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The atomistic nucleation sites of Pt nanoparticles (Pt NPs) on N-doped carbon nanotubes (N-CNTs) were

investigated using C and N K-edge and Pt Ls-edge X-ray absorption near-edge structure (XANES)/

extended X-ray absorption fine structure (EXAFS) spectroscopy. Transmission electron microscopy and
XANES/EXAFS results revealed that the self-organized Pt NPs on N-CNTs are uniformly distributed
because of the relatively high binding energies of the adsorbed Pt atoms at the imperfect sites. During
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the atomistic nucleation process of Pt NPs on N-CNTs, stable Pt-C and Pt-N bonds are presumably

formed, and charge transfer occurs at the surface/interface of the N-CNTs. The findings in this study
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Introduction

Organized nanoparticles (NPs) are interesting from both
fundamental and practical points of view."® Researchers have
loaded NPs onto support materials to influence their properties
and structures for catalytic applications.®*® NPs with sizes of
2-6 nm are preferred to nanostructured composites because
they have a larger surface-area-to-volume ratio. Among the
numerous NP catalysts, Pt NPs have been extensively used for
catalytic reactions in fuel cells because Pt that is loaded onto
nanostructured composites'’?° results in a very high conversion
efficiency and high electrochemical stability. The catalytic
activity and efficiency of Pt NPs should be increased to reduce
the operational costs of proton exchange membrane fuel cells

“Department of Chemical and Materials Engineering, Chang Gung University,
Kwei-Shan, Tao-Yuan 333, Taiwan. E-mail: sunchialiang@gmail.com

®National Synchrotron Radiation Research Center, Hsinchu 300, Taiwan
‘Department of Applied Physics, National University of Kaohsiung, Kaohsiung 811,
Taiwan

School of Physics, DST/NRF Centre of Excellence in Strong Materials and Materials
Physics Research Institute (MPRI), University of the Witwatersrand, P/Bag 3, WITS
2050, Johannesburg, South Africa. E-mail: Sekhar.Ray@wits.ac.za

‘Center for Condensed Matter Sciences, National Taiwan University, Taipei 106,
Taiwan

/Department of Materials Science and Engineering, National Chiao Tung University,

Hsinchu 300, Taiwan
¢Department of Physics, National Sun Yat-Sen University, Kaohsiung 811, Taiwan
"Institute of Atomic and Molecular Sciences, Academia Sinica, Taipei 106, Taiwan

‘Department of Physics, Tamkang University, Tamsui 251, Taiwan. E-mail: wfpong@
mail. tku.edu.tw

t Electronic supplementary information (ESI). See: DOI: 10.1039/c3nr01234d

6812 | Nanoscale, 2013, 5, 6812-6818

were consistent with density functional theory calculations performed using cluster models for the
undoped, substitutional-N-doped and pyridine-like-N-doped CNTs.

and related applications. The layered structure of the catalyst
can be modified for this purpose. The performance of Pt cata-
lysts has been observed to vary greatly with the structure of the
underlying carbon substrate during the operation of a fuel cell.
In addition, Pt NPs cast onto carbon nanotubes (CNTSs) or onto
nanotubule membranes have been extensively used to prepare
Pt catalysts for such applications.>**

Recently, we have reviewed the electronic, optical and elec-
trochemical properties along with the electronic behaviors
of nitrogen-substituted single-walled carbon nanotubes
(SWCNTSs); these behaviors underlie density functional theory
(DFT) simulations.?” In our previous study,* we investigated the
atomic-scale deformation of nitrogen-doped carbon nanotubes
(N-CNTs). In that investigation, the deformed structures were
observed to be associated with the concentration of N dopants
with a pyridine-like structure. DFT calculations showed that the
homogeneously distributed isolated N dopants in the form of
substitutional-N clusters enlarge the diameter of the CNTs. In
the present study, we investigate the synthesis of well-dispersed
Pt NPs on aligned N-CNTs by a plasma-based vapor deposition
technique that is based on atomic-scale metal-support interac-
tions.”*** The bonding of arrayed nanomaterials has been char-
acterized by transmission electron microscopy (TEM). The TEM
images revealed that the surface of the N-CNT nanostructures
could be modified through doping, which is critical for forming
Pt NPs. The TEM results are consistent with the C and N K-edge
and the Pt L;-edge X-ray absorption near-edge structure (XANES)/
extended X-ray absorption fine structure (EXAFS) spectroscopy
results, which indicate that Pt NPs are uniformly dispersed on
the N-CNTs (N-CNTs:Pt) and that stable Pt-C and Pt-N bonds are

This journal is © The Royal Society of Chemistry 2013


http://dx.doi.org/10.1039/c3nr01234d
http://pubs.rsc.org/en/journals/journal/NR
http://pubs.rsc.org/en/journals/journal/NR?issueid=NR005015

Published on 20 May 2013. Downloaded by National Chiao Tung University on 28/04/2014 01:56:57.

presumably formed at the surface/interface of the N-CNTs. We
performed DFT calculations of the binding energy between the Pt
atoms and the surface of the N-CNTs***” and found a large
difference in the binding energy between the perfect and doping
sites, which is related to the trapping of clusters on the tube
surface.® Acombination of experimental measurements and DFT
calculations can elucidate the atom-by-atom construction of
nanostructured composites.?® Such engineered nanocomposite-
structured N-CNT:Pt materials are very useful in a variety of
applications, which include fuel cells,”** the formation of
nanowires from nanotubes,* and high-performance electrodes
in rechargeable batteries.****

Experimental
Experimental section and the computation method

Aligned N-doped CNTs were synthesized by the microwave-
plasma-enhanced chemical vapour deposition (MPECVD)
method. MPECVD growth was performed at a microwave power
of 2 kW with a mixture of CHy, N, and H, as the source gas and
at a substrate temperature of 1000 °C. To deposit Pt NPs, we
performed DC sputtering in flowing Ar gas at room tempera-
ture, and the deposition time was 15 min. For this sputtering
process, the background and sputtering pressures were 5 Pa
and 40 Pa, respectively. The sputtering current was 10 mA under
a discharge voltage of approximately 100 to 150 volts. The C and
N K-edge and the Pt L;-edge XANES/EXAFS spectroscopies were
performed using a high-energy spherical grating mono-
chromator and wiggler beamlines located at NSRRC, Hsinchu,
Taiwan. The XANES spectra shown in the figures have been
divided by the incident intensity I, and normalized to have the
same area in the energy range of 315 to 320 eV (430-450 eV) for
the C (N) K-edge. The Pt L;-edge XANES was normalized to the
edge-step, Au, which differs from the value that was extrapo-
lated through simple fitting of the L;-edge region between 150
and 400 eV and the pre-edge region following the standard
procedure for background subtraction. The deposited materials
were scratched from the substrate and then dispersed onto a
lacey carbon-covered Cu grid for high-resolution TEM observa-
tion with electron energy-loss spectroscopy (EELS). In this
study, we performed the theoretical simulations using cluster
structural models with a DFT calculation level to understand
the experimental observations. Three types of CNT cluster
models were chosen for Pt-atom binding: (i) CigoHzo, (ii)
substitutional-N-doped (sN-doped) Co4NgH,, and (iii) pyridine-
like N-doped (PyN-doped) Cy,NH, (10,0) clusters. Geometrical
structure optimization of these models was fully realized at the
B3LYP/6-31G* calculation level and the basis set for the Pt atom
was LanL2DZ with effective core potential. The charge distri-
butions and binding energies were generated at the same DFT
level. All calculations were performed using the Gaussian 03
software package.*®

Results and discussion

Fig. 1(a) and (b) present a typical bright-field TEM image and
the corresponding electron energy-loss spectroscopy (EELS)
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Fig. 1 Visualization of the change in the N signal upon the formation of Pt NPs.
(a) and (b) TEM and the corresponding N-EFTEM images of a single N-doped CNT.
These images reveal that the interlinked parts of this bamboo-like N-doped CNT
contain higher N concentrations. The concentrated N content results in a positive
graphene curvature and, therefore, results in the formation of the interlinked
parts. (c) and (d) TEM and the corresponding N-EFTEM maps of one Pt-coated N-
doped CNT, on the walls of which Pt NPs with a narrow size distribution are well
dispersed. These images indicate that the Pt coating weakens the N signal from
the nanotube and thereby suggest that the Pt particles selectively bind to the
surface N sites. (e) The corresponding EELS spectra of single N-CNTs and Pt-coated
N-CNTs. Dramatic weakening of the N K-edge XANES signal in the spectra is
consistent with the other images in this figure.

map of nitrogen energy-filtered TEM (N-EFTEM) images of the
original CNTs, which exhibit a bamboo-like structure.?*** The
bright part in Fig. 1(b) indicates that the distribution of N in
these CNTs is narrower than the diameter of the tube shown in
Fig. 1(a). The concentration of N within the CNTs exceeds that
in the outer graphite layers. The N atoms in CNTs can substitute
at the C sites to form the substitutional and pyridine-like N-
sites. The pyridine-like N-sites can cause a positive curvature in
CNTs and are responsible for the relatively N-rich linking
components.”® Following Pt-coating, many dark spots with an
average diameter of 2 nm are observed on the tube wall
(Fig. 1(c)). These dark spots are Pt NPs and are distributed
uniformly on the tube wall, as verified by the selected-area
electron diffraction pattern and the high-resolution images
presented in a previous study.** The N-EFTEM map of a single
coated nanotube shows a substantially smaller bright area, as
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presented in Fig. 1(d). Notably, the full-width at half-maximum
of the Pt(111) peak in the X-ray diffraction patterns remains
approximately constant as the deposition time is increased,**
which indicates that the Pt clusters remain at several nucleation
sites along their diffusion path rather than coalescing to
become larger clusters at few nucleation sites. Fig. 1(e) presents
the EELS spectra of an individual N-CNT and an individual N-
CNT:Pt. The C K-edge is composed of a step at ~293 eV, which is
due to transitions from the C 1s core level to the * states, and a
peak at ~285 eV, which is due to transitions to the 7* states of
sp” bonds. The N K-edge appears at approximately ~399 eV and
406 eV, which corresponds to ©* and o* features, respectively.®”
Clearly, the Pt coating markedly diminished the intensity of the
N signal, whereas the line-shape/intensity of the C K-edge
feature was similar to that of the uncoated nanotube. In the N K-
edge spectrum, the ©* feature is almost invisible and the ¢*
feature is very weak, which implies that the Pt NPs coated onto
the N-CNT surface drastically affected the formation of N bonds.

Fig. 2(a) and (b) display the C and N K-edge XANES spectra,
respectively, of the amorphous carbon nitride (a-CN,) film, the
N-CNTs and the N-CNTs:Pt. In the C K-edge XANES spectra of a-
CN,, two features at ~283.2 eV and 286.4 eV are observed in the
7* region, and these features are attributed to the C=C- and
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Fig.2 (a) CK-edge XANES spectra of a-CN,, N-CNTs and N-CNTs:Pt. (b) N K-edge
XANES spectra of a-CN,, N-CNTs and N-CNTs:Pt.
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C=N-bonded pyridine structure; the features at ~291 eV and
295 eV in the o* region are assigned to the C=C and C-N/C=N
bond structures,*** respectively. The t* feature at the C K-edge
of the N-CNTs and the N-CNTs:Pt shifted from ~284.1 eV (N-
CNTs) to 283.7 eV (N-CNTs:Pt) (as indicated by the dashed
lines). Importantly, the intensity of the * feature of N-CNTs:Pt
is substantially lower than that of N-CNTs, which suggests that
the Pt-C bond has been formed and that the C atoms most
likely acquire electrons from Pt NPs, which, consequently,
results in a decrease in the number of C 2p,; unoccupied states.
The feature observed between 7w* and o* (in the range 287-288
eV), which is attributable to the mixed states of C=0/C-OH/C-
O and other groups,*®** is enhanced in the spectrum of N-
CNTs:Pt, and this enhancement indicates that Pt NPs strongly
modified the surface of N-CNTs. In the o* region, a plateau-like-
feature appeared in the range of 292-308 eV in the spectrum of
the N-CNTs. In contrast, the spectral features of the N-CNTs:Pt
include a triangular line shape when Pt is coated onto N-CNTs.
The modified line shape and the enhanced intensity of the
feature in the o* region of the N-CNTs:Pt may be caused by
modification of the C bonding states, deformation of the
surface lattice of the N-CNTs during sputtering,** and/or the
possible formation of new Pt nanocomposites. In the N K-edge
XANES spectra presented in Fig. 2(b), the broad features in the
spectra of a-CN, in the ranges of 400-406 eV and 409-430 eV are
associated with N 1s — w* and 1s — o* transitions, respec-
tively, which are superpositions of features of graphite-like and
pyridine-like N structures.”*** The two well-resolved resonance
features at ~402.5 and 403.5 eV in the spectra of N-CNTs are
associated with the intercalation and incorporation of N,
molecules.*®*>** The Pt coating significantly reduces the inten-
sities of these two strong features and slightly shifts their
positions from ~402.5 eV to 403.0 eV (as indicated by the
dashed line). The reduced intensities of these features also
suggest the possible formation of new Pt-N bonding states,
which involve electron transfer between Pt and N (similar to the
case of the Pt-C bonds) on the surface/interface of N-CNTs:Pt
and/or the diffusion of N, molecules out of the surface of the N-
CNTs by local heating during sputtering.** The observable
feature centered at ~410 eV in the spectra of both N-CNTs and
N-CNTs:Pt further supports the presence of graphite-like and
pyridine-like N structures.**?**%*> However, the two fine features
in the spectrum of N-CNTs at ~417 eV and 421 eV (indicated by
two arrows), which were attributed to C=N and C=N in the c*
region,*** disappeared when the N-CNTs were coated with Pt
NPs. The diminished intensity and the shift in the position of
the 7* features at both the C and the N K-edges indicate the
formation of new bonding states in N-CNTs:Pt that were absent
in N-CNTs. This finding suggests that, during the sputtering
process, clusters of Pt NPs were trapped at both substitutional
and pyridine-like N sites rather than on the perfect surface.
Thus, we propose that N sites on the surface of CNTs are the
preferred nucleation sites for energetic Pt clusters during the
sputtering process. Notably, the intensities of the w* features in
the spectra of both the C and the N K-edges are significantly
reduced upon being decorated with Pt NPs, which strongly
indicates the formation of new Pt-C and Pt-N bonds,
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respectively, and the transfer of electrons between Pt NPs and C
and N atoms on the surface/interface of the N-CNTs:Pt.

Fig. 3(a) shows the normalized XANES spectra at the Pt L;-
edge of the N-CNTs:Pt; the spectrum of Pt foil was used as a
reference to confirm the transfer of electrons between the Pt
NPs and C and N atoms with stable Pt-C and Pt-N bonds in N-
CNTs:Pt. The Pt L;-edge white line (WL) was used to probe the Pt
5d states by exploiting the dipole transition (2pz, — 5d).***>
The spectrum of the Pt foil exhibits a sharp feature (A) at the
edge that is associated with its unfilled 5d orbitals. The general
spectral line shape of the N-CNTs:Pt resembles that of the Pt
foil, which suggests that the Pt NPs deposited on the N-CNTs
still have a face-centered cubic (fcc) structure. A close exami-
nation of the WL intensity after the background (indicated by a
dashed line) has been subtracted reveals that the intensity of
feature A in the spectrum of the N-CNTs:Pt slightly exceeds that
in the spectrum of the N-CNTs, as shown in the lower inset of
the figure. This comparison clearly suggests that the formation
of Pt NPs and their interaction with N-CNTs slightly increase the
density of Pt 5d holes.® Adora et al. performed an X-ray
absorption study and clearly showed that, during the chemical
reduction of Pt on a carbon support, nucleation and growth of
metallic NPs proceed simultaneously.* In the present study, the
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Fig. 3 (a) Pt Ls-edge XANES spectra of N-CNTs:Pt and Pt foil. (b) Fourier-trans-
form spectra fromk =310 9 A~"and the corresponding EXAFS oscillation, k*x(k).
The inset in (a) shows a plot of the WL feature at the Pt Ls-edge of N-CNTs:Pt and
the Pt foil after the background (indicated by the dashed line) has been
subtracted.
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platinum ions were converted into their reduced metallic form
during the Pt-NP coating process, which increased the number
of Pt-Pt bonds and produced an fcc arrangement. This finding
indicates that the Pt atoms serve as natural nucleation sites on
the surface of N-CNTs and should thereby increase the catalytic
activity of Pt-N-CNT nanocomposites.®* Charge transfer at the
interface of the Pt NPs coated onto the N-CNTs is likely. Pt-C
and Pt-N are most likely formed when electrons are transferred
from Pt 5d to C and N 2p,, states; this phenomenon is consistent
with the weakening of the w* features at the C and N K-edges
and the increase in the intensity of the WL associated with the
Pt 5d holes in the Pt L;-edge spectrum. Moreover, in the post-
WL region, the oscillations of features B-D in the N-CNTs:Pt
spectra were slightly smaller than those in the spectra of Pt foil
because Pt nanoparticles (with a larger surface-to-volume ratio
and a lack of longrange order) exhibit greater structural
disorder. Fig. 3(b) and the inset show Fourier-transform (FT)
spectra and their corresponding EXAFS oscillation &*x(k) at the
Pt Ls;-edges of N-CNTs:Pt and the Pt foil, respectively. As
revealed in the FT spectra, the local atomic structure of the Pt
NPs in N-CNTs:Pt closely resembles that of the fcc Pt foil and is
also consistent with those of Pt NPs on Pt-CNT and Pt-Cg,
nanocomposites.®® No significant differences between the local
structures of the Pt NPs and the Pt film were observed, which
indicates that the Pt NPs deposited onto the N-CNTs are highly
stable. However, the amplitude in the FT spectrum of the N-
CNTs:Pt, as presented in Fig. 3(b), is clearly much smaller than
that of the Pt foil, and the peak maximum shifted to a slightly
lower value (as indicated by the dashed lines). As previously
stated, this result is primarily caused by the greater structural
disorder and by the smaller Pt surface coordination numbers in
Pt NPs compared to those in the Pt foil because Pt atoms are
bonded with the C and N atoms, thereby forming Pt-C and Pt-N
bonds when Pt NPs are deposited onto the N-CNTs. The short-
ening of the main radical distance in the FT spectrum, as pre-
sented in Fig. 3(b), can be explained by the fact that the atomic
radius of Pt is 1.83 A, whereas those of C and N, at 0.91 and
0.75 A, respectively, are much smaller.*® The shortening of the
main radical distance also indicates the formation of interfacial
Pt-C and Pt-N bonds in the N-CNTs:Pt.**

Previously theoretical studies related to the interaction of Pt
atoms with graphene-like structures have been reported.*”*
Here, we used DFT calculations to understand the experimental
observations. Structural models, where a Pt atom is bound to a
Ci00Hyo, substitutional-N-doped (sN-doped) CosNgH,, or pyri-
dine-like N-doped (PyN-doped) Cg,NgHj, (10,0) CNT clusters
were chosen. The atomic positions of these structural models
were optimized, as shown in Fig. 4(a)—(f). The geometric opti-
mizations were performed at the B3LYP/6-31G* DFT level using
the Gaussian 03 software package.*® In these structural models,
the dangling bonds are terminated by H atoms to render surface
atoms to be bulk-like. In this study, the cluster models without
adsorbed Pt atoms were first optimized; in these models, the
substitutional N atoms are homogeneously distributed around
the sN-doped cluster (ESI Fig. S11). However, each pyridine-like
N site is composed of a vacancy surrounded by three N
atoms.”®* The optimized atomic arrangements are presented in
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Fig.4 Optimized geometries of the Pt adatom bound to various CNT clusters. (a)
Substitutional-N-doped (b) and pyridine-like N-doped (c) (10,0) CNT clusters. Grey,
blue, white, and cyan spheres represent C, N, H, and Pt atoms, respectively.
Substitutional N atoms are homogeneously distributed around the nanotube,
and each pyridine-like N site is composed of a vacancy that is surrounded by three
N atoms. In the two N-doped cases, the Pt adatom remains at the N sites because
of the greater binding energies. The arrows in the figure of the substitutional-N-
doped CNT clusters indicate the presence of a single N atom beneath the Pt
adatom. (d)-(f) show the corresponding cross-sectional views of the previous
three cases. Changes in cross-sectional shape are caused by variation in localized
N bonding configurations, which distort the nanotube differently (ESI Fig. S17).
(g)—(i) show the corresponding charge density plots for the three previously dis-
cussed CNT clusters. The colored bars at the bottom represent the charge, from
most negative (red, left) to most positive (green, right); N atoms in the latter two
cases all exhibit high negative charges.

ESI Fig. S1.1 After the geometries were optimized, a Pt atom was
placed on the nanotube surface in each case. The Pt atom
remained at the bridge site between two C atoms on the axis of
the tube (Fig. 4(a) and (d)). The binding energy was approxi-
mately 2.3 eV, and the effective charge of the Pt atom was 0.05.
In the sN-doped cluster, the Pt atom was shifted to the top of the
substitutional N atom (Fig. 4(b) and (e)). The arrows in the
figure of the sN-doped case indicate that an N atom is located
beneath the Pt atom. The binding energy of the Pt adatom at the
substitutional N site increased drastically to 19.91 eV, which is
approximately nine times greater than the binding energy of the
Pt adatom on the undoped surface. The effective charge of this
Pt adatom at the N site was —0.08, which indicates that the
substitutional N with an electron lone pair acts as a donor.”® The
Pt adatom also remained on top of the pyridine-like N site and
had a slightly increased binding energy (Fig. 4(c) and (f)). The
small increase in the binding energy is attributable to the
complex bonding hybridization between orbitals of the Pt ada-
tom and the three N atoms at the pyridine-like site. The Pt-Pt
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interactions are essential for achieving a further understanding
of our system. Actually, A. Maiti and A. Ricca already investi-
gated the metal-undoped nanotube interactions and discussed
the binding energies and the wetting properties in their early
paper.®> Their conclusions strongly indicate that the Pt-Pt
interactions are very strong compared to Pt-support interac-
tions. Thus, we hypothesize that the binding of the first Pt atom
to the tube surface is so critical that the subsequent Pt atoms
will attach to the first Pt atom rather than adsorb onto a C-site
due to the strong Pt-Pt interactions. As shown in Fig. 1 of our
manuscript, the TEM image, which shows uniformly distrib-
uted Pt nanoparticles on a single N-doped tube, supports our
hypothesis. In contrast, strong Pt-support interactions would
lead to the formation of a thin film instead of high-density
nanoparticles. Our observations via electron microscopy do not
indicate the formation of a thin film, although thin-film
formation is known to occur for other metals, such as Ti, on
nanotubes.®® The increase in binding energy is consistent with
the shift of the edge of the C and N K-edge spectra and the
formation of the Pt-C and Pt-N bonds. Because the charge
distribution in the DFT calculation may reflect the formation of
N-CNTs:Pt, these calculation results may be further related to
the shifts in the C and N K-edge XANES spectra.

Conclusions

In conclusion, the atomic-scale N-dopant structures on the CNT
surfaces serve as natural nucleation sites for Pt NPs. A combi-
nation of experimental measurements and DFT calculations
provide a better understanding of the atomic structures of N-
CNTs:Pt. Self-organized Pt-NPs on N-doped CNTs are uniformly
distributed because of the high binding energies of the Pt
adatoms at the defect sites on the surface. The ©* feature is
found to be suppressed, and the edge shifts to higher energy at
both the C and N K-edges, which indicates that charge transfer
most likely occurs at the surface/interface of N-CNTs:Pt during
the nucleation process and the formation of the Pt-C and Pt-N
bonds.
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