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CONSPECTUS: Single-walled carbon nanotube (SWNT) thin films provide a unique platform for the development of electronic
and photonic devices because they combine the advantages of the outstanding physical properties of individual SWNTs with the
capabilities of large area thin film manufacturing and patterning technologies. Flexible SWNT thin film based field-effect transistors,
sensors, detectors, photovoltaic cells, and light emitting diodes have been already demonstrated, and SWNT thin film transparent,
conductive coatings for large area displays and smart windows are under development. While chirally pure SWNTSs are not yet
commercially available, the marketing of semiconducting (SC) and metallic (MT) SWNTs has facilitated progress toward
applications by making available materials of consistent electronic structure. Nevertheless the electrical transport properties
of networks of separated SWNTs are inferior to those of individual SWNTs. In particular, for semiconducting SWNTs, which are
the subject of this Account, the electrical transport drastically differs from the behavior of traditional semiconductors: for example,
the bandgap of germanium (E = 0.66 eV) roughly matches that of individual SC-SWNTs of diameter 1.5 nm, but in the range 300—
100 K, the intrinsic carrier concentration in Ge decreases by more than 10 orders of magnitude while the conductivity of a typical
SC-SWNT network decreases by less than a factor of 4. Clearly this weak modulation of the conductivity hinders the application of
SC-SWNT films as field effect transistors and photodetectors, and it is the purpose of this Account to analyze the mechanism of the
electrical transport leading to the unusually weak temperature dependence of the electrical conductivity of such networks. Extrinsic
factors such as the contribution of residual amounts of MT-SWNTs arising from incomplete separation and doping of SWNTs are
evaluated. However, the observed temperature dependence of the conductivity indicates the presence of midgap electronic states in
the semiconducting SWNT's, which provide a source of low-energy excitations, which can contribute to hopping conductance along
the nanotubes following fluctuation induced tunneling across the internanotube junctions, which together dominate the low
temperature transport and limit the resistivity of the films. At high temperatures, the intrinsic carriers thermally activated across the
bandgap as in a traditional semiconductor became available for band transport. The midgap states pin the Fermi level to the middle
of the bandgap, and their origin is ascribed to defects in the SWNT walls. The presence of such midgap states has been reported in
connection with scanning tunneling spectroscopy experiments, Coulomb blockade observations in low temperature electrical
measurements, selective electrochemical deposition imaging, tip-enhanced Raman spectroscopy, high resolution photocurrent
spectroscopy, and the modeling of the electronic density of states associated with various defects.

Midgap states are present in conventional semiconductors, but what is unusual in the present context is the extent of their
contribution to the electrical transport in networks of semiconducting SWNTs. In this Account, we sharpen the focus on the
midgap states in SC-SWNTs, their effect on the electronic properties of SC-SWNT networks, and the importance of these effects on
efforts to develop electronic and photonic applications of SC-SWNTs.
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Figure 1. (a) SEM imaging of SWNT network and (b) schematics of SWNT thin film infrared bolometer. Adapted with permission from ref 8.
Copyright 2006 The American Association for the Advancement of Science. (c) Mechanism of electrical response of infrared bolometer,
(d) temperature dependence of resistances, and (e) UV—vis—near-IR absorption spectra of networks of unsorted (uns) and 99% SC-SWNTs.

1. INTRODUCTION: SWNT NETWORKS

Single-walled carbon nanotube (SWNT) networks (Figure 1a)
provide a unique platform for development of carbon based
electronics and photonics because they combine the advantages
of the outstanding electrical and optical properties that originate
from the one-dimensional (1D) electronic structure of individual
SWNTs with the applicability of large area thin film preparation
and patterning technologies.' ™ High performance SWNT thin
film based field-effect transistors (FETs), sensors, detectors, solar
cells, and light emitting diodes have been already demonstrated,
and SWNT thin film applications as transparent conducting coatings
for large area displays and smart windows has been significantly
advanced."* ™!

Until recently, bulk SWNT materials available for SWNT thin
film preparation were composed of a mixture of metallic (MT)
and semiconducting (SC) SWNTs of different diameters and
chiralities. The presence of MT-SWNT's leads to a degradation of
the performance of SWNT thin film based FETs and SWNT thin
film infrared bolometers (Figure 1b).° In particular, the perform-
ance of the bolometer depends on its temperature coefficient
of resistance, where TCR = (1/R)(dR/dT) (%);** thus a high
slope in the R(T) dependence leads to an enhanced TCR and a
stronger electrical response of the bolometer to infrared irradiation
(Figure 1c). The presence of MT-SWNTs leads to TCR values in
the range 0.1-0.3%, too low to be competitive with vanadium
oxide (VO,) based microbolometers, which exhibit TCR in the
range 2—4%.* On the other hand, some applications, such as
transparent conducting coatings may benefit from the presence of
MT-SWNTs.

Recently, the solution-based separation of metallic and semi-
conducting SWNT's has been achieved at a scale that allows the
commercial availability of SC-SWNTSs,”* and it was anticipated
that thin films made exclusively of SC-SWNT's would behave as
intrinsic semiconductors thereby eliminating the deficiencies of the
resulting devices, which were previously attributed to the presence
of MT-SWNTs. Indeed the bandgap of typical semiconducting
SWNTs of diameter, d = 1.5 nm is in the range E, = 0.6—0.7 eV,
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which matches the bandgap of conventional semiconductors such
as Ge for which E, = 0.66 ev.*t

Figure 1d,e compares the temperature dependences of electrical
resistance and absorption spectra of 35 nm thick films of unsorted
SWNTs, containing a mixture of SC- and MT-SWNTs in the ratio
2:1, and 99% SC-SWNTs containing less than 1% MT-SWNTs.
A high degree of separation is confirmed by the disappearance
of the M, interband transition originating from the MT-SWNTs
(Figure 1e). Thin films of unsorted SWNTs show weak nonmetallic
temperature dependence with a slope at 300 K corresponding to a
very small activation energy E, &~ 10 meV (Figure 1d).

Films of separated SC-SWNTs annealed in vacuum were
expected to have an activation energy corresponding to half the
energy gap, E ~ 0.3 eV; surprisingly such films show a very small
slope with an activation energy of only 24 meV, ~14 times less than
the expected value (Figure 1d). If the S;; peak is taken to be
excitonic in nature, an even higher activation energy, corresponding
to the energy separation between continuum states, is anticipated.”

Thus, networks of purely SC-SWNTs do not behave as
intrinsic semiconductors with a bandgap corresponding to that
of the constituent SC-SWNTs. This Account presents a study of
the mechanism of the temperature dependent conductivity in
networks of SC-SWNTs previously utilized in a percolation
study.”® There are a number of possible explanations for the
nonideal electrical transport in these networks, but the most
likely candidate is the presence of midgap states, which originate
from defects in the SC-SWNTs.

2. TEMPERATURE DEPENDENCE OF CONDUCTIVITY
AS A FUNCTION OF SWNT FILM THICKNESS
APPROACHING THE PERCOLATING THRESHOLD

The temperature dependence of the conductivity of SWNT films
and its modification as a function of thickness can shed light on
the nature of the electrical transport in SWNT networks.”’ >
Films with effective thicknesses in the range 0.5—8 nm were
prepared by vacuum filtration of semiconducting SWNT
dispersions (IsoNanotubes-S, 99%, Nanointegris),26 where the
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Figure 2. SEM imaging of the film of semiconducting SWNTs of effective thicknesses: (a) 8 nm and (b) 0.5 nm. Dependence of electrical conductivity of
the networks of SC-SWNTs of different thicknesses on (c) temperature and (d) inverse temperature.

effective thickness is calculated assuming a SWNT bulk film
density of 1.2 g/cm>.'**® Scanning electron microscopy (SEM)
images of the SC-SWNT films of different effective thicknesses
are presented in Figure 2a,b showing entangled SWNT bundles
of diameters 3—10 nm (Supporting Information).*®

The electrical measurements were conducted on macroscopic
channels of the annealed in vacuum SWNT networks of length
~1 mm and width ~2 mm supported on alumina membranes, or
sapphire or Si substrates with Cr/Au or silver paste electrodes in
helium gas atmosphere. The contact resistances were negligible
compared with the channel bulk resistances as confirmed by the
scaling of the resistance with the length of the channel.

Figure 2 also presents a plot of the electrical conductivity, o, as
a function of temperature (Figure 2c) and inverse temperature
(Figure 2d); the latter presentations exemplify the low tem-
perature range, T < 100 K. For SWNT film with thicknesses well
above percolation threshold (8—2 nm), the conductivity
decreases slowly between 400 and 50 K, while between 50 and
2 K, the drop of conductivity exceeds S orders of magnitude
(Figure 2c). The inverse temperature plot (Figure 2d) shows that
the low temperature region is associated with very low energy
processes of a variable activation energy, E; r = 2—10 meV, similar
in magnitude to the weak temperature dependences reported in
literature for networks of mixed MT- and SC-SWNTs.>’ %>

We tested several models that were reported to describe the
electrical transport in SWNT networks.”’~>* Figure 3 presents
a fitting of the experimental data using fluctuation induced
tunneling (FIT) model,”>** 2D variable range hopping model
(2D-VRH),*® and Efros and Shklovskii VRH model, denoted as
ES-VRH, which takes into account Coulomb interactions.*"*%*’
The FIT model was first developed for conducting polymers®>**
and later applied to the SWNT networks.”””** This model
describes charge transport in a system in which metallic regions are
separated by small area (small capacitance) tunneling junc-
tions and the thermal fluctuations modulate the electric field across
the junctions affecting the height of the tunneling barrier.
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The electrical conductance in the FIT model is described by
the following expression:

-T
T+ T,
where the prefactor A is assumed to be independent of tem-
perature, Ty is related to the height and shape of the tunneling
barrier, and T is a characteristic temperature above which thermal
fluctuations of the voltage across the tunneling junction became
sufficient to modify the tunneling barrier.”>”* After fitting the
experimental temperature dependencies to expression (1), the
data were plotted in the form log(s) vs 1/(T + T). A good
linearization was obtained in the temperature range below ~70 K
where the conductivity changes by 3—4 orders of magnitude for
film thicknesses in the range 8—1 nm as can be seen in the left
column in Figure 3. The fitting parameters Ty, and T for different
thicknesses are in the range of 50—150 and 2.6—3.7 K, respectively,
both increasing with decreasing film thickness. For the film thick-
nesses below 1 nm, the low temperature range was outside the
capabilities of the experiment (R > 10" Q).

In the case of variable range hopping (VRH) model,* the
temperature dependence of the conductivity is given by
expression 2:

c=A exp[
(1)

T

0 = 0, exp —(—O

1/(1+d)
7)

@)

where 0, and T, are constants with T, defined by the density
of localized states in the vicinity of the Fermi level and the
localization length and d corresponds to the dimensionality of
the system. The Efros and Shklovskii ES-VRH model formally
requires d = 1 to accommodate the Coulomb gap.’**’
Satisfactory fittings of the SWNT films conductivity to different
variations of VRH models were reported recently.”"*>**
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Figure 3. Temperature dependences of conductivity of the films of SC-SWNTs of thicknesses ¢ = 1, 2, 4, and 8 nm (from top to bottom) fitted to FIT
model (left column), ES-VRH model (central column), and 2D-VRH model (right column). Insets show the fitting residuals.

Columns 2 and 3 in Figure 3 represent results of VRH fitting
for ES-VRH and 2D-VRH cases, respectively; to facilitate direct
comparison, the fitting was conducted in the same temperature
range as the FIT fitting. First, it should be noted that neither
fitting can adequately describe the temperature dependence over
the whole temperature range 400—2 K; a strong discrepancy
between the fit and the experimental data is observed at tem-
peratures above 50—70 K. In the low temperature range below
50 K, the best fit corresponds to the FIT model (Figure 3, first
column), which shows a slight advantage over the ES-VRH
model (2nd column), which was reported to provide the best fit
in the case of thicker films of SC-SWNTs.>' More pronounced
deviations between the experimental data and the fitting curves
were observed for the 2D-VRH (Figure 3, third column) and
3D-VRH models (not shown). Although the temperature range of
the fitting is limited, it includes more than 3 orders of magnitude
change in the conductivity due to the utilization of highly separated
SC-SWNTs.
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Despite the different physics behind the theories, both the FIT
and VRH models assume tunneling of charge carriers between
electronic states residing in the vicinity of Fermi level.”*%*%~>% 1t
should be noted that the SWNT network is a complex system
composed of SWNTs connected through intertube junctions,
which introduce some degree of disorder and dominate the network
resistance.*”** Nevertheless, the charge carriers contributing to the
transport are provided by individual SWNTs, and the conductivity
of the network should be proportional to the concentration of these
carriers available for transport with a correction to weakly tem-
perature dependent mobility.

In our studies, the SWNT network is formed using SC-SWNTs
with average diameter 1.5 eV and bandgap ~0.6—0.7 eV, > which
is similar to the bandgap of germanium.”* In an ultrapure intrinsic
semiconductor of similar bandgap, a decrease in temperature from
400 to 100 K would lead to a decrease of the intrinsic carrier
concentration by more than 10 orders of magnitude (limited,
in practice, by the concentration of extrinsic carriers),”* while the
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Figure 4. (a) Temperature dependences of conductivity of the films of different ratio of SC- to MT-SWNTs. Lines represent fitting to the FIT model eq 1).
Dependence of conductivity at 300 K (b), 4 K (c), and parameter T, of the FIT model (eq 1) (d) on concentration of MT-SWNTs.

corresponding change of conductivity in an 8 nm thick SC-SWNT
film is less than 1 order of magnitude. The availability of Fermi level
electronic states can be justified when the SWNT network is
formed from a mixture of MT- and SC-SWNTs, only MT-SWNTs,
or heavily doped SC-SWNTs, which are capable of providing a
finite density of states in the vicinity of the Fermi level.”” >

In the next two sections, the contributions of residual concen-
tration of MT-SWNTs to the conductance of a predominantly SC-
SWNT network and the effect of the doping of SC-SWNTs will be
analyzed in order to delineate the nature of the Fermi level elec-
tronic states contributing to the weak temperature dependence of
conductivity of SC-SWNT networks.

3. CONTRIBUTION OF THE RESIDUAL
CONCENTRATION OF MT-SWNTs TO THE
CONDUCTANCE OF NETWORKS OF SC-SWNTs

Many of the previous studies made use of SWNT's synthesized by
bulk synthetic techniques such as electric arc discharge, laser
ablation, or CVD, which produce materials with a statistical 1:2
ratio of MT- to SC-SWNTs. Networks that include a high con-
centration of MT-SWNTs can form continuous conducting
pathways composed solely of MT-SWNTs when the density of
the network (film thickness) exceeds the percolation limit,”**’
and the MT-SWNTs could provide a source of Fermi level
electronic states or metallic islands, which can contribute to the
FIT or VRH conductance discussed above. The question therefore
arises if the samples of 99% pure SC-SWNTs, which are
commercially available, are of sufficient semiconducting purity
to exclude the contribution of MT-SWNTs to the electrical
transport. However, the dopants in classical semiconductors
usually occur on the atomic scale, whereas the MT-SWNTs are
very large molecules with molecular weights of ~1 000 000 Da for
a 500 nm SWNT,"" and thus it is difficult to compare the doping
in the two classes of materials. For example, the concentration
of impurities in classical semiconductors is usually measured as a
density, but the concentration of silicon atoms in a pure sample
is ~5 X 10% cm ™3, whereas the concentration of SWNT's of length
500 nm in a sample is ~6 X 10'7 cm ™. Given the disparity in the
density and aspect ratio of the impurities, it is therefore likely that
the effect of atomic dopants or MT-SWNTs on the properties of
these materials is quite different. Furthermore, most experiments,
including those described in this Account, are performed on SC-
SWNTs that contain up to 1% by weight residual metal catalyst.
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Samples of 100% separated SC-SWNTs are not yet available,
so to shed light on the questions raised above, we utilized
dispersions of 99% SC-SWNTs and 99% MT-SWNTs to prepare
films of different proportions of SC- to MT-SWNTs at the same
effective thickness, t = 8 nm, and the temperature dependent
conductivities for this set of films are presented in Figure 4a. It can
be seen that there is very little changes in the 6(T) dependence as
the degree of SC-SWNT separation increases from 90% to 99%
where the concentration of MT-SWNTs decreases from 10% to
1%; thus a further improvement in the separation might not change
the shape of the 6(T) curve and this conclusion was supported
when we tested a film made of commercially available 99.7% SC-
SWNTs.

Figure 4b,c supports the validity of such an extrapolation
suggesting that the values of ¢(300K) and 0(4K) approach
saturation at concentrations of MT-SWNTs below 10%. The
resulting plot of 6(T) can be fitted satisfactorily to the FIT
model; the fitting parameter Ty also shows a saturation below a
concentration of 10% MT-SWNTs supporting the observed
trend (Figure 4d). This suggest that the presence of residual
amounts of MT-SWNTs at concentrations below 10% does not
cause the observed weak temperature dependence of con-
ductivity and suggests that the MT-SWNTs are not the source of
the Fermi level electronic states responsible for FIT or VRH
transport at low temperatures.

4. CONTRIBUTION OF DOPING

It is well-known that SWNTSs are susceptible to environmental
p-doping due to exposure to oxygen and water vapors in the
ambient atmosphere, and as a result of defects introduced by the
purification procedure and other types of solution based
processing.”” The p-doping can shift the Fermi level of SC-
SWNTs toward the edge of the valence band thus providing the
source of low energy excitation leading to the weak temperature
dependence of the electrical conductivity. In order to eliminate
or minimize the effect of the doping the SWNT films were
annealed in a vacuum of 1077 Torr at 350 °C for 6 h, quickly
transferred to the temperature probe for conductivity measure-
ments and in situ annealed at 110 °C for 12 h to compensate for
the effect of the short atmospheric exposure. To evaluate whether
the annealing procedure is sufficient for restoring the intrinsic state
of semiconducting SWNTs, the SWNT films of different thick-
nesses were transferred onto p-doped Si substrate with 300 nm gate
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Figure S. Investigation of degree of doping of SC-SWNTs using FET configuration: (a) temperature dependent conductivity of SC-SWNT networks;
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dependences of FET channel current for the thicknesses of SWNT thin film of 1 nm (b,c) and 2 nm (d,e) at temperatures 200 K (b,d) and 150 K (c,e).

dielectric SiO, layer and prepatterned Cr/Au source and drain
electrodes in a FET configuration as presented schematically in
Figure Sa (inset). The corresponding 6(T) dependences for 2 and
1 nm thick 99% SC-SWNT films are presented in Figure Sa as lines
and are in agreement with the data observed for the SC-SWNT
films supported on alumina (Figure 2) or sapphire substrates.

In addition, gate voltage (V) dependences of the channel
current, I, at bias voltage V5, = 1 V were measured at different
temperatures, and the results of the gate voltage scans are
presented in Figure Sb—e. The scans show the hysteretic behavior
typical of SWNT thin film FETs, which has been ascribed to the
presence of localized charges trapped at the SWNT/SiO,
interface,” but the shape of I;,(V;) loops is symmetrical around
Vs = 0. The conductivity of the FET channel at the neutrality
point at minimum current corresponds to the intrinsic state of
the SC-SWNT film; the data corresponding to these intrinsic
conductivities were added to the plot in Figure Sa as open symbols
and match the o(T) dependences obtained at zero gate voltage
(Figure Sa). Thus, it can be concluded that the weak temperature
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dependence of the electrical conductivity of SC-SWNTs is not
associated with SWNT doping and corresponds to intrinsic behavior
of the SC-SWNT network.

5. MECHANISM OF CONDUCTIVITY OF THE
NETWORKS OF SEMICONDUCTING SWNTs AND
CONTRIBUTION OF MIDGAP STATES

In conventional semiconductors, low temperature electrical
transport is ascribed to the hopping of the carriers between
the midgap states originating from lattice defects or residual
impurities and located within energy xT of the Fermi level.””
In the SWNT networks of mixed SC- and MT-SWNTs, the
electrical transport was typically analyzed using the FIT or VRH
models and the excess conductivity ascribed to Fermi level
electronic states provided by the MT-SWNTs.>”**073%%% Ag
shown in sections 3 and 4, the observed low temperature elec-
trical behavior of the network of SC-SWNTs is unlikely to be
explained by the contribution of the residual concentration of
MT-SWNTs or the effect of doping of SC-SWNTs. Thus, the
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Figure 6. From the left to the right, reconstructed atomic structures of a (a) single vacancy, (b) double vacancy, and (¢) a single carbon adatom in the
lowest-energy configuration, the corresponding band structures, local densities of states, and the simulated dI/dV scans. Green bonds and curves
correspond to the pristine nanotubes; red to the defected ones. Zero energy corresponds to the valence-band edge of the pristine system. Adapted with
permission from ref 52. Copyright 2009 The American Physical Society.

required midgap states should originate from the SC-SWNTs
themselves.

There are a number of specific defects in the SWNT walls dis-
cussed in the literature that disrupt the electronic band struc-
ture of ideal SWNTs, and some of those defects give rise to the
midgap states.*” > According to calculation, single vacancy,
double vacancy, and carbon adatom defects each provide a single
peak in the middle of the bandgap with a band dispersion at the
level 50—70 meV (Figure 6).>*

Other types of defects such as triple vacancies and Stone—
Wales are capable of modifying locally the width of a bandgap.”
Some of the modeling was done to account for experimentally
observed features in low-temperature scanning tunneling micros-
copy and spectroscopy studies conducted on Ar-ion irradiated
SWNTs,”” although even in pristine SWNTs a significant presence
of defects and disorder was revealed experimentally by the
Coulomb blockade observed in low temperature electrical
measurements,”” " selective electrochemical deposition imag-
ing,"” tip-enhanced Raman szpectroscopy,Sé and high resolution
photocurrent spectroscopy. >

The origin of the defects observed in pristine SWNTs has not
been established; the defects may be formed during the SWNT
synthesis or solution-based processing, which often includes
air oxidation, acid treatment, solution based ti_}) sonication, and
centrifugation during exfoliation and sorting.”” Interaction with
the substrate, bending, and deformation of the entangled SWNTs
forming the network can also affect the electronic density of
states.”*»**> It is widely accepted that in high quality intrinsic
SWNTs the defects are spaced by a distance of 1 ym or larger,
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which exceeds the typical hopping length for conventional semi-
conductors. Recently, experimental indications of a higher density
of defects with separations of 300—30 nm were observed in
SWNTs of different origins.”****° For example, tip-enhanced
Raman spectroscopic imaging of localized defects led to an
empirical relationship between the defect separation length (L)
and the ratio of the intensities of Raman G-band I; and D-band I,:
Lp = [0.5 nm](Ig/Ip).>® With typical ratio I/Ip, = 50—70 in the
highly separated SC-SWNT's employed in this study, L = 25—
35 nm well within the typical VRH distance. The hopping of
carriers may also occur between defect sites of neighboring SWNT's
within the bundles forming the SWNT network; intrabundle
hopping would significantly decrease the hopping distance for
typical bundle diameters of 3—10 nm.

Figure 7a presents the temperature dependences of con-
ductivity of SC-SWNT films of several thicknesses fitted to the
FIT model at low temperatures. The qualitative picture of low
temperature (LT) transport in the network of SC-SWNTs is
presented in Figure 7c.

At low temperatures the concentration of thermally activated
electrons and holes in the conduction and valence bands is
infinitesimal and the only conductance channel corresponds
to the hopping of the charge carriers along the midgap states
followed by tunneling across the junction. The intertube
tunneling is still a bottleneck for the overall transport through
the network"””*" as indicated by the agreement between o(T)
dependence and the FIT model.”’%***

The extension of the fitting curves to the high temperature
range in Figure 7a shows a deviation from the experimental 6(T)
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transport involving midgap states of SC-SWNTs and (d) high temperature transport involving thermal activation across the bandgap.

dependencies thus revealing an additional contribution that becomes
more pronounced with decreasing film thickness. The high tem-
perature activation contribution was reported recently for the case of
the films of unsorted SWNT's and was ascribed to the thermionic
emission across Schottky barriers formed at the junctions of MT-
and SC-SWNTs.”

Figure 7c expands the high temperature part of the Arrhenius
plot presented in Figure 2d revealing the appearance of a thermally
activated process with activation energy Eyr as high as 0.37 eV
that becomes apparent when the film thickness approaches the
percolation threshold (¢t = 0.6 and 0.5 nm). This additional high
temperature (HT) contribution can be associated with increasing
population of intrinsic carriers thermally activated across the
bandgap, which are available for band transport along the indi-
vidual nanotube followed by the tunneling or thermionic emission
across the barrier at the intertube junction (Figure 7d). The
transition from LT to HT behavior cannot be accurately described
by a single activation process for all thicknesses and temperatures;
the variable activation energy may arise from the distribution of the
energies of the defect states within the bandgap.

6. CONCLUSIONS

While the recently achieved commercial separation of SC- and
MT-SWNTs has facilitated progress toward the development of
SWNT nanoelectronic and nanophotonics applications, networks
of separated SC-SWNT's do not approach the behavior of intrinsic
semiconductors of similar bandgap such as germanium. The ob-
served weak temperature dependence of the electrical conductivity
of SC-SWNT networks may require the presence of processing-
induced midgap states, which provide low-energy excitations
contributing to hopping conductance along the nanotubes following
fluctuation induced tunneling or hopping across the intertube
junctions. The appearance of midgap states is not unusual even in
highly pure conventional semiconductors, but what is unusual is the
extent of their contribution to the electrical transport in networks of
SC-SWNTs over a wide temperature range.
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The progress of the semiconductor industry has been driven
by the continuous improvement of materials purity, which in the
case of Si has been raised from 99.99% in the 1950s to its current
level of more than 99.9999999%. The controlled introduction
of impurities with energy states that lie within the bandgap of Si
and Ge has allowed the exponential growth of the semiconductor
industry as a result of its success in developing high density inte-
grated circuits and extremely sensitive infrared photodetec-
tors.””** The current state of SWNT purity in the best separated
materials is difficult to estimate but is probably 99.99% to
99.999% (4N—SN) corresponding to one defect per S0 to
500 nm of the SWNT length, and this obviously affects the
applications of these materials. While this issue does not
necessarily limit directly synthesized SC-SWNTs, the question
remains as to whether a SWNT process can produce SC-SWNTs
that are free of midgap states, since the present results suggest
that this will allow the realization of semiconducting SWNT
networks that mimic the properties of individual SC-SWNT's and
traditional semiconductors.
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