
Complementary response of In 2O3 nanowires and carbon nanotubes to
low-density lipoprotein chemical gating

Tao Tang, Xiaolei Liu, Chao Li, Bo Lei, Daihua Zhang, Mahsa Rouhanizadeh,
Tzung Hsiai, and Chongwu Zhoua!

Dept. of E.E.-Electrophysics and Biomedical Engineering, University of Southern California,
Los Angeles, California 90089

sReceived 19 August 2004; accepted 31 January 2005; published online 4 March 2005d

In2O3 nanowire and carbon nanotube transistors were used to study the chemical gating effect of
low-density lipoproteinssLDL d. The adsorption of LDL on these two different surfaces was
investigated, which revealed a tenfold more LDL particle adsorption on carbon nanotubes than on
In2O3 nanowires because of hydrophobic/hydrophilic interactions. The conductance of field-effect
transistors based on nanowires and nanotubes showed complementary response after the adsorption
of LDL: while In2O3 nanowire transistors exhibited higher conductance accompanied by a negative
shift of the threshold voltage, the nanotube transistors showed lower conductance after the exposure.
This is attributed to the complementary doping type of In2O3 nanowiressn typed and carbon
nanotubessp typed. © 2005 American Institute of Physics. fDOI: 10.1063/1.1881783g

One-dimensional nanostructures, such as metal-oxide
nanowires and carbon nanotubes, are attracting considerable
attention due to their superior sensing performance, and
many applications have been demonstrated in several fields
such as toxic gas sensing,1–5 protein sensing,6–9 and DNA
sensing.10,11 In sensing systems provided by nature, for ex-
ample, the human nose, only tens of sensors are used to
provide information that can be evaluated to distinguish
,103 different odors with the help of subsequent “pattern
recognition” in the human brain.12 Analogous to this natural
approach, artificial noses can be realized using multi-sensor
array connected with microprocessors. In this approach, se-
lectivity is not obtained by special functionalization of indi-
vidual sensor units but by the subsequent pattern recognition
process. This technique has considerable potential for sens-
ing in a complicated environment and has been widely uti-
lized in commercial multi-sensor arrays. One key require-
ment of this approach is to gain complementary and
sometimes redundant information on the effect of multiple
sensors exposed to various chemicals. Inspired by this, we
have studied the chemical gating effect of low-density lipo-
proteinssLDLsd on two nanosensing materials: In2O3 nano-
wires and carbon nanotubes. These two materials are
complementary to each other, as carbon nanotube field-effect
transistorssFETsd normally showp-type transport behavior
while In2O3 nanowires displayn-type semiconductor behav-
ior. In addition, carbon nanotubes are hydrophobic while
In2O3 nanowires are hydrophilic.

Low-density lipoprotein was chosen as the target mol-
ecule in this letter for two main reasons:s1d it is an important
marker to detect individuals at risk for cardiovascular dis-
ease; specifically, coronary artery disease is the leading cause
of death in the United States;s2d LDL consists of hydropho-
bic lipid component and hydrophilic protein component
known as Apo B-100fFig. 1sad insetg. LDL is the major
cholesterol transport agent in human plasma. As LDL par-
ticles undergo redox reaction from the reduced formsApo

B-100 with lysine residues harboring functional NH3
+d to the

oxidized formsApo B-100 with diene and NH2d in the arte-
rial wall, it initiates the development of plaque formation
known as atherosclerosis.13 The average diameter of LDL
particles is 22 nm. Their lipid components are enclosed with
a monolayer of about 700 hydrophobic phospholipids and
the protein component is the hydrophilic apoB-100 protein.14

We have previously reported the chemical gating effect of
LDL using In2O3 nanowires.9 This letter will focus on the
comparative studies between carbon nanotubes and In2O3
nanowires. We studied the binding of LDL particles between
carbon nanotubes and In2O3 nanowires. A tenfold difference
in LDL binding was observed using atomic force microscope
sAFMd. More interestingly, complementary sensing re-
sponses have been observed between In2O3 nanowire and
carbon nanotube field-effect transistors after exposure to
LDL particles. Exposure to In2O3 nanowire resulted in an
increase in conductance along with a negative threshold volt-
age shift while the opposite occurred with carbon nanotube
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FIG. 1. sColor onlined sad AFM images of an In2O3 nanowire andsbd a
carbon nanotube after LDL attachment. Inset: Schematic diagram of a LDL
particle. scd Schematic diagram of LDL attached to a nanowire.sdd LDL
attached to a nanotube.
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based devices. We attribute this complementary sensing ef-
fect to the chemical gating effect.

In preparation for studying the chemical gating effects,
initial studies on LDL particle binding to In2O3 nanowires
versus carbon nanotubes were performed. Nanowire and
nanotube suspensions were prepared by longtime vigorous
sonication in isopropyl alcohol and dichloroethane, respec-
tively. In2O3 nanowires were synthesized using a laser abla-
tion process and details can be found in our previous
publication.3 Single-walled nanotubes were produced using
the HiPCOshigh-pressure carbon monoxided process by Car-
bon Nanotechnology Inc. and used without further purifica-
tion. Several drops of each suspension were spun onto clean
Si substrates covered with 500 nm SiO2, which left abundant
well-separated nanowires or nanotubes atop the SiO2 surface.
Meanwhile, LDL suspension was prepared by sonicating 0.1
mg LDL particles sSigma-Aldrichd in ,1 ml pure water
sHPLC grade, VWRd for 1 h. The Si/SiO2 substrates deco-
rated with nanowires or nanotubes were then incubated in the
LDL suspension overnight. After that, the samples were
taken out of the LDL suspension, rinsed thoroughly using
pure water, and blown dry under a compressed nitrogen flow.

Atomic force microscopy was subsequently utilized to
carefully examine the sample surfaces. Figures 1sad and 1sbd
display two typical images of LDL adsorption on an In2O3
nanowire and a carbon nanotube, respectively. By using the
topographic height from these images, the diameter of the
nanowire and the nanotube was determined to be about 10
and 1.5 nm, respectively. This is consistent with the values
obtained from the manufacturer for nanotubes and our own
previous studies on In2O3 nanowires.3 The lateral resolution
of AFM imaging on nanoscale objects is compromised by the
tip radius and is usually considered less revealing than the
height information. Considerable amount of particles can be
found on the sample surface after the LDL incubation, as
shown in Figs. 1sad and 1sbd. The height of these particles
s18 nmd is quite close to the average diameters22 nmd of
LDL,14 therefore confirming they are indeed individual LDL
particles. Further comparison between the nanowire and
nanotube samples revealed different efficiency in LDL ad-
sorption on nanotube and nanowire surfaces. In Fig. 1sad,
only about 2 or 3 LDL particles can be found attached to the
In2O3 nanowire, whereas almost the entire nanotube in Fig.
1sbd was decorated with LDL particles. An estimation of the
LDL coverage density was made by counting LDL particles
attached to nanowires and nanotubes found at different loca-
tions. A tenfold difference in the coverage density was de-
rived from the estimation, with values being 1.5 LDL par-
ticles per µm for In2O3 nanowires and 16.3 for carbon
nanotubes.

We tentatively attributed this difference in the coverage
density to the hydrophilic/hydrophobic interaction between
the LDL particles and the nanowires/nanotubes. The surface
of LDL is known to include a small hydrophilic area made of
the apoB-100 protein and a large hydrophobic area made of
phospholipid molecules. Indeed data provided in the
literature14 reveal that nearly 2.3% of the surface is covered
by the apoB-100 protein, while the rest 97.7% is covered by
hydrophobic phospholipid molecules. According to the gen-
eral principle of hydrophobic and hydrophilic interaction,
hydrophobic carbon nanotubes should attract LDL particles
with the phospholipid part facing the nanotube, while In2O3
nanowires should attract the apoB-100 part of LDL, as

shown in Figs. 1scd and 1sdd. On the other hand, the differ-
ence in the nanowire and nanotube diameters should give
different surface areas for this interaction to occur. As a re-
sult, the overall attachment efficiency is directly linked to the
product of the active surface areas of the LDL particles and
the nanowires/nanotubes. An order-of-magnitude estimate
can be made by assuming the hydrophobic and the hydro-
philic interactions are of similar strength, and this leads to an
expected ratio of 6.4:1 between the coverage densities for
nanotubes and nanowires, which is quite close to the ratio of
,10:1 determined from the AFM measurements.

With increasing incubation time, more and more LDL
particles were found to adsorb onto the sample surface pre-
sumably because LDL precipitated out of the suspension.
Eventually a layer of LDL coated the whole surface includ-
ing the electrodes after incubation for 48 h, lending a good
starting point to the chemical gating studies. Figure 2sad de-
picts a schematic diagram of the chemical gating experiment.
An In2O3 nanowire or a carbon nanotube acted as the con-
ductive channel in the field-effect transistorsFETd structure,
and the substrate coated with a SiO2 layer was used as a back
gate, while the LDL deposited on the surface functioned as
local chemical gates. Figures 2sbd and 2scd display two scan-
ning electron micrographssSEMsd of an In2O3 device and a
carbon nanotube device, respectively. For the In2O3 device,
an In2O3 nanowire with a diameter of 30 nm was found
bridging two Ti/Au electrodes with a channel length,2 mm.
The channel length of the carbon nanotube transistor is
4 mm, as defined by the photolithography process. The nano-
tube height is determined to be,1.6 nm using atomic force
microscopy, thus confirming it is an individual nanotube.

To ascertain the chemical gating effect, all the measure-
ments were conducted in a vacuum chamber to avoid com-
plexity caused by water in electrical measurement. Figures
3sad and 4sad show two sets of current-voltagesI-Vd curves
of the In2O3 nanowire transistor and the carbon nanotube
transistor with the gate biasVg=0, where conductance
change in opposite directions can be clearly observed. The
In2O3 nanowire device exhibited a zero bias resistance of

FIG. 2. sColor onlined sad Scheme for LDL adsorption on nanowire/
nanotube transistors.sbd SEM image of an In2O3 nanowire transistor.sbd
SEM image of a carbon nanotube transistor.
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0.56 MV after exposure, as compared to a resistance of 6.07
MV before the exposure. In contrast, the nanotube device
showed an increase of resistance from 1.79 MV before the
LDL exposure to 75.6 MV afterwards. In addition to the
resistance change, the chemical gating properties of these
two kinds of devices were further investigated by monitoring
the dependence of the source-drain current on the gate bias.
Figures 3sbd and 4sbd display two sets ofI-Vg curves before
and after LDL incubation, respectively. A constant drain-
source biasV=−0.1 V was applied for the In2O3 nanowire
device while V=0.1 V was used for the carbon nanotube
device. A threshold voltage shift from 6.4 to211.7 V can be
derived from Fig. 3sbd for the In2O3 nanowire transistor. This
can be converted to an increase of the electron concentration
by 3.43107 per cm following the widely used expression
CDVT/eL, whereC is the nanowire capacitance,DVT is the
shift in threshold voltage,e the electron charge, andL the
channel length.9 Similar calculations performed for the car-
bon nanotube device revealed a decrease of the hole concen-
tration by 8.73106 per cm after the LDL exposure, as the
threshold voltage was shifted from27.0 to 213.5 V. We
attribute this effect to local chemical gating induced by the
LDL particles, which led to the change of carrier concentra-
tion in both nanowires and nanotubes.9 As a reducing agent,
amino groups in apoB-100 protein may donate electrons to
nanowires and nanotubes and hence increase the electron
concentration inn-type In2O3 nanowires while reducing the
hole concentration inp-type carbon nanotubes. In addition,
the positive charge carried by the amino groups can also
function as a positive chemical gate, thus leading to en-
hanced conductance forn-type In2O3 nanowires and reduced
conductance forp-type carbon nanotubes.

In summary, we have studied the adsorption of LDL par-
ticles onto the surfaces of both carbon nanotubes and In2O3
nanowires. Approximately ten times more LDL particles
were found to adsorb on carbon nanotubes than on In2O3
nanowires because of the hydrophobic/hydrophilic interac-

tions. Chemical gating experiments performed with both
nanowire and nanotube transistors revealed enhanced con-
ductance for In2O3 nanowires and reduced conductance for
carbon nanotube devices upon LDL exposure, which is inter-
preted as the local chemical gating of the amino groups on
LDL particles. Our work represents a step forward toward
using complementary multiple nanosensors for identifying
species important for biomedical research and health care.

The authors acknowledge the support of a NSF CA-
REER Award, a NSF CENS Award, and a SRC MARCO
Grant, and DARPA MolApps ProgramsSPAWAR SysCtr
San Diego, # N66001-04-1-8902d.

1J. Kong, N. R. Franklin, C. Zhou, M. G. Chapline, S. Peng, K. Cho, and H.
Dai, Science287, 622 s2000d.

2P. G. Collins, K. Bradley, M. Ishigami, and A. Zettl, Science287, 1801
s2000d.

3C. Li, D. Zhang, X. Liu, S. Han, T. Tang, J. Han, and C. Zhou, Appl. Phys.
Lett. 82, 1613s2003d.

4E. Comini, G. Faglia, G. Sberveglieri, Z. W. Pan, and Z. L. Wang, Appl.
Phys. Lett. 81, 1869s2002d.

5A. Kolmakov, Y. X. Zhang, G. S. Cheng, and M. Moskovits, Adv. Mater.
sWeinheim, Ger.d 15, 997 s2003d.

6Y. Cui, Q. Wei, H. Park, and C. M. Lieber, Science293, 1289s2001d.
7R. J. Chen, S. Bangsaruntip, K. A. Drouvalakis, N. W. S. Kam, M. Shim,
Y. Li, W. Kim, P. J. Utz, and H. Dai, Proc. Natl. Acad. Sci. U.S.A.100,
4984 s2003d.

8A. Star, J. P. Gabriel, K. Bradley, and G. GrUner, Nano Lett.3, 459
s2003d.

9C. Li, B. Lei, D. Zhang, X. Liu, S. Han, T. Tang, M. Rouhanizadeh, T.
Hsiai, and C. Zhou, Appl. Phys. Lett.83, 4014s2003d.

10Z. Li, Y. Chen, X. Li, T. I. Kamins, K. Nauka, and R. S. Williams, Nano
Lett. 4, 245 s2004d.

11J. Hahm and C. M. Lieber, Nano Lett.4, 51 s2004d.
12N. Yamazoe,Chemical Sensor TechnologysElsevier, New York, 1991d,

Vol. 3.
13A. Sevanian, G. Bittolo-Bon, G. Cazzolato, H. Hodis, J. Hwang, A. Zam-

burlini, M. Maiorino, and F. Ursini, J. Lipid Res.38, 419 s1997d.
14T. Hevonoja, M. O. Pentikainen, M. T. Hyvonen, P. T. Kovanen, and M.

Ala-Korpela, Biochim. Biophys. Acta1488, 189 s2000d.

FIG. 4. sColor onlined sad I-V curves of a carbon nanotube transistor before
and after exposure to LDL.sbd I-Vg curves of the same device before and
after exposure. HereV=0.1 V.

FIG. 3. sColor onlined sad I-V curves of an In2O3 nanowire device before
and after exposure to LDL.sbd I-Vg curves of the same device before and
after exposure. HereV=−0.1 V.
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