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Two powder samples: nanocrystalline titanium carbide (TiC) and ti-
tanium nitride (TiN) dispersed in a carbon matrix were synthesized by a
nonhydrolytic sol-gel process. Both samples were characterized by the X-ray
diffraction and transmission electron microscopy. The transmission electron
microscopy examination of the TiC and TiN nanoparticles showed that their
average crystalline size was about 20 nm. The temperature dependence of
the EPR spectra for both samples was measured in 10 K to 200 K temper-
ature range. A similar very narrow (about 0.2 mT) EPR line centered at
g =~ 2 (at room temperature) was recorded in both samples. The EPR line
observed in both samples is arising from electron conductivity centers dis-
persed in the carbon matrix and it was fitted by Dysonian line shape. The
temperature dependence of the EPR spectrum showed different behavior of
these two samples. It is suggested that in the sample TiC/C multiwall car-
bon nanotubes are formed while in the sample TiN/C the graphite structure
dominates.

PACS numbers: 87.64.Hd, 78.67.Bf, 61.46.4+w

1. Introduction

Titanium carbide (TiC,) and titanium nitride (TiN,) are very important
technological materials because as refractory materials they have gained much at-
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tention due to their extraordinary hardness (wear resistance and stability at very
high temperature) and additionally they have a high electrical conductivity [1].
Titanium compounds, especially TiC, or combination are used in cutting tools
and high-temperature alloys for aerospace engineering applications. These com-
pounds are the most intensively studied, both experimentally and theoretically
concerning their physical properties, especially the electronic structure, see e.g.
[2, 3]. A few works have appeared devoted to the study of electronic properties
by using EPR method [4, 5]. The extreme broadness of EPR spectra were ob-
served reflecting the high electrical conductivity of the samples. This electronic
behavior is not dissimilar to that of bulk metals, in which the electrons exhibit
fairly short spin—lattice relaxation times which give rise to excessively broad lines
and render the observation of EPR resonances inaccessible to ordinary spectro-
meters [4]. Recently, nanocrystalline TiC/C and TiN/C composites were synthe-
sized by the nonhydrolytic sol-gel process that could be an attractive starting point
for low-temperature Ti-C coating technologies [6].

The aim of this report is to present the temperature dependence of the EPR
spectra for two titanium compounds dispersed in the carbon matrix (TiC, /C and
TiN,/C) synthesized by a new method, the nonhydrolytic sol-gel process.

2. Experimental

The organotitanium gel precursor preparation was described in detail in
previous paper [7, 8]. The gel samples were heated in a furnace in insert and/or
reactive atmospheres depending on the desired products. The heating was carried
out in gas atmospheres which contained argon and/or nitrogen, hydrogen and
ammonia, under the atmospheric pressure in the temperature range from 293 K
to 1273 K. The reactions of the TiC and TiN phases proceeded at temperatures
below 800 K during these processes. The parameters of manufacturing of TiC and
TiN with or without carbon as powders are subject to the patenting procedure.

EPR measurements were performed on powder samples sealed in quartz
tubes using a Bruker E 500 X-band spectrometer (v = 9.48 GHz) with 100 kHz
field modulation and an Oxford flow cryostat for temperature dependent measure-
ments (4-300 K). The field was scaled with a NMR gaussmeter, while the g factor
and EPR intensity were measured with respect to a standard calibrating sample.

3. Results and discussion

Figure 1 shows the transmission micrographs of the TiC/C sample. Tubes
could be seen with diameter of about 50 nm and length many times greater than
diameter. These tubes are too big to be considered as nanotubes but could contain
carbon nanotubes inside.

In Fig. 2 and Fig. 3 there are presented the representative EPR spectra
of the TiC and TiN samples at various temperatures, respectively. The EPR
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Fig. 1. Transmission electron micrograph (TEM) of the TiC/C sample.
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Fig. 2. The EPR spectra temperature dependence for TiC/C sample.
Fig. 3. The EPR spectra temperature dependence for TiN/C sample.

line could be fitted very well by using Dysonian line for the sample TiC/C and
Lorentzian line for the sample TiN/C. It is suggested that the electron conduc-
tivity in the sample TiC/C is more intense. At temperature T = 298 K, the
values of the average g factor and peak-to-peak line width are the following:
gav = 2.0030(5), AHp,, = 0.240(2) mT for sample TiC/C and g,, = 2.0029(5)
with AH,, = 0.185(2) mT for sample TiN/C whose g values are very close to the
free electron g, = 2.0023. Figures 4 and 5 present the temperature dependence of
the intensity, peak-to-peak line width, and resonance field for both samples. The
temperature behavior of all these parameters is strongly different for these two
samples and this suggested that for this fact physical processes could be respon-
sible that make the mechanical properties of TiC/C more useful for the applica-
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Fig. 4. The temperature dependence of the EPR parameters for the TiC/C compound:
(a) the intensity, (b) line width, and (c) the resonance field.
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Fig. 5. The temperature dependence of the EPR parameters for the TiN/C compound:
(a) the intensity, (b) line width, and (c) the resonance field.

tions. Titanium carbide and titanium nitride compounds have shown the extreme
broadness of the EPR spectra due to the superposition of different paramagnetic
centers [4, 5]. It is suggested that the observed EPR line could arise from carbon.
The conduction-electron spin resonance (CESR) of graphite and multiwall carbon
nanotubes has shown similar EPR spectra [8-12]. The temperature dependence
of the g factor could be well described in terms of the band model of quasi-two-
-dimensional graphite by conduction carriers and additional effect of the localized



Temperature Dependence of the EPR Spectra . .. 315

centers [12, 13]. Thermal annealing effect of carbon did not affect the intensity
of CESR spectra but the temperature dependence of g parameter could change
significantly after annealing processes [14]. The temperature dependence of the
intensity of CESR spectra of TiC/C and TiN/C compounds up to temperature
60 K is not changed and it is suggested that the Pauli processes corresponding to
the electron conduction are dominating in both samples at higher temperatures
(Fig. 4a and Fig. 5a). The peak-to-peak line width and the resonance field be-
have significantly different for various samples. The peak-to-peak line width has
tendency to decrease with decreasing temperature for the sample TiC/C up to
60 K (Fig. 4b) while this dependence is opposite for the sample TiN/N where
at lower temperatures strong increase in the line width is observed (Fig. 5b). In
both samples near 60 K an anomaly in the line width is recorded. For the sample
TiC/C the influence of conducting electrons is more important than for the sample
of TiN/N as the fitting procedure has shown where the Dyson function and the
Lorentz function were used. The temperature dependence of the resonance field
has a similar character as the line width (Fig. 4c and Fig. 5c¢).

If it is supposed that the obtained g parameter for both samples is the result
of the motional averaging by conduction carriers, two principal g factors (paral-
lel — g and perpendicular — g, ) are given by equation g., = (291 + gj)/3.
If go = 2.0023, then experimental g., = (2g9c + g)/3 and Ag = g| — go =
3(gav — ge)- According to the 2D graphite band model the Ag could be described
by the following relation [13, 14]:

3.2 X 108 N2 1)
(T +6)[2 + exp(n) + exp(—n)] In[2 + exp(n) + exp(—n)]’
where Aeg = 2.4 x 107 eV is the effective spin-orbit energy interaction, o ~ 3 eV
is the 2D band parameter, n = % is the reduced chemical potential deter-
mined from the conduction of charge neutrality, T" is the lattice temperature and
d is the additional parameter: 6 = 95(5) K [12, 13].

A satisfactory agreement was obtained for the sample TiC/C by using rela-
tion (1). In the case of TiN/C a good fitting could be achieved if we assume
a certain fraction of unpaired electrons localized at the layer defects and the
strong exchange interaction between the conduction electrons and localized cen-
ters [13]. Spin dynamic fluctuations of the phase transition (metal-

Ag =~

superconductor) is dominating at low temperature (7, = 5.7 K for TiC compound)
and it could have influence on all EPR parameters. As it is seen in the case of
TiC/C, the temperature dependence of EPR parameters behave similar as for the
multiwall carbon nanotubes.

4. Conclusions

Using new method of preparation two samples: TiC/C and TiN/N were
synthesized and the temperature dependence of their EPR spectra was studied.
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The EPR signal is arising from the conductive carriers in the carbon. Using
the same annealing conditions for both samples strongly different temperature
behavior of the EPR spectra was observed. It is possible that in the case of
TiC/C sample the multiwall nanotubes state is formed.
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