p. 245.

V.R.PALKAR, P. AyvyuB, S. CHATTOPADHYAY AND M. MULTANI. Physical
Review B, vol. 53 (1996), no. 5, pp. 2167-2170.

B.D.BuLLITY. Elements of X-ray Diffraction (Addison-Wesley, London,
1959), 261 p.

R.H. KopamA, A.E. BERKOWITZ, E.J. MCNIFF, JR. AND S. FONER. Phys.
Rev. Lett., vol. 77 (1996), p. 394.

F.T. PARKER, M.W.F0STER, D.T.MARGULIES AND A.E.BERKOWITZ.
Phys. Rev. B, vol. 47 (1993), p. 7885.

V. SEPELAK, D.BaBBE, F.J. LITTEREST AND K.D.BECKER. J. Appl.
Phys., vol. 88 (2000), p. 5884.

M.H. MaumouDp, H.H. HAMDEH, J.C. Ho, M.J. O’SHEA AND J.C. WAL-
KER. J. Magn. Magn. Mater., vol. 220 (2000), p. 139.

R.D.LOTENZ. Meas. Sci. Technol., vol. 10 (1999), No. 6, pp. L29-132.

Received 29.05.2008

473




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /All
  /Binding /Left
  /CalGrayProfile (Dot Gain 20%)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveEPSInfo true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile ()
  /PDFXOutputCondition ()
  /PDFXRegistryName (http://www.color.org)
  /PDFXTrapped /Unknown

  /Description <<
    /FRA <>
    /ENU (Use these settings to create PDF documents with higher image resolution for improved printing quality. The PDF documents can be opened with Acrobat and Reader 5.0 and later.)
    /JPN <FEFF3053306e8a2d5b9a306f30019ad889e350cf5ea6753b50cf3092542b308000200050004400460020658766f830924f5c62103059308b3068304d306b4f7f75283057307e30593002537052376642306e753b8cea3092670059279650306b4fdd306430533068304c3067304d307e305930023053306e8a2d5b9a30674f5c62103057305f00200050004400460020658766f8306f0020004100630072006f0062006100740020304a30883073002000520065006100640065007200200035002e003000204ee5964d30678868793a3067304d307e30593002>
    /DEU <>
    /PTB <>
    /DAN <>
    /NLD <>
    /ESP <>
    /SUO <>
    /ITA <>
    /NOR <>
    /SVE <>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


