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In situ Characterization of 
Nanoparticles Using Rayleigh 
Scattering
Biswajit Santra1,*, Mikhail N. Shneider2,* & Roberto Car1,3,4,*

We report a theoretical analysis showing that Rayleigh scattering could be used to monitor the growth 
of nanoparticles under arc discharge conditions. We compute the Rayleigh scattering cross sections of 
the nanoparticles by combining light scattering theory for gas-particle mixtures with calculations of 
the dynamic electronic polarizability of the nanoparticles. We find that the resolution of the Rayleigh 
scattering probe is adequate to detect nanoparticles as small as C60 at the expected concentrations of 
synthesis conditions in the arc periphery. Larger asymmetric nanoparticles would yield brighter signals, 
making possible to follow the evolution of the growing nanoparticle population from the evolution of 
the scattered intensity. Observable spectral features include characteristic resonant behaviour, shape-
dependent depolarization ratio, and mass-dependent line shape. Direct observation of nanoparticles in 
the early stages of growth with unobtrusive laser probes should give insight on the particle formation 
mechanisms and may lead to better-controlled synthesis protocols.

Since their discovery in 19911 carbon nanotubes have attracted great attention due to the expectation that 
they could lead to electronic devices with unprecedented capabilities. So far this expectation has not been ful-
filled, mainly because it has not been possible to access large yields of single-walled nanotubes (SWNT) with a 
well-defined chirality2–7, which is the key factor governing their electronic properties8. Defect-free SWNTs are 
typically extracted from synthesis products that contain a mixture of defective and non defective nanotubes9–12. 
Thus one can collect nanotubes with desired properties only on a small scale and at a high cost. A possible way out 
of this difficulty requires controlling the chirality directly in the synthesis process. Some progress in this direction 
was made recently by employing techniques such as catalytic control2–4, precursor selection5, vapor phase epi-
taxy6, or nanoring templates7 in the context of chemical vapor deposition (CVD) synthesis.

A major stumbling block on the way of devising controlled synthesis processes is the lack of detailed micro-
scopic knowledge of the processes responsible for the growth of the carbon nanoparticles13. To better under-
stand these processes experimental techniques that can characterize the particles in situ during the early stages 
of growth would be extremely useful. So far in situ techniques have been limited to a few cases. In one example, 
time-resolved images of nanotubes nucleating on metal catalysts were taken by environmental transmission elec-
tron microscopy (TEM)14,15. In another case, the growth rates of nanotubes were measured by Raman spectros-
copy16,17. These examples refer to CVD growth. We are not aware of any example in the context of arc synthesis, 
which takes place at substantially higher operating temperatures and, partly because of that, produces relatively 
higher yields of structurally pristine SWNTs18–24.

Laser-based optical imaging, such as Rayleigh, Raman, and photoluminescence, possess advantages over TEM 
because they are non-intrusive, allow for high throughput imaging, and provide spectroscopic information on 
electronic and vibrational properties25. So far, optical properties of SWNTs have been measured after synthe-
sis, i.e. ex situ, by Raman26–28, photoluminescence28–30, Rayleigh31–37, and absorption spectroscopy38–41. Rayleigh 
scattering (RS) spectroscopy probes the electronic polarizability of the scattering particles. Since RS relies on 
elastic scattering its signal is several orders of magnitude brighter than that of inelastic scattering techniques, 
such as Raman and photoluminescence spectroscopies. RS spectroscopy can be applied to both semiconducting 
and metallic nanotubes32–34, and can be used to excite and detect radiation in the visible range for better spatial 
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resolution and detection sensitivity35. Indeed, a previous study42 by one of us concluded that a relatively small 
concentration of C60 in Argon (Ar) atmosphere at ambient conditions would be detectable by RS spectroscopy. 
This work used a static estimate for the polarizability of C60. Here we extend this analysis to arc discharge condi-
tions, use the full dynamic polarizability of the nanoparticles, and consider the effects of the size and shape of the 
nanoparticles as well.

In the early stages of nanotube growth, in arc discharge or plasma assisted CVD synthesis, the chamber con-
tains a mixture of nanoparticles and gas filling molecules. The typical filling gas that we consider here is helium 
(He), but other inert gases, like e.g. Ar, could also be considered. In the early stages of growth the nanoparticles 
are expected to be small in size (few nm), asymmetric, and have small concentration relative to the filling gas. 
These conditions are suitable for RS, which requires that the size of the particles be much smaller than the wave-
length of the incident light. The corresponding scattering intensity is controlled by the concentration and the 
electronic polarizability of the different particles and molecules that constitute the gas-particle mixture present 
in the synthesis region of the chamber43–45. He molecules are monoatomic and their polarizability is isotropic, 
essentially constant and equal to its static limit in the frequency range corresponding to typical laser probes. By 
contrast, the nanoparticles have an anisotropic polarizability tensor that reflects their asymmetric shapes and may 
have non-negligible frequency dependence in the spectral window of interest. The anisotropy of the polarizability 
induces a measurable depolarization of the scattered light46. Moreover, the particles are multiatomic and their 
polarizability should be substantially larger than that of the He atoms, facilitating the detection of the particle 
contribution to the RS signal over the background.

In order to find out whether RS could be used to monitor in situ the growth of nanoparticles we compute the 
relevant cross sections by combining electronic structure and dynamical light scattering theory for gas-particle 
mixtures, at the expected thermodynamic conditions in the arc periphery region where particle formation and 
growth takes place. We limit ourselves to carbon nanoparticles and consider a few selected single shell nan-
oparticles with different aspect ratios. We compute their frequency-dependent electronic polarizability using 
time-dependent density functional theory (TDDFT), a scheme that yields the time evolution of the spatial den-
sity of a many-electron system subject to an external time varying field47. While in principle TDDFT is an exact 
approach, in practice its accuracy depends on the approximation adopted for the exchange-correlation func-
tional48–54. Published results on the optical absorption spectra of fullerenes55–57 and of carbon nanotubes53,54,58 
suggest that standard functional approximations should be sufficient for our purpose. Our own calculations of 
the RS spectra of selected carbon nanotubes for which experimental information is available further support this 
proposition.

Here we focus on the RS cross section of carbon nanoparticles of finite length, finding that the longitudinal 
polarizability of nanoparticles with different aspect ratios has resonances at frequencies that depend on the size 
and shape of the nanoparticle, originating characteristic signatures in the RS intensity and depolarization ratio. 
We also find that these features should be clearly distinguishable from the background signal for particles as small 
as C60 at concentrations in excess of 1 particle per million of gas molecules. These concentrations are in excess of 
estimates based on the measured carbon deposits on a substrate placed in the arc periphery59. Nanoparticles more 
asymmetric than those considered in our study should be detectable at even lower concentrations. Moreover, at 
the elevated temperatures of the arc chamber Doppler broadening results in line shapes that are strongly mass 
dependent. Thus it should be possible to monitor the time evolution of the mass of the growing nanoparticles 
from the line shape of the RS signal.

The detectability, demonstrated here, of the RS signals of nanoparticles under arc discharge conditions of 
synthesis, combined with the sensitivity of the spectral intensity on the shape, size, concentration, mass, and tem-
perature of the growing nanoparticles suggests that RS spectroscopy should be an ideal tool for in situ character-
ization during synthesis. The experiments that we advocate should contribute to better elucidate the mechanisms 
that lead to the formation and growth of nanoparticles under arc discharge. Such understanding is a prerequisite 
for better controlling the synthesis process.

Results and Discussion
Rayleigh Scattering. Rayleigh scattering is caused by a polarizable particle of size much smaller than the 
wavelength of light. The oscillating electric field of the incident light induces an oscillating dipole moment in the 
particle, which radiates light in dipolar pattern. For a spherically symmetric molecule and linearly-polarized light, 
the induced dipole moment is parallel to the incident polarization direction and is proportional to the polariza-
bility of the particle. If the molecule is not spherically symmetric the induced dipole moment depends on the ori-
entation of the molecule and the scattered light is partially depolarized. In Fig. 1 a schematic diagram shows the 
scattering of a vertically polarized incident light beam by a gas-particle mixture. As the particles can rotate freely, 
the scattering intensity is averaged over all the orientations of the particles with respect to the incident electric 
field. For a vertically polarized incident laser beam, the scattered intensity in the direction θ =  π/2 and ϕ =  π/2, is 
polarized either vertically (IVV,n) or horizontally (IVH,n). IVV,n and IVH,n are given by43:

λ
π

ε λ
α λ γ λ

=





+ 




I n V I
r

( ) 45 ( ) 4 ( )
45

,
(1)

VV n
n L

,

2

0
2 4 2

2 2

and

λ
π

ε λ
γ λ

=










I n V I
r

( ) ( )
15

,
(2)

VH n
n L

,

2

0
2 4 2

2



www.nature.com/scientificreports/

3Scientific RepoRts | 7:40230 | DOI: 10.1038/srep40230

respectively, where nn is the concentration of the nanoparticles, V is the scattering volume, r is the distance of the 
detector from the scatterer, ε0 is the dielectric permittivity of the vacuum, IL and λ are the intensity and the wave-
length of the incident laser radiation. α(λ) and γ(λ), i.e. respectively the average and anisotropic components of 
the frequency-dependent polarizability tensor, are defined as:

α λ α λ α λ γ λ α λ α λ= + = − .⊥ ⊥( ) 1
3

(2 ( ) ( )) and ( ) ( ) ( ) (3)

Here α|| is the longitudinal polarizability along the long axis of a nanoparticle and α⊥ is the corresponding 
transverse polarizability. The intensity of the total scattered radiation by the nanoparticles, Itot,n(λ), is the sum of 
the intensities of the horizontally and vertically polarized scattered light, i.e., Itot,n(λ) =  IVH,n(λ) +  IVV,n(λ). Thus, in 
the direction θ =  π/2 the total scattering intensity is

λ
π

ε λ
α λ γ λ

=





+ 



.I n V I

r
( ) 45 ( ) 7 ( )

45 (4)
tot n

n L
,

2

0
2 4 2

2 2

The RS intensity depends on the frequency-dependent polarizability of the nanoparticles, which is computed 
using TDDFT (see Methods).

Accuracy of TDDFT Calculations. To estimate quantitatively the frequency-dependent polarizability of 
carbon nanoparticles ranging from fullerenes to nanotubes of various lengths we use TDDFT, an approach that 
is well suited for this task as it is non-empirical and has proven predictive capability48–58. The accuracy of TDDFT 
calculations depends on the approximation followed for the exchange and correlation kernel. Typically one adopts 
the adiabatic approximation, which allows one to use static exchange-correlation functionals for dynamic calcu-
lations. Commonly used static functionals are based on the generalized gradient approximation (GGA) or on 
the hybrid functional approximation50–52. In the case of fullerenes, TDDFT calculations typically underestimate 
the experimental optical absorption energies by ~0.3 eV and yield associated oscillator strengths that are within 
25% of experiment55,57. TDDFT absorption spectra of infinite periodic nanotubes are also in qualitatively good 
agreement with experiment58. The GGA absorption energies of nanotubes are affected by errors similar to those 
observed in the fullerenes, while hybrid functionals reduce the deviations from experiment to ~0.1 eV or less53,54.

We are not aware of experimental RS data for fullerenes but RS experiments on selected isolated SWNTs of 
specific chirality have been reported in the literature32–34. It is of interest to further assess the accuracy of our 
methodology in these cases. We focus here in particular on the semiconducting (15,10) and the metallic (10,10) 
SWNTs. In the experiments fully-grown SWNTs were suspended on a fabricated surface and illuminated one at a 
time with a focused laser beam with polarization parallel to the axis of the nanotube33. For long SWNTs the lon-
gitudinal polarizability (α||) is much larger than the transverse polarizability (α⊥), hence the total RS intensity is 
proportional to α λ λ( )/2 4. Calculated RS spectra with the Perdew-Burke-Ernzerhof (PBE60) GGA functional and 
with the Heyd-Scuseria-Ernzerhof (HSE 61) hybrid functional are compared to experiment in Fig. 2. In the dis-
played frequency range theory and experiment show the presence of two closely spaced peaks in the case of the 
semiconducting (15,10) SWNT, and of only one peak in the case of the metallic (10,10) SWNT. The resonance 
peaks were attributed in ref. 33 to symmetry allowed transitions between valence and conduction bands with 
same band index, i.e. the S33 and the S44 transitions, respectively, in the (15,10) SWNT, and the M11 transition in 
the (10,10) SWNT. In Fig. 2 the theoretical spectra were Lorentzian broadened with a width of 0.09 eV34, and the 
intensities of the S33 and of the M11 features were scaled to set them equal to the corresponding experimental 
peaks. The S44 intensity was not separately rescaled as the same scaling factor was used for the whole spectrum. As 
expected from previous calculations53,54 the PBE peaks are red shifted by ~0.3–0.4 eV relative to experiment, while 
the HSE peaks are within 0.1 eV of experiment. It has been argued in ref. 34 that excitonic effects affect the RS 

Figure 1. Schematic diagram of a Rayleigh scattering experiment. A vertically polarized incident laser beam 
is scattered from a gas-particle mixture. IVH and IVV denote the intensity of the horizontally and vertically 
polarized scattered light, respectively. θ is the scattering angle. ϕ is the angle between the polarization vector of 
the incident light (E0) and the propagation direction of the scattered light.
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features, particularly in the case of semiconducting nanotubes while screening significantly reduces those effects 
in metallic nanotubes. The adiabatic approximation for the exchange-correlation kernel does not account for 
excitonic effects in infinite periodic systems48,62,63 and so the calculations reported in Fig. 2 cannot account for the 
fine details of the lineshape discussed in ref. 34. We remark, however, that in our study of detectability of nano-
particle growth under arc discharge conditions, we do not need an overly accurate description of the lineshape 
features but rather we need quantitative estimates of how the frequency-dependent polarizability of carbon nan-
oparticles changes with size and shape of the nanoparticles. We consider TDDFT in its simpler and less computa-
tionally expensive version provided by PBE to be sufficiently accurate for our purpose, and we use that approach 
in the calculations reported in the rest of the paper. The electronic and optical properties of infinite periodic car-
bon nanotubes have been widely discussed in the literature: see e.g. refs 64–66, the reviews in refs 67,68 and the 
references therein for a more complete discussion of how the various approximations, from empirical to 
first-principles, account for the optical properties of nanotubes.

Rayleigh Spectra in Arc Environment. Carbon nanoparticles with different aspect ratios should be pres-
ent in the arc discharge chamber in the early stage of SWNT growth. As nanotubes of given diameter grow in 
length their aspect ratio increases. We are thus interested in understanding how the RS spectrum changes for a 
particle of fixed diameter and evolving aspect ratio.

In the early stages of growth the gas-particle mixture in the arc chamber should contain asymmetric nanopar-
ticles of small size in low concentration. In order to understand how the growing asymmetry of a nanoparticle 
affects the RS spectrum we considered a set of nanoparticles ranging from C60 to a few short (5,5) CNTs capped 
on both sides by hemi C60’s. All these nanotubes have the same diameter (d) of C60, here the prototypical spheri-
cal nanoparticle, but have otherwise different lengths (l), as shown in Fig. 3(a). We consider, in particular, three 
capped CNTs with l equal to 17.0, 24.5, and 32.0 Å and corresponding aspect ratios χ =  l/d equal to 2.4, 3.5, and 
4.5, respectively. Short nanotubes as the ones considered here are likely to be present in the early stages of syn-
thesis. Indeed capped SWNTs as short as ~20 Å have been observed by TEM during CVD growth of CNTs on Fe 
nanoparticles15.

With increasing aspect ratio the polarizability of the nanoparticles becomes more anisotropic, i.e. the longitu-
dinal polarizability (α||) becomes systematically larger than its transverse counterpart (α⊥), as shown in Fig. 3(b). 
The spectral range shown in the figure corresponds to the wavelength interval 390–1500 nm, which covers the 
visible spectrum and extends into the infrared region. The wavelengths of the lasers typically used for RS spec-
troscopy fall in the energy window of Fig. 3(b). In the low energy range (0.8–1.8 eV) each nanoparticle displays 
a characteristic resonance that moves systematically to lower energy with increasing aspect ratio. The resonance 
occurs at 3.38 eV (367 nm) in C60 (not visible on the window of Fig. 3(b)) and moves to 1.39 eV (892 nm) in C140, 
to 1.16 eV (1069 nm) in C200 and to 1.02 eV (1215 nm) in C260. It should be remarked that the states associated with 
this resonant transition have large weight on the two capping hemi C60. The transition is characteristic of finite 
CNTs capped at both ends. It disappears in the infinite periodic (5,5) SWNT, which is metallic. In that case the 
lowest allowed transition occurs at 2.82 eV in our calculation.
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Figure 2. Theoretical and experimental RS spectra (Itot,n(λ)) as a function of the incident photon energy for 
(a) the M11 transition in the metallic (10,10) SWNT and (b) the S33 and S44 transitions in the semiconducting 
(15,10) SWNT. The theoretical spectra were computed with TDDFT using the Heyd-Scuseria-Ernzerhof 
(HSE61) and the Perdew-Burke-Ernzerhof (PBE60) exchange-correlation functionals. The experimental data 
were taken from ref. 33.
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Next, we estimate whether the RS signals of the above finite nanotubes could be detected in presence of the 
background gas in the arc chamber. We assume that the filling gas is Helium at T ~ 1500 K and p ~ 1 atm, a typical 
condition in the arc periphery where nanotube growth takes place69–72. The spherical symmetry of atomic He 
does not cause any change in the polarization of light after scattering. Thus, the He gas does not contribute to 
the horizontally polarized scattered intensity given in equation (2). According to equation (4) the total scattering 
intensity of the He gas can be written as:
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where, nb is the concentration of He and αb is the isotropic static polarizability of He (αb ≈  0.205 Å3, see ref. 73).  
Within the energy range considered here the frequency dependence of the atomic polarizability of He is 
negligible.

The polarization of the scattered light can be different from the polarization of the incoming light only due 
to scattering from asymmetric particles. Thus one can detect the presence of asymmetric particles in a mixture 
of nanoparticles and He by measuring the fraction of scattered intensity with polarization different from that of 
the incident light. The depolarization (ρp) due to the nanoparticles is defined as the ratio of the intensity of the 
horizontally and vertically polarized scattered light:
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Figure 3(c) reports the depolarization resulting from some asymmetric nanoparticles. The key finding is that 
the depolarization is noticeable even for a small asymmetry of the nanoparticles, i.e. when the aspect ratio is as 
small as 2.4. The maximum of ρp(λ) shifts towards lower energy with increasing aspect ratio. The inset of Fig. 3(c) 
shows the trend of the depolarization ratio at the fundamental (1064 nm) and second harmonic (532 nm) wave-
lengths of the Nd:YAG laser. The increase of ρp(λ) with increasing aspect ratio suggests that the depolarization 
could be detected with Nd:YAG laser. The increase of the depolarization with the aspect ratio reflects the increase 
of the polarizability with the asymmetry of the nanoparticles. However, when the wavelength of light is near a 
resonance the trend can be violated, namely less asymmetric particles could produce a larger depolarization than 
more asymmetric ones.

We now examine the dependence of the total RS cross section on the asymmetry of the nanoparticles in pres-
ence of the He gas. According to equation (5) the total scattering intensity from the He gas having density nb is a 
known function of the laser wavelength. Thus the ratio of the total scattering intensity of the nanoparticles and 
that of the background gas is given, at wavelength λ, by:

Figure 3. (a) Model nanoparticles. On the left, a symmetric C60 nanoparticle is shown. On the right, an 
asymmetric bi-capped nanoparticle is shown. The capped-CNT has the same diameter (d) of the C60 fullerene 
and length l >  d. (b) Real part of the longitudinal polarizability (α||(λ)) of nanoparticles with different aspect 
ratios (χ =  l/d) as a function of the incident photon energy. The polarizability was Gaussian broadened with 
a width of 0.08 eV. (c) Depolarization ratio (ρp(λ)) corresponding to the scattering from nanoparticles. The 
inset shows the depolarization ratio (ρp(λ)) at the two characteristic wavelengths (1064 nm and 532 nm) of the 
Nd:YAG laser as a function of the aspect ratio (χ) of the nanoparticles.
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In equation (7) the relative RS intensity is proportional to the relative concentration of the nanoparticles, 
nn/nb, and depends quadratically on the relative polarizability of the nanoparticles, α(λ)/αb. To examine the 
dependence of the relative RS intensity on the wavelength λ we set (nn/nb) =  1 in equation (7) and report in 
Fig. 4(a) the relative RS intensity of different nanoparticles as a function of λ. While the relative RS intensity of C60 
is weak and almost flat over the entire energy window, the profiles corresponding to three asymmetric nanopar-
ticles show large and distinct fluctuations that reflect the resonant behavior depicted in Fig. 3(b). This behavior 
is characteristic of each nanoparticle suggesting that it should be possible, at least in principle, to probe the early 
growth of specific nanotubes with a tunable laser.

The relative concentration of the nanoparticles with respect to the background gas is a major factor in deter-
mining the feasibility of in situ RS spectroscopy. In fact the RS signal of the nanoparticles will only be detected 
for relative concentrations higher than some threshold. We define this threshold as the relative concentration at 
which the RS intensity originating from the nanoparticles is equal to that produced by the background gas. The 
threshold depends on the specific nanoparticle and on the incident laser wavelength. As an example we report in 
Fig. 4(b) the variation of Itot,n(λ)/Itot,b(λ) (equation (7)) with the relative concentration nn/nb for λ =  532 nm. The 
data reported in the figure refer only to four nanoparticles (C60, C140, C200, and C260) but are sufficient to give an 
idea of the qualitative trend. From Fig. 4(b) we see that for these nanoparticles the detectability threshold is in the 
range of relative concentrations between 10−7 and 10−5. Specifically, concentrations higher than 10−7 would be 
necessary to detect C200 and C260, while concentrations of the order of 10−5 and higher would be necessary for C60. 
Larger carbon nanoparticles could be detected at significantly lower concentrations, as these nanoparticles will 
have generally larger RS cross-sections.

Finally, we consider the effect of the temperature on the RS spectra. Nanoparticle growth occurs in the periph-
ery of the arc discharge where the temperature is estimated to be ~1500 K69–72. Nanoparticles in thermal equilib-
rium with the background gas have a Maxwellian distribution of velocities causing Doppler shifts in the scattered 
light. This in turn originates a symmetric Gaussian broadening of the RS signal. In the Knudsen regime, the 
normalized RS line shape centered at the mean frequency ν0 is given by45:
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In equations (8) and (9) kB is the Boltzmann constant, mi is the mass of the i-th particle, and θ is the scattering 
angle. In equation (8) gi(θ, T, λ, mi, ν −  ν0) integrated over ν is normalized to 1 and Δ νT is the full width at half 
maximum. Then the thermally broadened RS signal of the i-th particle is:

ν ν λ θ λ ν ν− ∝ −S I g T m( ) ( ) ( , , , , ) (10)i tot i i i0 , 0

Figure 4. (a) The ratio of the total RS intensity of the nanoparticles (Itot,n(λ)) and that of the background He gas 
(Itot,b(λ)) (see equation 7) as a function of (a) the incident photon energy and (b) the partial concentration of 
the nanoparticles relative to the background He gas (nn/nb) at the second harmonic wavelength (532 nm) of the 
Nd:YAG laser. The RS intensity was Gaussian broadened with a width of 0.08 eV.
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where, Itot,i(λ) is the total scattering intensity of particle i. The Doppler broadened spectra at T =  1500 K when 
λ =  532 nm are shown in Fig. 5 for the background He gas and three of the nanoparticles considered in this arti-
cle. Due to the dependence of the full width at half maximum on the particle mass, the spectrum of the He gas 
has a very large broadening while the spectra of the nanoparticles become increasingly narrower with the mass of 
the nanoparticle. Because of the large difference in the relative broadenings, the RS signal of C60 dominates over 
that of the background gas when the partial concentration of C60 is of the order of 10−6 or higher, while the same 
happens for C140 and C200 at the even lower partial concentrations of 10−7 and 10−8, respectively. Thus Doppler 
broadening should enhance the sensitivity of RS spectroscopy by reducing the threshold concentration above 
which a given particle may be detected over the background signal. Moreover, at given temperature, laser wave-
length, and scattering angle, the spectral width of the RS lines only depends on the mass of the scattering particle. 
This suggests that it should be possible, in principle, to identify the dominant masses of the nanoparticles that 
contribute to RS during nanoparticle growth, by measuring the line shape and its time evolution.

Conclusions
Using TDDFT, we have calculated the frequency-dependent polarizability of carbon nanoparticles with different 
aspect ratios illustrating the increasingly more elongated nanoparticles that should be present in the early stage 
of CNT growth. From the frequency-dependent polarizabilities we extracted the corresponding RS spectra at 
typical thermodynamic conditions in the arc periphery region where growth occurs, including the effect of the 
background He gas. We found that even small asymmetries in the growing nanoparticles should be detectable by 
measuring the depolarization of the RS signal. Moreover, the presence of characteristic absorption resonances in 
the relevant optical range makes possible in principle to detect specific nanoparticles with tunable lasers.

Carbon deposits on a substrate placed in the growth region in the arc periphery suggest74 the presence in that 
region of an average atomic concentration of carbon in excess of 1015 cm−3 . Under typical growth conditions a 
substantial fraction (~50% or more) of these atoms contribute to the SWNT yield20,21,24. If all these atoms formed 
small nanoparticles like C60 in their early stage of growth the corresponding volumetric concentration of C60 
would be of the order of 1013–1014 cm−3, which is well above our estimated threshold for detectability by RS. 
Indeed our detectability threshold for C60, nn/nb greater than 10−6, corresponds to nn >  1012 cm−3 for a typical con-
centration of the background He gas. Larger and/or more asymmetric nanoparticles would be detectable at lower 
concentrations, often substantially lower. These considerations suggest that RS spectroscopy is ideally suited for 
probing nanoparticles in the early stage of their formation under arc discharge conditions. Further improvement 
of the sensitivity should be possible by means of coherent Rayleigh-Brillouin scattering, which has been used in 
atomic gases75 and could also be applied to characterize nanoparticles in situ under arc discharge conditions42,76.

Real experimental conditions are more complex than the idealized situations considered here where only 
the RS response of a few selected nanoparticles has been considered. Ensembles of growing nanoparticles with 
different sizes, aspect ratios, combined with catalytic nanoparticles should be present under real experimental 
conditions, making highly nontrivial the disentanglement of the signals originating from the different nano-
particles. However, our study shows that different nanoparticles have characteristic detectable features, such as 
depolarization, resonant behavior, and mass-dependent line shape, which should help in the interpretation of the 
spectra, should the technique proposed here be used in real experiments.

Finally, while in this study we focused on the in situ characterization of nanoparticles under arc discharge 
synthesis, RS spectroscopy could also be useful to characterize nanoparticles during CVD synthesis.

Methods
Ground-state and dynamic linear response electronic structure calculations were done with the QUANTUM 
ESPRESSO package77. In this package linear response theory within TDDFT is implemented in the frequency 
domain78–80. We adopted the semi-local approximation of Perdew-Burke-Ernzerhof (PBE60) for exchange and 
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Figure 5. Doppler broadening of the RS spectral lines, Si(ν − ν0) (see equations 8–10), corresponding to the 
background He gas and to nanoparticles with partial concentrations nn/nb at a temperature of 1500 K. The mean 
frequency ν0 corresponds here to λ =  532 nm.
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correlation in all calculations (static and dynamic). Calculations adopting the hybrid functional approximation 
of Heyd-Scuseria-Ernzerhof (HSE61) have also been performed for comparison in some cases. Only the valence 
electrons were treated explicitly and the interaction of the valence electrons with the nuclei and the frozen core 
electrons was modeled by pseudopotentials. In the PBE calculations we used ultrasoft pseudopotentials81 from 
the QUANTUM ESPRESSO public library (http://www.quantum-espresso.org/pseudopotentials/; filename: 
“C.pbe-rrkjus.UPF”)82, requiring a plane wave kinetic (PW) energy cutoff of 30 Ry for the wave functions and 
of 180 Ry for the charge density (including the augmented density of the ultrasoft formalism). In the HSE cal-
culations we used norm-conserving pseudopotentials83 from the Qbox public library (http://fpmd.ucdavis.edu/
potentials/; filename: “C_HSCV_PBE-1.0”), requiring a PW kinetic energy cutoff of 40 Ry for the wavefunctions 
and of 160 Ry for the charge density. To deal with finite nanoparticles we adopted a supercell approach, taking 
care that periodic images were separated by at least 15 Å of vacuum in each direction. Our tests indicate that the 
calculated dynamic polarizability is well converged with the above choice of parameters. The capped CNTs were 
constructed using the NanoCap package84.

References
1. Iijima, S. & Ichihashi, T. Single-shell carbon nanotubes of 1-nm diameter. Nature 363, 603–605 (1993).
2. Yang, F. et al. Chirality-specific growth of single-walled carbon nanotubes on solid alloy catalysts. Nature 510, 522–524 (2014).
3. Fiawoo, M. F. C. et al. Evidence of correlation between catalyst particles and the single-wall carbon nanotube diameter: A first step 

towards chirality control. Phys. Rev. Lett. 108, 195503 (2012).
4. He, M. et al. Chiral-selective growth of single-walled carbon nanotubes on lattice-mismatched epitaxial cobalt nanoparticles. Sci. 

Rep. 3, 1460 (2013).
5. Sanchez-Valencia, J. R. et al. Controlled synthesis of single-chirality carbon nanotubes. Nature 512, 61–64 (2014).
6. Liu, J. et al. Chirality-controlled synthesis of single-wall carbon nanotubes using vapour-phase epitaxy. Nat. Commun. 3, 1199 

(2012).
7. Omachi, H., Nakayama, T., Takahashi, E., Segawa, Y. & Itami, K. Initiation of carbon nanotube growth by well-defined carbon 

nanorings. Nat. Chem. 5, 572–576 (2013).
8. Dresselhaus, M. S., Dresselhaus, G. & Avouris, P. Carbon Nanotubes: Synthesis, Structure, Properties, and Applications (Springer, 

2001).
9. Liu, H., Nishide, D., Tanaka, T. & Kataura, H. Large-scale single-chirality separation of single-wall carbon nanotubes by simple gel 

chromatography. Nat. Commun. 2, 309 (2011).
10. Green, A. a. & Hersam, M. C. Nearly single-chirality single-walled carbon nanotubes produced via orthogonal iterative density 

gradient ultracentrifugation. Adv. Mater. 23, 2185–2190 (2011).
11. Tu, X., Manohar, S., Jagota, A. & Zheng, M. DNA sequence motifs for structure-specific recognition and separation of carbon 

nanotubes. Nature 460, 250–253 (2009).
12. Krupke, R., Hennrich, F., Löhneysen, H. V. & Kappes, M. M. Separation of metallic from semiconducting single-walled carbon 

nanotubes. Science 301, 344–347 (2003).
13. Page, A. J., Ding, F., Irle, S. & Morokuma, K. Insights into carbon nanotube and graphene formation mechanisms from molecular 

simulations: A review. Reports Prog. Phys. 78, 036501 (2015).
14. Hofmann, S. et al. In situ observations of catalyst dynamics during surface-bound carbon nanotube nucleation. Nano Lett. 7, 

602–608 (2007).
15. Yoshida, H., Takeda, S., Uchiyama, T., Kohno, H. & Homma, Y. Atomic-scale in-situ observation of carbon nanotube growth from 

solid state iron carbide nanoparticles. Nano Lett. 8, 2082–2086 (2008).
16. Rao, R., Liptak, D., Cherukuri, T., Yakobson, B. I. & Maruyama, B. In situ evidence for chirality-dependent growth rates of individual 

carbon nanotubes. Nat. Mater. 11, 213–216 (2012).
17. Kaminska, K., Lefebvre, J., Austing, D. G. & Finnie, P. Real-time in situ Raman imaging of carbon nanotube growth. Nanotechnology 

18, 165707 (2007).
18. Journet, C., Maser, W. K., Bernier, P. & Loiseau, A. Large-scale production of single-walled carbon nanotubes by the electric-arc 

technique. Nature 388, 20–22 (1997).
19. Keidar, M. & Waas, A. M. On the conditions of carbon nanotube growth in the arc discharge. Nanotechnology 15, 1571–1575 (2004).
20. Lv, X., Du, F., Ma, Y., Wu, Q. & Chen, Y. Synthesis of high quality single-walled carbon nanotubes at large scale by electric arc using 

metal compounds. Carbon 43, 2020–2022 (2005).
21. Mansour, A., Razafinimanana, M., Monthioux, M., Pacheco, M. & Gleizes, A. A significant improvement of both yield and purity 

during SWCNT synthesis via the electric arc process. Carbon N. Y. 45, 1651–1661 (2007).
22. Łabędź, O. et al. Influence of carbon structure of the anode on the synthesis of single-walled carbon nanotubes in a carbon arc 

plasma. Carbon 47, 2847–2854 (2009).
23. Journet, C., Picher, M. & Jourdain, V. Carbon nanotube synthesis: From large-scale production to atom-by-atom growth. 

Nanotechnology 23, 142001 (2012).
24. Yeh, Y.-W., Raitses, Y. & Yao, N. Structural variations of the cathode deposit in the carbon arc. Carbon 105, 490–495 (2016).
25. Havener, R. W., Tsen, A. W., Choi, H. C. & Park, J. Laser-based imaging of individual carbon nanostructures. NPG Asia Mater. 3, 

91–99 (2011).
26. Fantini, C. et al. Optical transition energies for carbon nanotubes from resonant Raman spectroscopy: Environment and 

temperature effects. Phys. Rev. Lett. 93, 147406 (2004).
27. Dresselhaus, M., Dresselhaus, G., Saito, R. & Jorio, A. Raman spectroscopy of carbon nanotubes. Phys. Rep. 409, 47–99 (2005).
28. Bachilo, S. M. et al. Structure-assigned optical spectra of single-walled carbon nanotubes. Science 298, 2361–2366 (2002).
29. O’Connell, M. J. et al. Band gap fluorescence from individual single-walled carbon nanotubes. Science 297, 593–596 (2002).
30. Wang, F., Dukovic, G., Brus, L. E. & Heinz, T. F. The optical resonances in carbon nanotubes arise from excitons. Science 308, 

838–841 (2005).
31. Wang, F. et al. Interactions between individual carbon nanotubes studied by Rayleigh scattering spectroscopy. Phys. Rev. Lett. 96, 

167401 (2006).
32. Sfeir, M. Y. et al. Probing electronic transitions in individual carbon nanotubes by Rayleigh scattering. Science 306, 1540–1543 

(2004).
33. Sfeir, M. Y. et al. Optical spectroscopy of individual single-walled carbon nanotubes of defined chiral structure. Science 312, 554–556 

(2006).
34. Berciaud, S. et al. Excitons and high-order optical transitions in individual carbon nanotubes: A Rayleigh scattering spectroscopy 

study. Phys. Rev. B 81, 041414(R) (2010).
35. Joh, D. Y. et al. On-chip Rayleigh imaging and spectroscopy of carbon nanotubes. Nano Letters 11, 1–7 (2011).
36. Berciaud, S. et al. All-optical structure assignment of individual single-walled carbon nanotubes from Rayleigh and Raman 

scattering measurements. Phys. Status Solidi (b) 249, 2436–2441 (2012).

http://www.quantum-espresso.org/pseudopotentials/
http://fpmd.ucdavis.edu/potentials/
http://fpmd.ucdavis.edu/potentials/


www.nature.com/scientificreports/

9Scientific RepoRts | 7:40230 | DOI: 10.1038/srep40230

37. Wu, W. et al. True-color real-time imaging and spectroscopy of carbon nanotubes on substrates using enhanced Rayleigh scattering. 
Nano Res. 8, 2721–2732 (2015).

38. Liu, K. et al. Systematic determination of absolute absorption cross-section of individual carbon nanotubes. Proc. Natl. Acad. Sci. 
USA 111, 7564–7569 (2014).

39. Blancon, J.-C. et al. Direct measurement of the absolute absorption spectrum of individual semiconducting single-wall carbon 
nanotubes. Nat. Commun. 4, 2542 (2013).

40. Vialla, F. et al. Chirality dependence of the absorption cross section of carbon nanotubes. Phys. Rev. Lett. 111, 137402 (2013).
41. Berciaud, S., Cognet, L. & Lounis, B. Luminescence decay and the absorption cross section of individual single-walled carbon 

nanotubes. Phys. Rev. Lett. 101, 15–18 (2008).
42. Shneider, M. N. & Gimelshein, S. F. Application of coherent Rayleigh-Brillouin scattering for in situ nanoparticle and large molecule 

detection. Appl. Phys. Lett. 102, 173109 (2013).
43. Long, D. A. Raman Spectroscopy (McGraw-Hill, 1977).
44. Johnson, C. S. & Gabriel, D. A. Laser Light Scattering (Dover Publications, 1994).
45. Miles, R. B., Lempert, W. R. & Forkey, J. N. Laser Rayleigh scattering. Meas. Sci. Technol. 12, R33–51 (2001).
46. Knaap, H. & Lallemand, P. Light scattering by gases. Annu. Rev. Phys. Chem. 26, 59–82 (1975).
47. Runge, E. & Gross, E. K. U. Density-functional theory for time-dependent systems. Phys. Rev. Lett. 52, 997–1000 (1984).
48. Onida, G., Reining, L. & Rubio, A. Electronic excitations: Density-functional versus many-body Green’s-function approaches. Rev. 

Mod. Phys. 74, 601–659 (2002).
49. Marques, M. A. L., Maitra, N. T., Nogueira, F. M. S., Gross, E. K. U. & Rubio, A. (eds.) Fundamentals of Time-Dependent Density 

Functional Theory vol. 837 (Springer-Verlag, 2012).
50. Jacquemin, D., Wathelet, V., Perpète, E. A. & Adamo, C. Extensive TD-DFT benchmark: Singlet-excited states of organic molecules. 

J. Chem. Theory Comput. 5, 2420–2435 (2009).
51. Leang, S. S., Zahariev, F. & Gordon, M. S. Benchmarking the performance of time-dependent density functional methods. J. Chem. 

Phys. 136, 104101 (2012).
52. Caricato, M., Trucks, G. W., Frisch, M. J. & Wiberg, K. B. Electronic transition energies: A study of the performance of a large range 

of single reference density functional and wave function methods on valence and rydberg states compared to experiment. J. Chem. 
Theory Comput. 6, 370–383 (2010).

53. Barone, V., Peralta, J. E., Wert, M., Heyd, J. & Scuseria, G. E. Density functional theory study of optical transitions in semiconducting 
single-walled carbon nanotubes. Nano Lett. 5, 1621–1624 (2005).

54. Barone, V., Peralta, J. E. & Scuseria, G. E. Optical transitions in metallic single-walled carbon nanotubes. Nano Lett. 5, 1830–1833 
(2005).

55. Bauernschmitt, R., Ahlrichs, R., Hennrich, F. H. & Kappes, M. M. Experiment versus time dependent density functional theory 
prediction of fullerene electronic absorption. J. Am. Chem. Soc. 120, 5052–5059 (1998).

56. Rocca, D., Gebauer, R., Saad, Y. & Baroni, S. Turbo charging time-dependent density-functional theory with Lanczos chains.  
J. Chem. Phys. 128, 154105 (2008).

57. Menéndez-Proupin, E., Delgado, A., Montero-Alejo, A. L. & García De La Vega, J. M. The absorption spectrum of C60 in n-hexane 
solution revisited: Fitted experiment and TDDFT/PCM calculations. Chem. Phys. Lett. 593, 72–76 (2014).

58. Marinopoulos, A. G., Reining, L., Rubio, A. & Vast, N. Optical and loss spectra of carbon nanotubes: Depolarization effects and 
intertube interactions. Phys. Rev. Lett. 91, 046402 (2003).

59. Yatom, S., Vekselman, V., Mitrani, J., Stratton, B. C. & Raitses, Y. Laser-induced incandescence diagnostic for in situ monitoring of 
nanoparticle synthesis in a high-pressure arc discharge. http://meetings.aps.org/Meeting/DPP16/Session/CP10.173 (2016).

60. Perdew, J. P., Burke, K. & Ernzerhof, M. Generalized gradient approximation made simple. Phys. Rev. Lett. 77, 3865–3868 (1996).
61. Heyd, J., Scuseria, G. E. & Ernzerhof, M. Hybrid functionals based on a screened coulomb potential. J. Chem. Phys. 118, 8207–8215 

(2003).
62. Gross, E. K. U. & Kohn, W. Local density-functional theory of frequency-dependent linear response. Phys. Rev. Lett. 55, 2850–2852 

(1985).
63. Reining, L., Olevano, V., Rubio, A. & Onida, G. Excitonic effects in solids described by time-dependent density-functional theory. 

Phys. Rev. Lett. 88, 066404 (2002).
64. Ajiki, H. & Ando, T. Electronic states of carbon nanotubes. J. Phys. Soc. Japan 62, 1255–1266 (1993).
65. Ajiki, H., Iida, T., Ishikawa, T., Uryu, S. & Ishihara, H. Size- and orientation-selective optical manipulation of single-walled carbon 

nanotubes: A theoretical study. Phys. Rev. B 80, 115437 (2009).
66. Nakanishi, T. & Ando, T. Optical response of finite-length carbon nanotubes. J. Phys. Soc. Japan 78, 114708 (2009).
67. Ando, T. Theory of electronic states and transport in carbon nanotubes. J. Phys. Soc. Japan 74, 777–817 (2005).
68. Charlier, J. C., Blase, X. & Roche, S. Electronic and transport properties of nanotubes. Rev. Mod. Phys. 79, 677–732 (2007).
69. Ng, J. & Raitses, Y. Self-organisation processes in the carbon arc for nanosynthesis. J. Appl. Phys. 117, 063303 (2015).
70. Kundrapu, M. & Keidar, M. Numerical simulation of carbon arc discharge for nanoparticle synthesis. Phys. Plasmas 19, 073510 

(2012).
71. Keidar, M. et al. Arc plasma synthesis of carbon nanostructures: Where is the frontier? J. Phys. D: Appl. Phys. 44, 174006 (2011).
72. Ostrogorsky, A. & Marin, C. Heat transfer during production of carbon nanotubes by the electric-arc process. Heat Mass Transfer. 

42, 470–477 (2006).
73. Newell, A. C. & Baird, R. C. Absolute determination of refractive indices of gases at 47.7 Gigahertz. J. Appl. Phys. 36, 3751–3759 

(1965).
74. Mitrani, J., Patel, S., Shneider, M. N., Stratton, B. C. & Raitses, Y. Laser-induced incandescence diagnostic for in situ monitoring of 

nanoparticle synthesis in an atmospheric plasma. http://meetings.aps.org/link/BAPS.2014.DPP.GP8.116 (2014).
75. Pan, X., Shneider, M. N. & Miles, R. B. Coherent Rayleigh-Brillouin scattering. Phys. Rev. Lett. 89, 183001 (2002).
76. Gerakis, A., Shneider, M. N. & Stratton, B. C. Remote-sensing gas measurements with Coherent Rayleigh-Brillouin Scattering. Appl. 

Phys. Lett. 109, 031112 (2016).
77. Giannozzi, P. et al. QUANTUM ESPRESSO: a modular and open-source software project for quantum simulations of materials. J. 

Phys. Condens. Matter 21, 395502 (2009).
78. Walker, B., Saitta, A. M., Gebauer, R. & Baroni, S. Efficient approach to time-dependent density-functional perturbation theory for 

optical spectroscopy. Phys. Rev. Lett. 96, 113001 (2006).
79. Malcıoğlu, O. B., Gebauer, R., Rocca, D. & Baroni, S. turboTDDFT - A code for the simulation of molecular spectra using the 

Liouville-Lanczos approach to time-dependent density-functional perturbation theory. Comput. Phys. Commun. 182, 1744–1754 
(2011).

80. Ge, X., Binnie, S. J., Rocca, D., Gebauer, R. & Baroni, S. turboTDDFT 2.0-Hybrid functionals and new algorithms within time-
dependent density-functional perturbation theory. Comput. Phys. Commun. 185, 2080–2089 (2014).

81. Vanderbilt, D. Soft self-consistent pseudopotentials in a generalized eigenvalue formalism. Phys. Rev. B 41, 7892–7895 (1990).
82. Dal Corso, A. Pseudopotentials periodic table: From H to Pu. Comput. Mater. Sci. 95, 337–350 (2014).
83. Hamann, D. R., Schlüter, M. & Chiang, C. Norm-conserving pseudopotentials. Phys. Rev. Lett. 43, 1494–1497 (1979).
84. Robinson, M. & Marks, N. A. NanoCap: A framework for generating capped carbon nanotubes and fullerenes. Comput. Phys. 

Commun. 185, 2519–2526 (2014).

http://meetings.aps.org/Meeting/DPP16/Session/CP10.173
http://meetings.aps.org/link/BAPS.2014.DPP.GP8.116


www.nature.com/scientificreports/

1 0Scientific RepoRts | 7:40230 | DOI: 10.1038/srep40230

Acknowledgements
This work was supported by U.S. Department of Energy, Office of Science, Basic Energy Sciences, Materials 
Sciences and Engineering Division, a Grant through DOE Contract No. DE-AC02–09CH11466. This research 
used resources of the National Energy Research Scientific Computing Center (NERSC), which is supported by 
the Office of Science of the U.S. Department of Energy. This research used resources of the Argonne Leadership 
Computing Facility at Argonne National Laboratory, which is supported by the Office of Science of the U.S. 
Department of Energy. Additional computational resources were provided by the Terascale Infrastructure for 
Groundbreaking Research in Science and Engineering (TIGRESS) High Performance Computing Center and 
Visualization Laboratory at Princeton University. B.S. is grateful to Hsin-Yu Ko, Alexandros Gerakis, and Predrag 
Krstić for helpful discussions. M.S. is grateful to Richard B. Miles for helpful discussions.

Author Contributions
B.S., M.S. and R.C. conceived the project. B.S. performed the simulations. All authors analysed the results and 
reviewed the manuscript.

Additional Information
Competing financial interests: The authors declare no competing financial interests.
How to cite this article: Santra, B. et al. In situ Characterization of Nanoparticles Using Rayleigh Scattering. Sci. 
Rep. 7, 40230; doi: 10.1038/srep40230 (2017).
Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

This work is licensed under a Creative Commons Attribution 4.0 International License. The images 
or other third party material in this article are included in the article’s Creative Commons license, 

unless indicated otherwise in the credit line; if the material is not included under the Creative Commons license, 
users will need to obtain permission from the license holder to reproduce the material. To view a copy of this 
license, visit http://creativecommons.org/licenses/by/4.0/
 
© The Author(s) 2017

http://creativecommons.org/licenses/by/4.0/

	In situ Characterization of Nanoparticles Using Rayleigh Scattering
	Introduction
	Results and Discussion
	Rayleigh Scattering
	Accuracy of TDDFT Calculations
	Rayleigh Spectra in Arc Environment

	Conclusions
	Methods
	Additional Information
	Acknowledgements
	References



 
    
       
          application/pdf
          
             
                In situ Characterization of Nanoparticles Using Rayleigh Scattering
            
         
          
             
                srep ,  (2016). doi:10.1038/srep40230
            
         
          
             
                Biswajit Santra
                Mikhail N. Shneider
                Roberto Car
            
         
          doi:10.1038/srep40230
          
             
                Nature Publishing Group
            
         
          
             
                © 2016 Nature Publishing Group
            
         
      
       
          
      
       
          © 2016 The Author(s)
          10.1038/srep40230
          2045-2322
          
          Nature Publishing Group
          
             
                permissions@nature.com
            
         
          
             
                http://dx.doi.org/10.1038/srep40230
            
         
      
       
          
          
          
             
                doi:10.1038/srep40230
            
         
          
             
                srep ,  (2016). doi:10.1038/srep40230
            
         
          
          
      
       
       
          True
      
   




