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Abstract
Grafting of fluorine species on carbon nanostructures has attracted interest due to the effective modification of physical and chemical properties of the starting materials. Various techniques have been employed to achieve a controlled fluorination yield; however,
the effect of contaminants is rarely discussed, although they are often present. In the present work, the fluorination of vertically
aligned multiwalled carbon nanotubes was performed using plasma treatment in a magnetron sputtering chamber with fluorine
diluted in an argon atmosphere with an Ar/F2 ratio of 95:5. The effect of heavily diluted fluorine in the precursor gas mixture is
investigated by evaluating the modifications in the nanotube structure and the electronic properties upon plasma treatment. The
existence of oxygen-based grafted species is associated with background oxygen species present in the plasma chamber in addition
to fluorine. The thermal stability and desorption process of the fluorine species grafted on the carbon nanotubes during the fluorine
plasma treatment were evaluated by combining different spectroscopic techniques.

Introduction
The covalent functionalization of carbon nanostructures has
been largely exploited, and different techniques have been
employed for achieving fine control of their electronic properties. Carbon nanostructures have been decorated with a large
variety of atoms and molecules, using wet chemistry, hydro-

thermal reactions and plasma process [1-6]. Among the most
studied, fluorine-based grafting species represent both a valid
precursor for several reactions (the introduction of polar groups
has been successfully adopted to initiate subsequent functionalization [7-10]) and a solution for profitably implementing the
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carbon-based nanomaterials in several applications, such as gas
sensors, batteries and polymeric switches [11-15]. A key characteristic of fluorine-based species is the different chemical
interactions in carbon–fluorine bond formation [16,17].
Primarily covalent bonding occurs as a result of the plasma
process, which is easily verified by different techniques such as
Fourier transform infrared spectroscopy (FTIR), Raman
spectroscopy and X-ray photoelectron spectroscopy (XPS)
[10,18,19]. Although a large number of fluorination strategies
and characterization routes have been reported, the choice of the
precursor gas is a crucial issue that should not be underestimated due to the risk of polymerization, the introduction of
unwanted atoms on the functionalized system, or the high toxicity level of the gas used. Carbon tetrafluoride (CF4), sulfur
hexafluoride (SF6), pure fluorine (F2) or diluted fluorine in an
inert atmosphere (Xe/F2, Ar/F2) are the precursor gases most
commonly used. In the case of fluorine and noble gases
mixtures, an important role for achieving optimal fluorination is
played by the relative concentration of fluorine in the mixture
during the plasma activation.
The previous studies on vertically aligned carbon nanotubes
(vCNTs) fluorinated by Ar/F2 plasma treatment allowed for the
evaluation of the spatial distribution of fluorine atoms, while
X-ray photoelectron spectromicroscopy measurements indicated that the grafting occurred mainly up to a few µm under
the tips of the nanotubes without damaging the carbon structure
[20]. In that case, the Ar/F2 mixture concentration used was a
ratio of 90:10. The purpose of the present study is to discuss the
impact of more diluted fluorine gas in an argon atmosphere
(Ar/F2, 95:5) on the fluorination yield and to evaluate its effect
in the fluorination mechanism of vCNTs, aiming at controlled
fluorine grafting at the tip of the vCNTs. A temperature-dependent study was performed and the resulting defluorination
process is discussed based on the analysis carried out using
different techniques such as XPS, ultraviolet photoemission
spectroscopy (UPS) and Raman spectroscopy. We observed that
oxygen present in the plasma chamber, mainly as water vapor,
is also grafted on the CNTs surface in addition to fluorine
species leading to oxyfluorination of the vCNTs. The fluorine
functionalization causes the hybridization change from sp2 to
sp 3 of the carbon atoms. We show that controlled thermal
heating of the sample allows for a fine selection of grafted
species and tuning of electronic properties.

Experimental
vCNTs were produced by catalytic chemical vapor deposition
(CCVD) at atmospheric pressure. The catalysts were prepared
by magnetron sputtering; first, a 30 nm Al2O3 buffer layer was
deposited on Si wafers with native SiO2, next, a 6 nm Fe layer
was then added on top of the Al2O3 buffer layer to form (after

annealing) nanoparticles which catalyze the nanotube growth.
For the vCNTs growth, the catalyst was placed inside the
reactor, heated to 750 °C at atmospheric pressure under Ar flow
(120 sccm), then an additional flow of hydrogen (120 sccm)
was introduced. After 5 min, Ar was replaced by ethylene
(C2H4) flow (50 sccm) for 20 min. After the growth, the oven
atmosphere was again filled with Ar.
Fluorination was performed by exposing the vCNTs samples to
fluorine chemical species generated in a magnetron sputtering
chamber with base pressure of about 5·10 −6 mbar, using a
graphite target. The plasma discharge of F2 (diluted in Ar in a
ratio 95:5) was produced by an ENI RPG 5 kW asymetric
bipolar pulsed DC power supply with a period of 4 µs and a
pulse duration of 1.6 µs. The following functionalization
parameters were used: mean power, P = 100 W; gas flux,
Φ = 10 sccm; working pressure, pw = 30 mTorr; functionalization time, t = 900 s.
The chemical modifications due to fluorine grafting were evaluated by XPS and UPS. The experimental geometry of the data
collection allowed for the analysis of the tip of the vCNTs – this
region of the sample is referred to as the surface. The chemical
composition was studied using a VERSAPROBE PHI 5000
from Physical Electronics, equipped with a monochromatic
Al Kα X-ray source. The energy resolution was 0.6 eV. For the
compensation of built-up charge on the sample surface during
the measurements, a dual beam charge neutralization composed
of an electron gun (≈1 eV) and an Ar ion gun (≤10 eV) was
used. The valence band investigation was performed using an
excitation photon energy of hν = 31 eV from a horizontally
polarized (p-polarized) synchrotron light source at the BaDElPh
beamline of the Elettra synchrotron in Trieste, Italy [21]. A
temperature-dependent study was performed by thermal heating
in ultrahigh vacuum: the selected temperature was reached in
about 20 min, and the sample was kept for 15 min at that
temperature before turning off the heating. The structural
changes as a result of functionalization were evaluated by
Raman spectroscopy. The Raman spectra were collected using a
Senterra Bruker micro-Raman system spectrometer with a laser
wavelength of 532 nm as the excitation source. The microRaman system provides a spectral resolutions of 5 cm−1. The
laser power impinging on the sample was kept constant
at 2 mW to avoid heating and a 50× objective was used.
Five measurements were acquired at different locations on
the as-functionalized sample and after two heating steps
(T = 540 °C and 900 °C) and averaged. The Raman peaks were
fitted using Lorentzian functions after baseline correction. In all
analyses, the spectra were acquired at room temperature (RT)
once the sample recovered after heating in UHV conditions at
the desired temperature.
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Results and Discussion
We first investigated the functionalization of vCNTs using
XPS. In a pure fluorination process, only the fluorine signal is
expected in addition to carbon; however, the oxygen signal
was also observed for the as-functionalized sample, where
[F] = 24 at % and [O] = 13 at % concentrations were found. The
oxygen atoms present in the sample influence the chemical
environment of the carbon atoms at the surface, acting as
grafting species that are often present in the residual vacuum (in
the form of water vapor and molecular oxygen) and are decomposed by the plasma process [22,23]. The Ar atoms in the gas
mixture strongly affect the functionalization since the Ar ions
are mainly responsible for creating defects on the carbon
surface, that is, active sites for grafting fluorine and oxygen
species [24-26].
In Figure 1 we show the changes of the vCNTs chemical composition at the surface (tips) with increasing heating temperature. In order to evaluate the thermal stability of the grafted

species, we first analyze the C 1s, F 1s and O 1s core levels in
the XPS spectra acquired after fluorination (labeled RT in the
figure). Once the Shirley-type background was subtracted, the
C 1s intensities in Figure 1a were normalized to the maximum
value, allowing a direct visualization of the plasma-induced
modifications in the C 1s peak lineshape as a function of
heating temperature. The F 1s and O 1s spectra presented in
Figure 1b,c, respectively, show the fitting procedure used to
reproduce the lineshape and changes in the fitting components
upon heating (details on the fitting parameters are reported in
Supporting Information File 1, Table S1).
The grafting of fluorine species on the carbon nanotube surface
induces modifications in the C 1s lineshape (Figure 1a). We
observe that, compared to the pristine spectrum, the spectrum
recorded after fluorination shows new structures at binding
energies higher than 285 eV. The deconvolution of the carbon
peak is complex due to the uncertain assignment of fitting
components; however, a satisfactory example is reported in

Figure 1: Temperature-dependent XPS analysis of functionalized vCNTs. (a) C 1s spectra acquired as a function of heating temperature. The C 1s
spectrum recorded just after the fluorination is labelled RT, the pristine spectrum is the bottom curve. The spectra were normalized and stacked for
better visualization of changes in their lineshape. (b,c) Fitting curves of the experimental data (black dots) acquired from F 1s and O 1s core levels as
a function of heating temperature.
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Supporting Information File 1 for the as-functionalized sample
(Supporting Information File 1, Figure S1). The analysis of the
lineshape confirms the presence of C–C in sp2 (284.5 eV) and
sp 3 (285.1 eV) bonding configurations, C–O (hydroxyl
285.9 eV, carbonyl 287.0 eV, carboxyl 289.2 eV) [2,27,28] and
C–F species, which can be classified into two main groups
related to primary and secondary shifts of the carbon component. More specifically the following assignments can be made:
carbon atoms indirectly linked to fluorine but first neighbors of
C–F bonds (β-position), such as C–CF located at 286.2 eV, and
carbon directly bound to fluorine atoms, such as covalent C–F
around 288.0 eV, CF–CFn at 290.7 eV, CF2 at 292.5 eV and
CF3 at about 295.0 eV [16,19,29-31]. The latter fluorinated
carbon species are the first to desorb; therefore, they represent
the less thermally stable species due to their instability when
bound to edges as open tube ends. This can be caused by the
impact of energetic ions in the Ar/F2 plasma with the vCNTs
surface. During plasma treatment, partial sputtering of the
carbon atoms from the tips can be produced, as confirmed by
the component centered at 283.5 eV used to reproduce the C 1s
peak. This accounts for the increased intensity at the low
binding energy side of the C–C sp 2 component. This low
binding energy feature (labeled Cdef in Supporting Information
File 1, Figure S1) has been associated with ion-induced defective carbon [32,33]. It is important to mention that partial
recovery of the pristine structure was obtained due to the selfhealing ability of the hexagonal carbon lattice when the sample
is thermally heated, as verified by the disappearance of this low
binding energy component.
In Figure 1b,c we report the experimental data (black dots)
related to F 1s and O 1s core level regions together with the
fitting components used. The overall asymmetric lineshapes of
F 1s and O 1s evidence the influence of their respective electronegativity in the electronic environment. Four components are
used for the fitting of both spectra. In particular, at room
temperature we can distinguish adsorbed fluorine (684.3 eV),
“semi-ionic” C–F bonds (685.8 eV), covalent C–F bonds
(687.4 eV) and a contribution from fluorine atoms bound to
multiple fluorinated carbon (as CF2) mainly located at the edges
and local defect sites (688.7 eV) [16,27,30,34,35]. For oxygen,
however, the following contribution are found: O=C–OH
(529.8 eV), C=O (531.0 eV), C–O (532.5 eV), and oxygen
bound to fluorinated carbon or to C atoms located near fluorinated carbon atoms (533.8 eV) [30,34,36]. The latter is
expected in the case of fluorination in an oxygen-containing
atmosphere due to the grafting of oxygen species [37]. In
parallel to the decrease in intensity of the components used to
reproduce the C 1s peak, the degree of asymmetry of F 1s and O
1s decreased drastically upon heating. This suggests a different
desorption temperature and hence distinct binding energies of

the several species grafted on the carbon surface, as it will be
discussed. After heating the sample to 150 °C, we observed that
the intensity of the components in the C 1s spectrum related to
multiple fluorinated carbon decreased, where a similar effect
was observed in the F 1s core level spectrum for the component
at 688.7 eV. This occurs concurrent with the desorption of
adsorbed fluorine represented by the peak at 684.3 eV. The
defluorination process is activated by increasing the temperature from 300 to 500 °C, and the component associated with
the covalent C–F bond becomes the dominant feature with
respect to the other components that show desorption at lower
temperature. After heating at a higher temperature (T = 900 °C),
only C–O contributions were observed, as confirmed by
Figure 1b,c. Moreover, in the O 1s spectrum of the as-functionalized sample (RT), we observed a shift in the C–O and C=O
components with respect to the pristine ones. This is likely
related to different charge distributions in the atoms when the
fluorine quantity is high, changing the chemical environment
and consequently modifying the screening of the atoms. In
parallel to desorption of fluorinated species, the oxygen components backshift towards the binding energies observed for the
pristine sample, indicating the coexistence of grafted species in
neighboring sites. This can be explained by preservation of the
strongest covalent C–F bonds in conjunction with the vanishing
of adsorbed fluorine present in the material and the reduction
of the amount of “semi-ionic” C–F bonds, leading to an overall
decrease of fluorine concentration. The heating treatment
therefore induces a complete desorption of fluorine atoms
for higher temperatures while only near a third of the initial
amount of oxygen is thermally removed from the carbon
surface. The atomic concentrations were calculated from XPS
analysis, taking into account relative cross-sectional values: the
points at RT in Figure 2 are relative to the as-functionalized
structure ([C] = 63 at %, [F] = 24 at % and [O] = 13 at %), and
the subsequent heating steps are connected by full lines. The
atomic concentration of a pristine sample is added to the graph
([C] = 98 at %, [F] = 0 at %, [O] = 2 at %) as a reference. Upon
heating, the fluorine-containing species desorb (red symbols),
explaining the decrease in the F 1s core level intensity. At
540 °C, the fluorine concentration decreases to 0.5 at %, indicating that almost all fluorine atoms desorb from the carbon
nanotube surface. This temperature is slightly higher with
respect to T = 400 °C as reported for single-walled carbon
nanotubes [38] but consistent with the thermal desorption range
published by Gu et al. [39] and Bulusheva et al. [37]. It is
important to notice that the remaining relative amount of
oxygen bound to fluorinated carbon at 533.8 eV, is near 1 at %
at T = 540 °C (Figure 1c), which is consistent with the residual
total atomic concentration of fluorine. This vanishes completely
at T = 900 °C once the total desorption of fluorine is confirmed
by the complete disappearance of the F 1s signal.
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Figure 2: Atomic concentration of oxygen (blue squares) and fluorine
(red triangles) calculated from XPS analysis as a function of heating
temperature.

From a close inspection of Figure 2, we can observe that while
the fluorine concentration has a sharp decrease with increasing
temperature, the oxygen concentration shows a more gradual
trend. The small decrease in the concentration of the oxygencontaining species up to 430 °C was reported to be related to the
desorption of physically adsorbed oxygen associated with the
formation of hydroxyperoxide after air exposure of freshly
functionalized nanotubes [14]. A recent study reported on the

improved hydrophilicity of carbon nanostructures upon oxyfluorination [40]. Indeed the presence of hydroxylic groups on the
surface attracts water adsorption, in contrast to the case of pure
fluorinated carbon systems that show strong hydrophobicity
[20]. In addition to the presence of oxygen atoms grafted during
plasma treatment, we must consider that defects such as vacancies created during the process are preferential sites for adsorption. As soon as the sample is removed from the vacuum
chamber, they may also contribute to C–O bonding, but it is
not obvious to separate their contribution from that of
carbon–oxygen bonds generated during plasma fluorination. A
remaining 8% of oxygen-containing species do not desorb from
the carbon structures because the single and double C–O bonds
are stronger with respect to the multiple fluorinated carbon
groups. Actually, binding energies of 2.37, 1.04 and 0.9 eV
were theoretically calculated for fluorine directly bound to C,
for CF 2 and CF 3 , respectively [37]. The chemisorption of
oxygen leads to binding energy values ranging from 3–5 eV,
depending on the chemisorption site [41].
In order to understand the effects of fluorination in valence
electronic states of the vCNTs, UPS measurements were
performed (Figure 3). First, we analyzed a pristine sample (red
curve) after prolonged heating in UHV for removing possible
adsorbed contaminations. The features related to C–C bonds are
clearly distinguishable: C–C π-states appear around 3 eV, C–C
σ-states are around 8 eV, and σ–π hybridized states are localized at higher binding energy, from around 10 eV [6]. The functionalized sample annealed to T = 300 °C (blue curve) shows
the dominating structures generated by the grafted species

Figure 3: UPS spectra acquired with a photon energy of hν = 31 eV, the red line is the pristine vCNT sample, the blue is the functionalized, annealed
(T = 300 °C) sample, the black and the green lines are related to samples heated at 500 and 900 °C, respectively.
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[42,43] due to their higher cross section for photoemission with
respect to carbon (hν = 31 eV): the O 2p-like states around
7 eV, the C–F bonding orbitals and the F 2p-like states around 9
and 11 eV, respectively. The strong modification in the intensity ratio of the structures in the UPS spectrum is due to the
fluorine grafting that also drastically reduces the relative intensity associated with the density of states just below the Fermi
level. This is a signature of a drastic change in the electronic
properties with respect to the pristine metallic behavior.
Upon heating at 500 °C, the fluorine-related states appear at
11 eV as a low intensity shoulder with respect to the high intensity feature generated by oxygen-related states (black curve).
Since the cross section for photoemission from the O 2p-like
states and F 2p-like states are almost the same when using a
photon energy of hν = 31 eV, it can be suggested that, when in
high amounts, the structure generated by fluorine atoms prevails
over that of oxygen-related states in valence band spectra. Fluorine atoms mainly bind to carbon, generating an inductive effect
on the overall electronic structure. While during the heating
process, fluorine desorbs from the surface, oxygen atoms,
which were participating in the plasma-generated C–O, stay
bound. The oxygen-related states are no longer affected by the
presence of fluorine and they are more intense. Moreover, the
relative intensity related to the density of states near the Fermi
level increases again. This shows that the oxygen effect in the
electronic properties is less pronounced at this concentration.
This is in contrast to the presence of fluorine, which induces
a semiconducting/insulating effect. Indeed, F atoms attract
electrons from the carbon lattice due to their higher electronegativity, thus reducing the charge in the conducting π-orbitals,
introducing scattering centers and disrupting the carbon
structure.
At the final heating step (T = 900 °C), the oxygen concentration is reduced, as well as the contribution related to C–O states
in the valence band region (green curve). Low intensity structures related with C–C states can be resolved again, however,
the pristine spectrum cannot be recovered. This result confirms
the XPS study previously described. It is possible to finely tune
the density of electronic states near the Fermi level by heat
treatment in UHV [6]. However, if oxygen atoms are simultaneously grafted during the plasma fluorination, it is not possible to
obtain a perfect defunctionalization due to the presence of
strong C–O bonds.
The Raman spectroscopy results displayed in Figure 4 confirm
the impact of the plasma fluorination on the vibrational modes
of the pristine sample. This technique is often used for a qualitative investigation of the functionalization effect on carbon
nanotubes structures [2,44-47] and to quantify the defect

density in the CNTs sidewalls. However, a qualitatively
analysis approach is more adequate in the present case.

Figure 4: Raman spectra acquired on pristine, functionalized and thermally treated vCNTs. The spectrum at the top was recorded after
heating the sample to T = 900 °C, which corresponds to a completely
defluorinated sample. The spectra were normalized to the G-peak
intensity.

The Raman spectra were collected from pristine, functionalized,
heat-treated (T = 540 °C) and finally high-temperature annealed
(T = 900 °C) sample (Figure 4). The most interesting features
are in the first-order Raman spectra: the disorder-induced
D-band (around 1335 cm −1 ), D’-band (around 1602 cm −1 ,
attributed to intravalley scattering activated through a double
resonance process), and the tangential G-mode (at 1570 cm−1).
The last feature is related to the E2g Raman-active mode, where
the two atoms in the graphene unit cell vibrate tangentially
against one another. The second-order Raman spectra is characterized by a 2D-band, which occurs around 2660 cm−1, the
D+G band at 2900 cm−1 (as a result of the combination of D
and G modes), and the G”-band at 3220 cm −1 (that can be
explained as the first overtone of the D’-band) [48,49]. For the
spectrum recorded after heating the sample to 900 °C, an addi-
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tional D3-peak (1466 cm−1) was necessary for the fitting. The
origin of this mode is not clear, but it has been attributed to
amorphous carbon fraction of soot (e.g., organic molecules,
fragments or functional groups) or to an approximate background evaluation [49-51].
The D-mode has been largely used as a diagnostic for disruptions in the hexagonal lattice of carbon nanotubes. The relative
intensity of this mode can provide direct evidence of covalent
modification and defect concentration. The D-band is associated to the A1g-mode breathing vibrations of six-membered
sp2 carbon rings. It becomes Raman active after neighboring
sp 2 carbons are converted to sp 3 hybridization in graphitic
materials. This can be due to the presence of in-plane substitutional heteroatom vacancies, grain boundaries, or other
symmetry-breaking defects or damage of the lattice [52]. In
Figure 4, the pristine sample already shows a high intensity
D-peak when compared to the plasma-fluorinated nanotubes.
This is because of the sp 3 behavior and intrinsic defects
revealed particularly when acquiring the Raman spectrum from
a region including the tips of vertically aligned carbon
nanotubes. The information about the disorder and defect/
damage induced by the functionalization is directly qualitatively inferred from the ID/IG ratio: in the pristine sample (blue
curve) this ratio is 0.78, and increases to 1.69 for the as-functionalized sample (violet curve); it changes to 1.65 upon heating
at 540 °C (green curve), and decreases to 1.43 upon heating at
T = 900 °C (orange curve). Moreover, the width of the D-band
increased with functionalization (from 53.6 cm−1 to 56.6 cm−1)
but also with the heating treatment (60.5 cm−1 and 64.5 cm−1).
The remaining disorder mode therefore indicates both the
enhancement of disorder in the carbon lattice upon functionalization, and the increase in the amount of defects. This has been
associated with the local carbon removal on the sidewall during
the heating-induced desorption process, as for example, via
recombination of mobile species ending in formation of COF2
and CF4 at high temperature [37]. However, a partial rearrangement of the carbon lattice upon heating to higher temperature
(900 °C) most probably takes place, as confirmed by the 13.3%
reduction in the ID/IG ratio as the carbon bonding at the walls
was repaired. This is in agreement with the results about recovering of the sidewall upon hydrazine treatment or heating treatment for SWCNTs where the partial recovery of the bi-dimensional graphene lattice was demonstrated by the strong decrease
in the intensity of the D-band [38,53]. A similar trend was
obtained from peak area ratios, as it is often used in the case of
a high degree of disorder [51]. In this regard, the following
values were calculated from our spectra: AD/AG = 0.88 (pristine), 1.92 (functionalized), 1.74 (functionalized and heated at
540 °C), 1.68 (functionalized and heated at 900 °C), confirming
the evolution of ID/IG.

As a consequence of the Ar/F2 plasma functionalization, structural defects are generated with respect to the pristine sample, as
also confirmed by the broadened base of the C 1s core level in
Figure 1a and the AD/AG ratio [18]. Through these defects, the
functionalization took place, leading to amorphization of the
carbon lattice. The thermal-heating-induced desorption of
grafting species and a self-healing process was activated by the
carbon lattice, although a complete removal of defective carbon
was not possible due to the presence of C–O bonds. Despite the
strong impact of the plasma functionalization, the intrinsic characteristics of vCNTs were mostly preserved: the nanotube structure was observed in TEM (not shown), and the characteristic
sp2 component in the C 1s core level (as well as the G-band in
the Raman spectrum) was still present, indicating that the electronic properties were retained.

Conclusion
In the present work, we have described the plasma fluorination
of vertically aligned carbon nanotubes using an Ar/F mixture
precursor gas. The analysis of the impact of fluorination on the
pristine nanotube structure was supported by Raman and
photoemission spectroscopy. The exposure to a Ar/F2 (95:5)
plasma resulted in a continuous creation of active sites through
Ar ions. However, the selectivity towards fluorine species was
lost with respect to contaminant oxygen present in the chamber
as water vapor that was decomposed by the energetic ions
during the plasma process. The grafted fluorine and oxygen
atoms caused the hybridization change from sp 2 to sp 3 of
carbon atoms. The evolution of the Raman D-band intensity
showed an increase in the disorder due to the functionalization.
This is presumably a consequence of tip and sidewall damage
that partially disrupt the sp 2 carbon lattice. A subsequent
decrease in the D-band intensity was observed as the sidewall
was partially repaired after the defluorination process initiated
by heating at higher temperature. This is in agreement with the
recovering of the sidewall upon hydrazine treatment. Hence, on
one hand, the heating promoted desorption of fluorine-grafted
species, while on the other, it induced the self-healing of the
carbon lattice recovery. Despite the drastic changes observed as
consequence of fluorination and heating treatment, the G-band
and the sp2 component in C 1s were globally preserved. This
suggests that the intrinsic properties of the vCNTs were not
permanently altered. The thermal desorption was analyzed by
photoemission spectroscopy, following the evolution of core
levels and valence band states. While fluorine-grafted species
desorbed almost completely at around 540 °C, the oxygen
atoms were strongly bound to the carbon lattice through single
and double C–O covalent bonds. This illustrated its electronic
states also in the valence band, where we observed a fine tuning
of the density of states near the Fermi level by the desorption of
fluorine.
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Supporting Information
Supporting Information File 1
Additional experimental information.
Fitting procedure of C 1s core level and the table of XPS
analysis results are available for the as-functionalized
sample.
[http://www.beilstein-journals.org/bjnano/content/
supplementary/2190-4286-6-232-S1.pdf]

12. Cui, X.; Chen, J.; Wang, T.; Chen, W. Sci. Rep. 2014, 4, 5310.
doi:10.1038/srep05310
13. Yun, J.; Im, J. S.; Kim, H.-I.; Lee, Y.-S. Appl. Surf. Sci. 2012, 258,
3462–3468. doi:10.1016/j.apsusc.2011.11.098
14. Bai, B. C.; Kang, S. C.; Im, J. S.; Lee, S. H.; Lee, Y.-S.
Mater. Res. Bull. 2011, 46, 1391–1397.
doi:10.1016/j.materresbull.2011.05.021
15. Li, Y.; Feng, Y.; Feng, W. Electrochim. Acta 2013, 107, 343–349.
doi:10.1016/j.electacta.2013.06.086
16. Nansé, G.; Papirer, E.; Fioux, P.; Moguet, F.; Tressaudt, A. Carbon
1997, 35, 175–194. doi:10.1016/S0008-6223(96)00095-4
17. Sato, Y.; Itoh, K.; Hagiwara, R.; Fukunaga, T.; Ito, Y. Carbon 2004, 42,
3243–3249. doi:10.1016/j.carbon.2004.08.012

Acknowledgements
C.S. is grateful to the “Fonds pour la Formation à la Recherche
dans l’Industrie et dans l’Agriculture” (F.R.I.A.) for their
financial support. M.S. acknowledges the Belgian Fund for
Scientific Research (FRS- FNRS) under FRFC contract
“Chemographene” (convention no. 2.4577.11). J.-F. Colomer
and C. Bittencourt are Research Associates of the National
Funds for Scientific Research (FRS-FNRS, Belgium). This
research was supported by a Marie Curie International Research
Staff Exchange Scheme Fellowship within the 7th European
Community Framework Programme (NanoCF). We thank D.
Lonza for technical assistance at the Elettra synchrotron facility.

18. Khare, B. N.; Wilhite, P.; Meyyappan, M. Nanotechnology 2004, 15,
1650–1654. doi:10.1088/0957-4484/15/11/048
19. Felten, A.; Ghijsen, J.; Pireaux, J.-J.; Johnson, R. L.; Whelan, C. M.;
Liang, D.; Van Tendeloo, G.; Bittencourt, C. Carbon 2008, 46,
1271–1275. doi:10.1016/j.carbon.2008.04.027
20. Saikia, N. J.; Ewels, C.; Colomer, J.-F.; Aleman, B.; Amati, M.;
Gregoratti, L.; Hemberg, A.; Thiry, D.; Snyders, R.; Bittencourt, C.
J. Phys. Chem. C 2013, 117, 14635–14641. doi:10.1021/jp404177p
21. Petaccia, L.; Vilmercati, P.; Gorovikov, S.; Barnaba, M.; Bianco, A.;
Cocco, D.; Masciovecchio, C.; Goldoni, A.
Nucl. Instrum. Methods Phys. Res., Sect. A 2009, 606, 780–784.
doi:10.1016/j.nima.2009.05.001
22. Mattox, D. M. Handbook of Physical Vapor Deposition (PVD)
Processing, 2nd ed.; Elsevier: Burlington, MA, USA, 2010.
23. Berg, S.; Eguchi, N.; Grajewski, V.; Kim, S. W.; Fromm, E.

References
1. Mickelson, E. T.; Huffman, C. B.; Rinzler, A. G.; Smalley, R. E.;
Hauge, R. H.; Margrave, J. L. Chem. Phys. Lett. 1998, 296, 188–194.
doi:10.1016/S0009-2614(98)01026-4
2. Murphy, H.; Papakonstantinou, P.; Okpalugo, T. I. T.
J. Vac. Sci. Technol., B 2006, 24, 715. doi:10.1116/1.2180257
3. Worsley, K. A.; Ramesh, P.; Mandal, S. K.; Niyogi, S.; Itkis, M. E.;
Haddon, R. C. Chem. Phys. Lett. 2007, 445, 51–56.
doi:10.1016/j.cplett.2007.07.059
4. Cheng, S.-H.; Zou, K.; Okino, F.; Gutierrez, H. R.; Gupta, A.; Shen, N.;
Eklund, P. C.; Sofo, J. O.; Zhu, J. Phys. Rev. B 2010, 81, 205435.
doi:10.1103/PhysRevB.81.205435
5. Van Hooijdonk, E.; Bittencourt, C.; Snyders, R.; Colomer, J.-F.
Beilstein J. Nanotechnol. 2013, 4, 129–152. doi:10.3762/bjnano.4.14
6. Scardamaglia, M.; Struzzi, C.; Aparicio Rebollo, F. J.; De Marco, P.;
Mudimela, P.; Colomer, J.-F.; Amati, M.; Gregoratti, L.; Petaccia, L.;
Snyders, R.; Bittencourt, C. Carbon 2015, 83, 118–127.
doi:10.1016/j.carbon.2014.11.009
7. Khabashesku, V. N.; Billups, W. E.; Margrave, J. L. Acc. Chem. Res.
2002, 35, 1087–1095. doi:10.1021/ar020146y
8. Saini, R. K.; Chiang, I. W.; Peng, H.; Smalley, R. E.; Billups, W. E.;
Hauge, R. H.; Margrave, J. L. J. Am. Chem. Soc. 2003, 125,
3617–3621. doi:10.1021/ja021167q
9. Park, S.-J.; Song, S.-Y.; Shin, J.-S.; Rhee, J.-M.
J. Colloid Interface Sci. 2005, 283, 190–195.
doi:10.1016/j.jcis.2004.02.094
10. Valentini, L.; Puglia, D.; Armentano, I.; Kenny, J. M. Chem. Phys. Lett.
2005, 403, 385–389. doi:10.1016/j.cplett.2005.01.042
11. Im, J. S.; Kang, S. C.; Bai, B. C.; Bae, T.-S.; In, S. J.; Jeong, E.;
Lee, S.-H.; Lee, Y.-S. Carbon 2011, 49, 2235–2244.

Surf. Coat. Technol. 1991, 49, 336–341.
doi:10.1016/0257-8972(91)90079-C
24. Krasheninnikov, A. V.; Nordlund, K.; Sirviö, M.; Salonen, E.;
Keinonen, J. Phys. Rev. B 2001, 63, 245405.
doi:10.1103/PhysRevB.63.245405
25. Rousseau, B.; Estrade-Szwarckopf, H.; Thomann, A. L.; Brault, P.
Appl. Phys. A: Mater. Sci. Process. 2003, 77, 591–597.
doi:10.1007/s00339-002-1538-x
26. Kim, D.-H.; Jang, H.-S.; Kim, C.-D.; Cho, D.-S.; Kang, H.-D.; Lee, H.-R.
Chem. Phys. Lett. 2003, 378, 232–237.
doi:10.1016/S0009-2614(03)01249-1
27. Felten, A.; Bittencourt, C.; Pireaux, J. J.; Van Lier, G.; Charlier, J. C.
J. Appl. Phys. 2005, 98, 074308. doi:10.1063/1.2071455
28. Colomer, J.-F.; Ruelle, B.; Moreau, N.; Lucas, S.; Snyders, R.;
Godfroid, T.; Navio, C.; Bittencourt, C. Surf. Coat. Technol. 2011, 205,
S592–S596. doi:10.1016/j.surfcoat.2011.03.040
29. Tressaudt, A.; Moguet, F.; Flandroiss, S.; Chambon, M.; Guimon, C.;
Nanset, G.; Papireri, E.; Gupta, V.; Bahl, P. J. Phys. Chem. Solids
1996, 57, 745–751. doi:10.1016/0022-3697(96)00343-5
30. Yun, S.-M.; Kim, J.-W.; Jung, M.-J.; Nho, Y.-C.; Kang, P.-H.; Lee, Y.-S.
Carbon Lett. 2007, 8, 292–298. doi:10.5714/CL.2007.8.4.292
31. Felten, A.; Eckmann, A.; Pireaux, J.-J.; Krupke, R.; Casiraghi, C.
Nanotechnology 2013, 24, 355705.
doi:10.1088/0957-4484/24/35/355705
32. Barinov, A.; Bariş Malcioglu, O.; Fabris, S.; Sun, T.; Gregoratti, L.;
Dalmiglio, M.; Kiskinova, M. J. Phys. Chem. C 2009, 113, 9009–9013.
doi:10.1021/jp902051d
33. Scardamaglia, M.; Amati, M.; Llorente, B.; Mudimela, P.;
Colomer, J.-F.; Ghijsen, J.; Ewels, C.; Snyders, R.; Gregoratti, L.;
Bittencourt, C. Carbon 2014, 77, 319–328.
doi:10.1016/j.carbon.2014.05.035

doi:10.1016/j.carbon.2011.01.054

2270

Beilstein J. Nanotechnol. 2015, 6, 2263–2271.

34. Lee, J. M.; Kim, S. J.; Kim, J. W.; Kang, P. H.; Nho, Y. C.; Lee, Y. S.
J. Ind. Eng. Chem. 2009, 15, 66–71. doi:10.1016/j.jiec.2008.08.010

License and Terms

35. Wang, X.; Chen, Y.; Dai, Y.; Wang, Q.; Gao, J.; Huang, J.; Yang, J.;
Liu, X. J. Phys. Chem. C 2013, 117, 12078–12085.
doi:10.1021/jp312801p
36. Yang, D.; Velamakanni, A.; Bozoklu, G.; Park, S.; Stoller, M.;
Piner, R. D.; Stankovich, S.; Jung, I.; Field, D. A.; Ventrice, C. A., Jr.;
Ruoff, R. S. Carbon 2009, 47, 145–152.
doi:10.1016/j.carbon.2008.09.045

This is an Open Access article under the terms of the
Creative Commons Attribution License
(http://creativecommons.org/licenses/by/2.0), which
permits unrestricted use, distribution, and reproduction in
any medium, provided the original work is properly cited.

37. Bulusheva, L. G.; Fedoseeva, Yu. V.; Okotrub, A. V.; Flahaut, E.;
Asanov, I. P.; Koroteev, V. O.; Yaya, A.; Ewels, C. P.; Chuvilin, A. L.;
Felten, A.; Vyalikh, D. V. Chem. Mater. 2010, 22, 4197–4203.
doi:10.1021/cm100677c
38. Pehrsson, P. E.; Zhao, W.; Baldwin, J. W.; Song, C.; Liu, J.; Kooi, S.;

The license is subject to the Beilstein Journal of
Nanotechnology terms and conditions:
(http://www.beilstein-journals.org/bjnano)

Zheng, B. J. Phys. Chem. B 2003, 107, 5690–5695.
doi:10.1021/jp027233s
39. Gu, Z.; Peng, H.; Hauge, R. H.; Smalley, R. E.; Margrave, J. L.
Nano Lett. 2002, 2, 1009–1013. doi:10.1021/nl025675+

The definitive version of this article is the electronic one
which can be found at:
doi:10.3762/bjnano.6.232

40. Yun, J.; Im, J. S.; Lee, Y.-S.; Kim, H.-I. Eur. Polym. J. 2010, 46,
900–909. doi:10.1016/j.eurpolymj.2010.02.005
41. Dag, S.; Gülseren, O.; Yildirim, T.; Ciraci, S. Phys. Rev. B 2003, 67,
165424. doi:10.1103/PhysRevB.67.165424
42. Wang, Y.-Q.; Sherwood, P. M. A. Chem. Mater. 2004, 16, 5427–5436.
doi:10.1021/cm040050t
43. Bittencourt, C.; Van Lier, G.; Ke, X.; Suarez-Martinez, I.; Felten, A.;
Ghijsen, J.; Van Tendeloo, G.; Ewels, C. P. ChemPhysChem 2009, 10,
920–925. doi:10.1002/cphc.200800851
44. Dresselhaus, M. S.; Dresselhaus, G.; Saito, R.; Jorio, A. Phys. Rep.
2005, 409, 47–99. doi:10.1016/j.physrep.2004.10.006
45. Müller, M.; Maultzsch, J.; Wunderlich, D.; Hirsch, A.; Thomsen, C.
Phys. Status Solidi B 2007, 244, 4056–4059.
doi:10.1002/pssb.200776119
46. Sun, Y.-P.; Fu, K.; Lin, Y.; Huang, W. Acc. Chem. Res. 2002, 35,
1096–1104. doi:10.1021/ar010160v
47. Wepasnick, K. A.; Smith, B. A.; Bitter, J. L.; Howard Fairbrother, D.
Anal. Bioanal. Chem. 2010, 396, 1003–1014.
doi:10.1007/s00216-009-3332-5
48. Antunes, E. F.; Lobo, A. O.; Corat, E. J.; Trava-Airoldi, V. J.;
Martin, A. A.; Veríssimo, C. Carbon 2006, 44, 2202–2211.
doi:10.1016/j.carbon.2006.03.003
49. Sadezky, A.; Muckenhuber, H.; Grothe, H.; Niessner, R.; Pöschl, U.
Carbon 2005, 43, 1731–1742. doi:10.1016/j.carbon.2005.02.018
50. Cuesta, A.; Dhamelincourt, P.; Laureyns, J.; Martínez-Alonso, A.;
Tascón, J. M. D. Carbon 1994, 32, 1523–1532.
doi:10.1016/0008-6223(94)90148-1
51. Ferrari, A.; Robertson, J. Phys. Rev. B 2000, 61, 14095–14107.
doi:10.1103/PhysRevB.61.14095
52. Dresselhaus, M. S.; Dresselhaus, G.; Jorio, A.; Souza Filho, A. G.;
Saito, R. Carbon 2002, 40, 2043–2061.
doi:10.1016/S0008-6223(02)00066-0
53. Marcoux, P. R.; Schreiber, J.; Batail, P.; Lefrant, S.; Renouard, J.;
Jacob, G.; Albertini, D.; Mevellec, J.-Y. Phys. Chem. Chem. Phys.
2002, 4, 2278–2285. doi:10.1039/b109770a

2271

