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arbon nanotubes (CNTs) are attrac-
tive materials both as benchmarks of
fundamental physical properties in a
one-dimensional nanosystem®® and for a
wide variety of nanotechnology applications,
for instance, in electronics,* spintronics,® % or
biotechnologies.® ' In particular, due to
their high surface to volume ratio and being
characterized by a conductance that can be
easily perturbed by interaction with gas
molecules, CNTs are promising candidates
as active elements for extremely sensitive
gas-sensing devices.'? However, the respo-
nse of pristine CNTs to gases is weak and
scarcely selective since the ideal carbon
hexagonal network is held together by strong
sp? bonds characterized by a low chemical
reactivity with the molecular environment.
Consequently, the functionalization of the
CNT sidewalls is mandatory to improve both
the sensitivity and the selectivity of CNT-
based gas sensors.'® In particular, functiona-
lization with metal nanoparticles (NPs) can
lead to highly sensitive and selective gas
sensors thanks to the extraordinary catalytic
properties of metal NPs,'* as already sug-
gested by several experimental,”>"** theo-
retical,”>~%* and combined”®*” works.
Although the sensing ability of CNTs de-
corated with metal NPs relies on the huge
chemical reactivity of the cluster surface,
the whole CNT-NP system acts as the detec-
tion unit of the device. Indeed, the interac-
tion with gas molecules results in an
electronic charge transfer between the mo-
lecule and the CNT-NP sensor, which affects
the position of the Fermi energy and, hence,
the conductivity of the detection unit. Such
a conductivity modification can, for instance,
be measured by embedding mats of metal-
decorated multiwall carbon nanotubes
(MWNTSs) in a standard electronic device.?'?
Since these mats usually behave as p-doped
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ABSTRACT The sensing properties of carbon nanotubes (CNTs) decorated with gold nanopar-
ticles have been investigated by means of combined theoretical and experimental approaches. On
one hand, first-principles and nonequilibrium Green's functions techniques give access to the
microscopic features of the sensing mechanisms in individual nanotubes, such as electronic charge
transfers and quantum conductances. On the other hand, drop coating deposition of carbon
nanotubes decorated with gold nanoparticles onto sensor substrates and their characterization in
the detection of pollutants such as NO,, CO, and C¢Hy provide insight into the sensing ability of
nanotube mats. Using the present combined approaches, the improvement in the detection of some
specific gases (NO, and C0) using Au-functionalized nanotubes is explained. However, for other gases
such as CgHe, the Au nanoparticles do not seem to play a crucial role in the sensing process when
compared with pristine CNTs functionalized with oxygen plasma. Indeed, these different situations
can be explained by identifying the relationship between the change of resistance (macroscopic
feature) and the shift of the Fermi level (microscopic feature) after gas adsorption. The
understanding of the sensing ability at the atomic level opens the way to design new gas sensors
and to tune their selectivity by predicting the nature of the metal that is the most appropriate to
detect specific molecular species.

KEYWORDS: carbon nanotubes - room temperature gas sensing - metal nanoparticle
decoration - electronic structure - quantum transport - oxygen plasma treatment

semiconductors, the adsorption of an extra
electron coming from molecules exhibiting
a donor character will induce an increase of
the resistance. Analogously, the interaction
with molecules exhibiting an acceptor char-
acter will lead to a decrease of the resis-
tance. In addition, functionalization of CNTs
with metal nanoparticles can be exploited
to improve the sensor selectivity, since dif-
ferent metals will present different reactiv-
ities toward different molecules. Hence, a
gas sensor device can be fabricated by
depositing on a microsensor array several
sets of MWNT mats, each decorated with
different types of metallic NPs.'
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RESULTS AND DISCUSSION

In the present work, a combined theore-

tical and experimental investigation of the = ©2011 American Chemical Society

VOL.5 = NO.6 = 4592-4599 = 2011

[~

)

WWwWW.acsnano.org

4592



sensing response of CNTs decorated with gold NPs is
proposed in order to understand accurately the detec-
tion ability of these nanosystems to specific gas spe-
cies. On one hand, electrical transport measurements
provide information on the behavior of the CNT-NP
detection unit at the macroscopic scale by measuring
its resistance changes. On the other, first-principles
modeling allows one to address the problem from a
microscopic point of view, giving information on the
electronic charge transfer, the interaction strength
(such as binding energies and bond lengths), and the
quantum electron conductance. The two approaches
are complementary since they are both needed to
achieve a complete description of the gas-sensing
mechanisms from the macroscopic to the atomic scale.
Gold nanoparticles are chosen as the sensing metal
since the Au cluster interacts weakly with the carbon
sp? network,?® and hence, such a functionalization
perturbs the electronic and transport properties of
the host nanotube only slightly. In order to illustrate
different sensing responses, molecules that cause a
decrease (NO,, acceptor character) or an increase
(CgHe, donor character) or leave unaffected (CO) the
Fermi energy of the Au-CNT system are considered.
The present combined approaches explain why Au
functionalization can improve the detection of some
gases (NO,, CO) but not of others (CgHg) and allow the
identification of the correlation between the resistance
changes after gas adsorption measured experimen-
tally and the corresponding shift of the Fermi energy
computed theoretically.

Experiment. The sensing properties of Au-MWNTs
operated at room temperature are investigated by
exposing them to different chemical environments
(NO,, CO, C4Hg) and various concentrations (see the
Methods section for details). For comparison, gas-sen-
sing measurements performed on MWNTSs functiona-
lized with oxygen plasma (O,-MWNTSs sensors) are also
reported. The morphology of the active layers and their
chemical composition are characterized (Figure 1)
using scanning electron microscopy (SEM), transmis-
sion electron microscopy (TEM), and X-ray photoelec-
tron spectroscopy (XPS). The SEM image presents a
thin mat of carbon nanotubes bridging the electrode
gap (Figure 1a). The homogeneous dispersion of gold
nanoparticles (average diameter ~10 nm) on the CNT
sidewalls is illustrated in Figure 1b. The XPS spectrum
(Figure 1c) of a typical sensor confirms the presence of
Au on the MWNT network. Oxygen is also present due
to the oxygen plasma functionalization of the CNTs,
and the Si peaks are due to the substrate.

At room temperature, three different active layers
(0,-MWNTs, Au(5 A)-MWNTs, and Au(10 A)-MWNTs)
are exposed to various concentrations of carbon mon-
oxide, nitrogen dioxide, and benzene. Two sensors for
each material were fabricated and studied, and each
measurement was replicated three times. The responses
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Figure 1. Scanning (a) and transmission (b) electron mi-
croscopy images and X-ray photoelectron spectroscopy (c)
of Au-MWNT sample.

of the sensors to NO, and CO are displayed in Figure 2
and Figure 3. Figure 2 shows the change in sensor
resistance versus time for increasing concentrations of
NO,. Figure 3, instead, illustrates the absolute response
to CO (Figure 3a) and NO, (Figure 3b) of the different
sensors. Figure 2a and Figure 2c are more affected by
noise since the resistance of the MWNT mats is close to
the lower measurement limit of the digital multimeter
used for acquiring sensor resistance. The complete
response of the sensors to NO, is reported in the
Supporting Information, Figure S1 and S2. Both Au-
MWNT and O,-MWNT sensors are found to detect NO,
down to 0.1 ppm and CO down to 2 ppm. However, Au-
decorated MWNTs do improve the detection of both
gases with respect to oxygen-functionalized MWNT
sensors. The best response to NO, is achieved for
Au(5 A)-MWNT sensors (Figure 3b), because adsorption
of NO, can occur both via the Au-NP and via the bare
oxygenated-defected sites. Au decoration is, instead,
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Figure 2. Room-temperature response of the O,-MWNT (a), Au(5 A)-MWNT (b), and Au(10 A)-MWNT (c) sensors toward NO-.
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Figure 3. Average responsiveness (R) of sensors based on
0,-MWNTs, Au(5 A)-MWNTs, and Au(10 A)-MWNTs for de-
tection of CO (a) and NO; (b) at room temperature. The
responsiveness is defined as R = (Rq — R.)/R,, where Ry and
R, are the values of resistance measured in the presence of
gas and clean air, respectively.

essential to improve CO detection (Figure 3a), since CO
does not bind to oxygenated-defected sites.>® This
latter feature shows that the sensitivity of the sensors
can be tuned by the synthesis conditions. All three
kinds of sensors were also exposed to 1, 5, 7, and
10 ppm of benzene, but none of the tested sensors
were able to detect this specific molecule.

Structural and Electronic Properties. MWNTs can be
either metallic or semiconducting depending on the
chirality of the individual shells and on the intershell
interaction. A detailed description of their conduc-
tance is quite complex, but the main contribution to
charge conduction around the Fermi energy is given
by the outermost shell. Hence a SWNT can be used to
approximately model the conductance of a MWNT.>?'
Mats of MWNTSs, such as those employed in the present
experiment, consist of a mixture of metallic and semi-
conducting tubes. The conductance of the mat can be
described as a percolation process through the contact
points of metallic nanotubes, since a semiconducting
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tube would not allow electron conductance around
the Fermi energy. Hence, a change in resistance of the
mat would depend only on the metallic tubes. The tube
diameter should not play a crucial role since the
sensing mechanism is based on the catalytic proper-
ties of the metal NP rather than on the tube curva-
ture. Finally, since the MWNT network consists of
highly defective nanotubes, its resistance is mostly
influenced by the resistance of individual nanotubes
and not by internanotube or electrode—nanotube
junctions.>?

For these reasons, a (5,5) single-walled carbon
nanotube (SWNT) decorated with a Au;3 nanoparticle
in the presence of various gas molecules (NO,, CO,
CgHg) has been chosen as a model system. Using first-
principles computational techniques (detailed in the
Methods section), the NP-SWNT atomic structure has
been optimized until the maximum force on each atom
is less than 0.01 eV/A and the maximum stress along
the z direction of the unit cell (the transport direction)
is smaller than 0.01 eV/A. A 13-atom gold cluster has
been chosen because Au;; is close to the smallest
cluster size for which the most stable structure is three-
dimensional.*® The decorations of a (5,5) SWNTs with
Au,3 nanoclusters having initially cuboctahedral and
icosahedral symmetries have both been considered.
Even though the total energy of cuboctahedral Au;s is
~1 eV lower than the icosahedral, the relaxed SWNT-
icosahedral system has a total energy 1.15 eV lower
and binding energy 0.6 eV higher than the relaxed
SWNT-cuboctahedral. Hence, in the following discus-
sion only (5,5) SWNTs decorated with icosahedral Au;3
NP are considered. After relaxation, the atomic struc-
ture of the adsorbed gold NP is quite distorted and the
original symmetry of Aus is lost, as shown in Figure 4a.
The Au NP binds weakly to the SWNT (Table 1) since the
electronic d shell of gold is closed and, hence, the
Au—C bond is not favored.>* Consequently, the ad-
sorption of Auys slightly perturbs the band structure of
the SWNT (not shown here) and causes only a small
shift of the Fermi energy toward lower energies, as
schematically represented in Figure 5. This is equiva-
lent to a p-doping of the tube, consistent with the small
electronic charge transfer (~0.06 e™) from the tube to
the Au-NP.
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Figure 4. Ball-and-stick models illustrating fully ab initio
optimized atomic structures of a (5,5) SWNT decorated with
a Au;z nanocluster (a) and with various adsorbed molecules:
NO, (b), CO (c), and C¢Hg (d).

TABLE 1. Computed Binding Energies (Eg, eV), Charge
Transfer (Ag, |e|), Au;3—SWNT Bond Length (day, A), and
Molecule—Au, 3 Bond Length (dg,s, A)

Augs NO, <) CeHs
s —2.444 —3.257 —1.82 —0.193
dh 238 239 235 238
dyas 213 210 3.88
A¢” 0.06 0.506 0.164 ~0.0

“Positive (negative) values of Aqg denote an acceptor (donor) character of the
corresponding adsorbed molecule.

0.1 5,5
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Figure 5. Computed shift of the Fermi energy (AEg) of a
pristine (5,5) SWNT after Au,; decoration and after inter-
action with CgHe, CO, and NO, gas molecules.

In order to model gas adsorption, first-principles
conjugate gradient (CG) minimization is performed
starting from molecules approaching the relaxed
SWNT-NP system from several different initial config-
urations. The resulting ground-state geometries of
Au;3-SWNT with and without adsorbed molecules are
depicted in Figure 4. For each relaxed geometry, the
computed bond lengths, binding energies, and charge
transfer are collected in Table 1. Considerations based
on basic chemistry/physics indicate that the relaxed
structures can be considered as reliable. For instance,
NO, is a polar molecule with positive charge localized
on the nitrogen and negative charge on one of the
oxygen atoms. Electron interaction with the gold NP
will repel the negatively charged oxygen and attract

ZANOLLI ET AL.

the positively charged nitrogen, as shown in Figure 4b.
Due to the high electronegativity of oxygen, the CO
molecule would preferentially bind to gold through
the carbon atom (Figure 4c), as also found in other
works on adsorption of CO on various Au nanoclusters.®
Lastly, the benzene—Au-CNT relaxed structure (Figure 4d)
can be explained by considering that benzene would
preferentially bind thanks to the delocalized 7 electron
ring, i.e, with the benzene ring parallel to a gold
surface. Gas adsorption is found not to alter the Au-
SWNT interaction, as indicated by the almost un-
changed Au-SWNT bond lengths. Computed binding
energies and bong lengths show that NO, is the most
strongly interacting molecule, while benzene is the less
interacting one. NO, is predicted to accept a significant
fraction of electronic charge (~0.5 e™) from the Au-
SWNT system, consistent with the quite well-known
electron acceptor character of that molecule. Indeed,
the LUMO of NO, is located below the Fermi energy of
the Auy3-(5,5) system, hence allowing a large charge
transfer toward the molecule. The electron charge
acquired by NO, is provided by both the Au-NP
(which donates 0.289 e ) and the (5,5) tube (which
donates 0.218 e™). The nature of the charge transfer
between NO, and Au-SWNT indicates that the ad-
sorbed molecule injects majority carriers, i.e., holes, in
the metal-decorated SWNT, hence strengthening its
p-type semiconducting behavior and lowering further
the Fermi energy of the system (Figure 5). The pre-
dicted injection of holes after NO, adsorption explains
the decrease of resistance as measured in the Au-
MWNT samples (Figure 2).

Due to the weak bonding between gold and car-
bon, it follows that the interaction between benzene,
which consists of six carbon and six hydrogen atoms,
and Au-SWNT is extremely weak and results only in an
increase of the Fermi energy (Figure 5). However, the
p-type semiconducting behavior of the overall system
is maintained. It is worth noting that the shift of the
Fermi energy with respect to a reference structure (in
the present case, the Au-SWNT) indicates only the
donor (increase of Ef) or acceptor (decrease of Ef)
nature of the molecule and does not provide informa-
tion on the actual occurrence of the charge transfer.
The latter depends on the interaction strength be-
tween the molecule and Au-SWNT, i.e., binding energy
and bond length. The benzene—Au-SWNT interaction
possesses all the characteristics of a physisorbtion, as
indicated by the relatively large bond length (~3.9 A)
and a low binding energy (—0.193 eV). The interaction
is so weak that no significant charge transfer could be
computed, suggesting that Au-decorated CNTs are not
suitable for C¢Hg detection, consistent with the result
of the present experiments on Au-MWNT sensors.
Metals that exhibit a stronger interaction with carbon
should be more suitable for benzene detection, since
the sensing mechanism relies on the binding of the gas
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molecule to the nanocluster.?' However, since the DFT
formalism does not accurately model weak long-range
interactions such as van der Waals forces, the real
interaction between benzene and Au-SWNT could be
stronger than the one predicted within the present ab
initio approach. The inaccuracy in modeling van der
Waals interactions will affect less the description of the
detection of NO, and CO since these molecules bind
iono-covalently to the Au nanocluster.

The adsorption of a single CO molecule on Au-CNT
results in a small fraction of electron charge (0.164 e™)
transferred toward CO, but no shift of the Fermi energy
is detectable with respect to the Au-CNT system
(Figure 5). However, the interaction between CO and
Au nanoclusters is quite complex®® since it depends
strongly on the overlap of the 50-and 277* orbitals of the
CO with the d orbitals of the gold NP, resulting in a
mechanism of electron donation/back-donation. In-
deed, CO donates electrons from its o orbitals to the
d, orbitals of gold and the filled d, orbitals of Au
donate electrons back into the empty st orbitals of CO.

Quantum Electron Transport. In order to check the
sensing ability of CNTs, quantum transport calculations
are performed by modeling the gas—Au-SWNT struc-
ture via an open system, consisting of a central scatter-
ing region and left and right semi-infinite electrodes.
The contact electrodes (leads) are chosen as semi-
infinite pristine (5,5) nanotubes, while the scattering
region consists of nine “core” cells (including the metal
NP and the molecule) sandwiched by three lead-like
cells, in order to ensure a good screening of the
perturbed Hartree potential due to the gas—metal
system, as illustrated in ref 30. Since the coupling
between the scattering region and the electrodes is
strong and no external potential is considered, the
NEGF formalism is equivalent to the Landauer—
Buittiker formulation of equilibrium transport.>® Within
such an approach, the quantum electron conductance
G(E) and the transmission function T(E) at a given
energy E are related by G(E) = T(E)Go, and G = 2¢%/h
is the quantum of conductance. As a result, the ballistic
conductance of an ideal system at energy E is propor-
tional to the number of conducting channels, that is,
the number of bands at that energy. For instance, the
band structure of pristine armchair SWNTs is character-
ized by two bands crossing at the Fermi energy (Eg),
resulting in a conductance of 2G in the corresponding
energy window (Figure 6, dashed lines). Any perturba-
tion of the ideal SWNT structure, such as metal decora-
tion and/or gas adsorption, introduces new scattering
centers, thus affecting the conductance curve, as illu-
strated in Figure 6. Au-functionalization of SWNTs
induces several dips in the conductance curve of the
pristine (5,5) tube (Figure 6a), and, in particular, the
conductance at the Fermi energy G(Eg) drops to 1Gy,
indicating the complete suppression of one transmis-
sion channel.

ZANOLLI ET AL.

The adsorption of a single NO, molecule at the
surface of the Au-NP results in a different distribution of
the G(E) dips (Figure 6b), with a remarkable increase of
the conductance at the Fermi energy [G(EF)] from 1G,
to 1.92G (+92%). Such a predicted enhancement of
the conductance is consistent with the decrease of the
resistance measured on the Au-decorated MWNT mats
in the presence of NO, gas, as already presented in
Figure 2b and Figure 2c. In addition, this result indi-
cates that gold functionalization of CNTs improves the
detection of NO, with respect to oxygenated-defected
SWNTs, where adsorption of NO, was predicted®® to
cause a small change of G(Ef) (4.6%) and the integra-
tion of the conductance curve over a properly selected
energy interval around Er was needed to reveal NO,
adsorption. The benefits of Au decoration of CNTs
for NO, detection are also observed experimentally
(Figure 3b).

The CO adsorption is also found to affect the
conductance of Au-SWNTs (Figure 6c), but not as
strongly as NO,. In particular, the percentage change
of G(E¢) after CO adsorption corresponds to an increase
of ~10%, hence predicting a small decrease in the
resistance, in good agreement with the present experi-
mental results (Figure 3). However, the predicted re-
sponsiveness of Au-SWNT detectors is similar to
oxygenated-defected SWNTs,>® while the experimen-
tal measurements suggest that Au functionalization
improves the detection of CO (Figure 3). Such a dis-
crepancy between experiments and simulations could
be explained by the multiple adsorption of CO mol-
ecules on the same Au-NP that could happen experi-
mentally, while the adsorption of a single CO molecule
has been modeled. Indeed, the adsorption of more CO
molecules affects further the computed conductance,®’
hence resulting in a stronger effect on the measured
resistance. It is worth noting that charge transfer
considerations alone are not sufficient to describe
the electrical behavior of CNTs, especially in the case
of CO, whose interaction with gold is quite complex, as
it involves a charge transfer in both directions: to and
from the CO molecule. A more powerful tool such as
NEGF quantum conductance calculations corrobo-
rated by a careful analysis of the G(E) curve is thus
mandatory to make accurate predictions.

Lastly, the adsorption of C¢Hg leaves the overall
shape of the conductance curve almost unaffected
(Figure 6d). The percentage change of G(E¢) is less than
5%, suggesting that it would be quite difficult to
achieve benzene detection via a measurement of
resistance in Au-decorated CNTs. This theoretical pre-
diction is also consistent with the experiments. Indeed,
neither the O,-MWNT or Au-MWNT sensors were re-
sponsive to benzene for any tested concentration.

Finally, it should be noted that a quantitative
description of realistic gas sensors should take into
account the effect of configurational disorder. However,

VOL.5 =

NO.6 = 4592-4599 = 2011

I

N\

WWww.acsnano.org

J1O1LdV

4596



AN /\,\

o NN N o )\
‘:IV\,c; /(l)i 0

X/

" n " 1 " L 1 L 1 1 L L L 1
0 - 0
E-E, (V)

0
E-E, (V)

Figure 6. Quantum conductance of a (5,5) SWNT decorated with a Au,3 nanocluster (a) and with various adsorbed molecules:
NO, (b), CO (c), and CgHs (d) at the surface of this gold cluster. The energy zero is aligned with the Fermi energy of a pristine
(5,5) tube, the red arrow at —0.25 eV indicates the Fermi energy of the Au,3—(5,5) system, while the blue arrow in panels (b)
and (d) indicates the Fermi energy in the presence of NO, (b) and CgHg (d). The position of the Fermi level is unchanged after

CO adsorption.

the decrease (or increase) of conductance after
gas adsorption will remain unchanged even when
~300 random distributions of such configuration are
considered.?” Hence, the study of individual configura-
tions can reasonably be used to understand and
analyze experimental results.

CONCLUSIONS

In conclusion, the experimental measurements re-
lated to the detection of several gases (NO,, CO, and
CeHs) via mats of MWNTSs functionalized with oxygen
plasma and decorated with Au nanoparticles are cor-
roborated by first-principles quantum electron con-
ductance calculations performed on a Au;3-SWNT
model. Both simulations and experiments predict that
gold decoration of CNTs improves the detection of NO,
and CO with respect to oxygenated-defected CNTs,
while benzene remains undetected. In particular, in the
case of NO, detection, the computed shift of the Fermi
energy and the nature of the charge transfer are
directly correlated to the resistance decrease mea-
sured experimentally, suggesting electronic mechan-
isms at the microscopic level that can be extrapolated

METHODS: EXPERIMENT

On the experimental side, commercially available MWNTs
from Nanocyl were used. The outer diameters of the tubes
ranged from 3 to 15 nm, and their length was about 50 um.
Although SWNTs are known to be more sensitive to gas
molecules than MWNTSs, the latter are cheaper and more easily
produced on a large scale. Therefore MWNTSs are more suitable

ZANOLLI ET AL.

at the macroscopic level to explain the Au-CNT beha-
vior in the presence of specific gas molecules. How-
ever, charge transfer considerations alone are not
sufficient to describe how carbon oxide adsorption
affects the resistance of the Au-CNTs. Indeed, in the
latter case, quantum electron transport simulations
have proven to be essential to predict the decrease
of the resistance, in agreement with the experimental
data. Finally, the lack of benzene sensitivity is explained
in terms of the weak interaction strength that arises
between the molecule and the Au-NP, but also be-
tween that particle and the nanotube. It is worth noting
that the present predictions should also be valid in
water-wet situations, since the average conductance of
CNTs has been shown to be almost unaffected by
electrostatic disorder.>® The present combined experi-
mental/theoretical approach has been proved crucial
to provide microscopic insight concerning the beha-
vior of gas sensors based on metal-decorated CNTs.
This research also illustrates how first-principles tech-
niques can be used as powerful predictive tools to
understand, improve, and design the next generation
of gas sensors.

for the fabrication of inexpensive gas sensors. In order to
promote Au adhesion, as-received MWNTs undergo an oxygen
plasma treatment in a cold, low-pressure plasma reactor and are
subsequently decorated with Au NPs using thermal evapora-
tion, as reported in ref 39. The effect of the O, plasma on the CNT
surface consists in breaking several C—C bonds, thus creating
active sites where the Au atoms are trapped and cluster in
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NPs.'”2¢ The plasma pretreatment mostly influences the wet-
ting of the CNT walls by the metal and has only a secondary
influence on the sensitivity to chemical species. In ref 40 the
treatment of CNT sidewalls with Ar and Ar plus O, plasma has
been compared, revealing that the presence of oxygen in the
plasma significantly increases the amount of metal nanoparti-
cles attached to CNT sidewalls. Hence, for the present study, the
O, plasma pretreatment has been employed. Two different
amounts of Au are evaporated on the plasma-treated MWNTs,
corresponding to 5 and 10 A films coating the surface of a quartz
crystal microbalance situated inside the thermal evaporation
chamber. This procedure leads to MWNTs decorated with a
significantly different amount of Au nanoparticles®® denoted
Au(5 A)-MWNTs and Au(10 A)-MWNTs. The Au-MWNTs are

METHODS: MODELING

Ground-state calculations are performed within the ab initio
density functional theory (DFT) formalism,** and quantum
electron transport is modeled within the nonequilibrium
Green's function (NEGF) approach using the one-particle DFT
Hamiltonian.** All the calculations are performed using norm-
conserving pseudopotentials** and the local spin density ap-
proximation (LSDA). Indeed, while the Au;3-CNT system (with
and without adsorbed molecules) is found not to be spin-
polarized, the isolated Au,; cluster is magnetic.** A numerical
atomic orbital basis set of double-¢ quality is used for C and of
double-¢ plus one polarization orbital for N, both with 272 meV
energy shift. An optimized basis of quality double-¢ plus one
polarization orbital is employed for Au, O, and H.¢ Periodic
boundary conditions with fixed lateral dimensions are used to
ensure ~18 A of vacuum between the SWNTSs in neighboring
cells. Due to the presence of the metallic NP, a 1 x 1 x 9
supercell is considered, leading to a distance between NPs of
~14.8 along the tube and a linear density of gas molecules of
~4.5%, i.e., one adsorbed molecule every 22 A. The real-space
grid cutoff is 400 Ry, the k-point sampling mesh is 1 x 1 x 14,
and a Fermi—Dirac distribution function with an electronic
temperature of 10 meV is used to populate the energy levels.
Basis set quality, k-point sampling, kinetic energy cutoff, and
electronic temperature have been chosen after accurate con-
vergence studies on the structural, electronic, and quantum
transport properties of the Au;3-SWNT model. Binding energies
are corrected for the basis set superposition error (BSSE),*” and
atomic charges are obtained with the Bader decomposition
analysis.*®*° The technical details related to the computation of
the transport properties are the same as for the ground-state
calculations with the exception of the real-space grid cutoff,
which has been raised to 600 Ry in order to guarantee a more
accurate description of the electrostatic potential.
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