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Microwave frequency (2-18 GHz) dielectric response has been investigated in the carbon-coated cubic
TiC nanoparticles embedded in paraffin matrix with different weight fractions. DC conductivity measure-
ments showed that the TiC nanocubes/paraffin composites have a percolation threshold of about 30 wt%.
Absorption property was found to be improved with increasing mass ratio in the present system, up to
a mass ratio of 50 wt%. Reflection loss exceeding —20dB in the frequency range of 6-16 GHz, with layer
thicknesses from 2 to 4 mm, was found in the 50 wt% loaded sample. TiC nanocube/paraffin composite
with a proper mass ratio can be very good prospective microwave absorption agent.

© 2010 Elsevier B.V. All rights reserved.

1. Introduction

Anti-reflective coatings for microwave range were extensively
investigated at least from the middle of 1940s in conjunction
with stealth technology, and are now still under world-wide
investigations, with the goal of broadening frequency range and
strengthening absorption peaks [1-5]. The basic idea of anti-
reflective/absorbing coatings is based on a coating with certain
absorption, and the waves reflected from the front and the back
of the coating will compensate each other due to interference [6].
Reflection loss (RL, in unit of decibel) of a single layer coating on
metal is expressed by the well known transmission line theory [7],

jZtanh(kd) -1 Mr

RL = 20logo Ztanh(kd) 11" with Z = e and
27
k=2 e, M

Here u,=u' —ju” and g, = ¢’ — je” are materials constants: the com-
plex permeability and complex permittivity, respectively, d is the
absorption layer thickness, and fis the frequency of incident wave.
The value of RL can be taken as a criterion of absorption prop-
erties, for example, an RL exceeding —20dB corresponds to 99%
attenuation, which means very good absorption.

Traditional technological approach of microwave absorption
materials (MAM) was based on addition of micron size lossy
powders (such as carbon black) in polymeric host [8]. How-
ever, drawbacks of micron size powders, such as high density
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and large thickness, have suppressed their practical applications.
Also, as in micron size powders, the eddy current effects will
prevent the microwaves from penetrating them and thus will
decrease relative complex permeability of the absorbing materi-
als at high frequencies [5]. On the desire of a new generation of
MAM, nanocomposites have come out into physicists’ sights in
recent years, overcoming those shortcomings of traditional MAMs
with broad absorption band, low density and good coupling of
dielectric and ferromagnetic losses. Among these nanocomposites,
dielectric-shell/magnetic-core structured nanocomposites (such as
carbon coated 3d metal nanocapsules) are of particular interest in
their dielectric multi-polarizations, because of their heterogeneous
interface and the special core-shell structure [3,4,9].

In our previous work, non-magnetic carbon coated Sn nanorods
are found to exhibit good RL due to their proper material constants
[2], which has inspired us to explore new nano-absorbents with a
non-magnetic nature. It is known that in heterogeneous material,
charge accumulation at the interfaces between phases will take
place when the product of dielectric constant and conductivity in
each phase are different, namely, €101 # €,03 [10]. This polariza-
tion, or more exactly, accumulation, may occur within a very short
time if one phase has a high conductivity, and it is possible to antic-
ipate this kind of interfacial relaxation at the microwave frequency
region [11]. TiC and carbon are seldom combined into nanocom-
posites, but are both good conductors due to their band structures
[12], and this, together with the interfacial structure between TiC
and C, make it of great interest to investigate carbon coated TiC
nanoparticles. In this paper, we report the microwave frequency
dielectric permittivity of carbon coated cubic TiC nanoparticles
embedded in paraffin matrix with different mass ratios. A perco-
lation threshold of about 30 wt% was found in the present system
by DC conductivity measurements, and the nanomixtures with a
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Fig. 1. (a) and (b) TEM images of the TiC nanocubes, inset of (a) shows the XRD pattern of the nanocubes.

proper mass ratio are found to exhibit good microwave absorption
properties.

2. Experimental

The TiC nanocubes were synthesized by arc-discharging a Ti (99.9% in purity)
target ingot in an atmosphere of ethanol (99.7% in purity). Details of the synthesis
procedure can be found elsewhere [4]. The core-shell nanocubes were investi-
gated by a transmission electron microscope (TEM, TECNAI F20) with an emission
voltage of 200 kV. X-ray diffraction (XRD) data were recorded by a D/max 2500PC
diffractometer with Cu Ka radiation at 50 kV and 300 mA. The specimens for the
measurements of the complex permittivity and permeability were prepared by uni-
formly mixing the nanocubes and paraffin with an ultrasonic agitation while heating,
and then mould these mixtures into toroidal shape with outer and inner diameters
and a thickness of 7.00, 3.04, and 2 mm, respectively. Coaxial method was used
to determine the EM parameters of the toroidal samples in a frequency range of
2-18 GHz using an Agilent 8722ES vector network analyzer (VNA) with a transverse
electromagnetic mode. The complex permittivity and complex permeability were
extracted from the two-port S-parameters tested by the calibrated VNA, using a sim-
ulation program for the Reflection/Transmission Nicolson-Ross model [13]. The TiC
nanocube-paraffin mass ratio was initiated at 10 wt%, and increased with an interval
of 10 percent up to a limit of 50 wt%, due to the viscous limit of the nano-inclusions
in the paraffin matrix. DC conductivity measurements (by cutting the toroidal sam-
ples into rectangular cylinders) are performed with a standard four-point method
using the Keithley 2400 SourceMeter.

3. Results and discussions

TEM images in Fig. 1(a) show that the nanoparticles are of cubic
shape, having a size distribution ranging from 5 to 20 nm. It is seen
from a magnified detail of a corner of the cube in Fig. 1(b) that the
TiC nanocube is covered by a 2 nm thick carbon shell on its surface.
Nanocapsules are commonly reported to have spherical forms, and
very few investigations have been done on the cubic core-shell
structured nanocomposite. XRD pattern in the inset of Fig. 1(a)

shows that the as-prepared nanoparticles are indexed as a single
phase of TiC. Fig. 2 shows the real and imaginary parts of the rela-
tive complex permittivity (¢ = &’ — j&”) of the TiC nanocube/paraffin
samples with different mass ratios. It can be seen, for every mass
ratios, that both ¢’ and ¢” show a general decreasing tendency in
the 2-18 GHz, while their absolute values increase with increasing
mass ratios. The shape of the present permittivity spectra is quite
similar to, but with the value of ¢’ lower than the 50 wt% loaded
Co/C nanocapsules in paraffin [9].

It is noticed that small fluctuations at certain frequencies can
be found, as indicated by a magnified detailed fluctuation in the
& curve of the 10wt% sample in the inset of Fig. 2(a), in the
permittivity spectra of TiC nanocubes/paraffin composite. Such
oscillation-like behavior of measured material parameters may
appear from improper calibration of the VNA [14]. Dielectric func-
tion ¢ = ¢’ — je¢” in microwave frequency range is often described by
a typical relation g(w)=a+(b/1 +jwt), known as Debye relaxation
[15], where a and b are material-dependent constants, 7 the relax-
ation time, and w =2nf the angular frequency of the driven field.
Here, the function g(w) can represent for conductivity o, or permit-
tivity &, etc. One may notice that the function can be written into
a complex form of g’ = a+g”/(27ft). This means that if there is only
one relaxation type in the frequency range, the plot of ¢’ against
&”[fwill have a uniform slope. It can be seen that the ¢’-¢”[f plots in
Fig. 3 show some tiny oscillations. However, the improper calibra-
tion may be the most probable reason for the oscillations shown
in Fig. 3; with neglecting these oscillations the slopes of the curves
seem to be quite linear. It is well established that for a compos-
ite with tiny metal powders, the microwave frequency-dependent
behavior may be of Debye-like type relaxation. The characteristic
frequencies of the dielectric dispersion may be estimated based on
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Fig. 2. Frequency dependence of the relative complex permittivity of carbon coated TiC nanocubes dispersed in paraffin with different mass ratios. Solid symbols and the
open ones refer to the real and imaginary parts of ¢,, respectively. Inset in (a) shows a detailed fluctuation in the ¢’ curve of the 10 wt% sample (i.e. the lowest green line in
(a)). (For interpretation of the references to color in the figure caption, the reader is referred to the web version of the article.)
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Fig. 3. ¢'-¢”[f plot of the 5 samples. To look into the details more clearly, the curves
are plotted in log-log scale.

the RC model [16]. Taking carbon powders for example, the pow-
der particles must have very elongated shape, in order to make the
dispersion to fall into the microwave range [17]. The cubical TiC
particles under consideration have the depolarization factor close
to 1/3 and the Debye characteristic frequency must be located far
beyond the microwave range. The microwave dielectric dispersion
in composites can be explained by non-perfect electric contacts
in large clusters or agglomerations of particles [18], which is very
difficult to estimate.

An important fact is that the measured dielectric spectra in
this study are of a sample which comprises of a huge number of
TiC nanocubes embedded in paraffin matrix. Therefore, the mea-
sured data are collective behaviors or an integration of the intrinsic
dielectric response of one single cube. With varying the mass ratios
p (or volume fractions f), singularities of the real permittivity may
be found near the percolation threshold pc of heterogeneous mate-
rials, with the imaginary permittivity being continuous [19-21].
However, no singularity of the permeability has ever been observed
near the percolation threshold. Liu et al. [6] reported the microwave
absorption properties of CNTs/polyurethane composites with a
layer thickness of 2 mm, which exhibited a maximum reflection
loss (RL) value of —22dB near its pc. However, despite of a pc
at 5vol%, a monotonic increase of the EM shielding effect with
the volume fraction of the fillers up to 10vol% was found in the
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Fig. 4. DC conductivity of the TiC nanocubes/paraffin composites as a function of
mass ratio. Inset shows the mass ratio dependence of the complex permittivity for
the samples at 2 GHz. Solid lines are guides for eyes.

mesoporous carbon/fused silica composites with a layer thickness
of 5mm [22]. Similar result was found in the Fe-catalyst con-
tained carbon nanotube composites [23]. Actually, it is believed
that absorption maximum may not be expected at percolation. The
maximum loss appears only when an absorbing layer is perfectly
matched (see, e.g., Refs. [24,25]). Fig. 4 shows the DC conductiv-
ity of the TiC nanocubes/paraffin composites as a function of mass
ratios. Itis observed that DC conductivity depends negligibly on p at
concentrations below approximately 30 wt%, followed by an abrupt
increase at p higher than 40 wt%. For the range of concentrations
lower than 30 wt%, the resistivity is attributed to that of the host
matrix, with negligible conducting path formed by TiC nanocubes.
Hence, the percolation threshold of these composites is approxi-
mately 30 wt%. Inset of Fig. 4 shows the mass ratio dependence of
the complex permittivity at a fixed frequency (taking 2 GHz for an
example), which indicates an increasing tendency of the permit-
tivity at a fixed frequency, starting from about 30 wt% (just around
the pc).

Due to the technological limit, the very small amount of
nanopowders we have got is far less for carrying out direct
measurement of the RL. However, it has been proved by many
literatures that the directly-measured and calculated RL are in
remarkable agreement [6,26], due to the same underlying physi-
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Fig. 5. (a) RL values for 2 mm thick layer of the TiC nanocube/paraffin composite with different mass ratios and (b) two-dimensional color map of the RL for 50 wt% loaded

sample.
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cal origin. According to Eq. (1), we have calculated the microwave
absorption properties to investigate the application potential of
the present nanocubes. Being a non-magnetic material, permeabil-
ity of the TiC nanocubes is very close to 1 (not shown), which is
almost the same as that of Sn/C-paraffin system [2]. It is interest-
ing to notice that RL peak value of the present system is found
to remarkably increase with increasing the mass ratios, beginning
with nearly no absorption from 10 wt% to 30 wt%, and reaching RL
values exceeding —10dB in 40 and 50 wt% loaded samples. An illus-
tration of RL for absorbent layer thickness of 2 mm with mass ratios
from 10 to 50 wt% is given in Fig. 5(a). RL exceeding —20dB (red
region in Fig. 5(b)) can be found in the frequency range of 6-16 GHz,
with layer thicknesses from 2 to 4 mm in the 50 wt% loaded sam-
ple. A detailed two-dimensional color map of RL for the 50 wt%
loaded sample is shown in Fig. 5(b). Compared with other carbon-
coated magnetic or non-magnetic nanoparticles or nanowires (e.g.,
Ni/C [27], FeCo/C [4], FeCoNi/carbon nanotubes [28], and Sn/C
nanocapsules), the present carbon-coated TiC nanocubes exhibit
quite different microwave absorption properties, which may be due
to the special morphology of the cubic TiC nanocrystal encapsu-
lated in a cubic carbon cage, the size of the TiC/C nanocapsules, and
also the weight fraction of TiC nanocubes/paraffin composite. These
above factors are possible to result in a good match of the absorbers,
but we regret that a more detailed numerical model is too diffi-
cult to be handled at the current stage. Magnetic loss and dielectric
loss are two main mechanisms of energy attenuation in materials.
However, due to the non-magnetic nature, the present TiC/C system
absorbs the microwave mainly by dielectric losses. The lossy behav-
ior may become even more pronounced in the conducting-TiC and
dielectric-carbon interfaces of the nanocubes [29]. As discussed
above, TiC nanocubes embedded in paraffin with a proper mass
ratio can be a good candidate for microwave absorption coatings.

4. Conclusion

In conclusion, complex dielectric permittivity in the 2-18 GHz
range has been investigated in the TiC nanocube/paraffin com-
posites with different mass ratios from 10 to 50 wt%. Percolation
threshold of about 30 wt% was found in the present system by DC
conductivity measurements. TiC nanocubes/paraffin composites
are found to show increasing RL peak values with increasing mass
ratios, up to 50 wt%. Reflection loss is calculated to be exceeding
—20dB in the frequency range of 6-16 GHz, with layer thicknesses
from 2 to 4mm, in the 50 wt% loaded sample. Carbon coated TiC
nanocubes seems to be very good candidate for anti-reflective
microwave absorption coating materials.

Acknowledgements

The authors are grateful to Prof. K.N. Rozanov for beneficial
discussions. This work has been supported by the National Nat-
ural Science Foundation of China under Grant numbers 50831006
and 50701045, and by the National Basic Research Program (No.
2010CB934603) of China, Ministry of Science and Technology
China.

References

[1] R.C. Che, L.M. Peng, X.F. Duan, Q. Chen, X. Liang, Adv. Mater. 16 (2004) 401.
[2] Z.H. Wang, Z. Han, D.Y. Geng, Z.D. Zhang, Chem. Phys. Lett. 489 (2010) 187.
[3] X.G. Liu, ].J. Jiang, D.Y. Geng, B.Q. Li, Z. Han, W. Liu, Z.D. Zhang, Appl. Phys. Lett.
94 (2009) 053119.
[4] Z. Han, D. Li, H. Wang, X.G. Liu, ]. Li, D.Y. Geng, Z.D. Zhang, Appl. Phys. Lett. 95
(2009) 023114.
[5] Z.Han, D.Li, X.G. Liu, D.Y. Geng, ]. Li, Z.D. Zhang, ]. Phys. D: Appl. Phys. 42 (2009)
055008.
[6] ZF. Liu, G. Bai, Y. Huang, F.F. Li, Y.F. Ma, T.Y. Guo, X.B. He, X. Lin, HJ. Gao, Y.S.
Chen, J. Phys. Chem. C 111 (2007) 13696.
[7] E.Michielssen, J.M. Sajer, S. Ranjithan, R. Mittra, IEEE Trans. Microwave Theory
Tech. 41 (1993) 1024.
[8] J.B. Donnet, R.C. Bansal, M.]. Wang, Carbon Black: Science and Technology,
Dekker, NY, 1993.
[9] X.F. Zhang, P.F. Guan, X.L. Dong, Appl. Phys. Lett. 96 (2010) 223111.
[10] C.P.Smyth, Dielectric Behavior and Structure, McGraw-Hill, 1955.
[11] E.J. Murphy, S.0. Morgan, ]. Bell Syst. Technol. 16 (1937) 493.
[12] P. Blaha, K. Schwarz, . Redinger, J. Phys. F: Met. Phys. 15 (1985) 263.
[13] Y.W. Yun, SSW. Kim, G.Y. Kim, Y.B. Kim, Y.C. Yun, Y.S. Lee, ]. Electroceram. 17
(2006) 467.
[14] A.N. Lagarkov, K.N. Rozanov, J. Magn. Magn. Mater. 321 (2009) 2082.
[15] P. Debye, Polar Molecules, The Chemical Catalog, New York, 1929.
[16] See, for example A.K. Jonscher, Dielectric Relaxation in Solids, Chelsea
Dielectrics Press, London, 1983.
[17] S.M. Matitsine, K.M. Hock, L. Liu, Y.B. Gan, A.N. Lagarkov, K.N. Rozanov, J. Appl.
Phys. 94 (2003) 1146.
[18] L. Liu, S. Matitsine, Y.B. Gan, L.F. Chen, L.B. Kong, K.N. Rozanov, ]. Appl. Phys.
101 (2007) 094106.
[19] D.M. Grannan, J.C. Garland, D.B. Tanner, Phys. Rev. Lett. 46 (1981) 375.
[20] D.J.Bergman, Y. Imry, Phys. Rev. Lett. 39 (1997) 1222.
[21] K.S. Deepa, N.S. Kumari, P. Parameswaran, M.T. Sebastian, J. James, Appl. Phys.
Lett. 94 (2009) 142902.
[22] ].C. Wang, C.S. Xiang, Q. Liu, Y.B. Pan, J.K. Guo, Adv. Funct. Mater. 18 (2008)
2995.
[23] H.M. Kim, K. Kim, C.Y. Lee, J. Joo, S.J. Cho, H.S. Yoon, D.A. Pejakonic, ].W. Yoo, A}J.
Epstein, Appl. Phys. Lett. 84 (2004) 589.
[24] A.Q. Valenzuela, F.A. Ferniandez, IEEE Trans. AP 44 (1993) 822.
[25] H.M. Musal, H.T. Hahn, IEEE Trans. Magn. 25 (1989) 3851.
[26] A.N. Yusoff, M.H. Abdullah, J. Magn. Magn. Mater. 269 (2004) 271.
[27] X.F.Zhang, et al., Appl. Phys. Lett. 89 (2006) 053115.
[28] R.T.Lv, F.Y.Kang, J.L. Gu, X.C. Gui, J.Q. Wei, K.L. Wang, D.H. Wu, Appl. Phys. Lett.
93 (2008) 223105.
[29] S.N. Perambur, J. Phys.: Condens. Matter 2 (1990) 4935.



	Dielectric response of carbon coated TiC nanocubes at 2–18GHz frequencies
	Introduction
	Experimental
	Results and discussions
	Conclusion
	Acknowledgements
	References


