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Observation of rapid Auger recombination in optically excited semiconducting carbon nanotubes
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Time-resolved fluorescence measurements of single-walled carbon nanotubes (SWNTs) reveal rapid
electron-hole pair annihilation when multiple electron-hole pairs are present in a nanotube. The process can be
understood as Auger recombination with a rate of ⬃1 ps−1 for just two electron-hole pairs in a 380-nm long
SWNT. This efficient nonradiative recombination reflects the strong carrier-carrier interactions in the quasione-dimensional SWNTs. In addition to affecting nanotube fluorescence, Auger recombination imposes limitations on the sustained electron-hole density achievable within a SWNT.
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A characteristic feature of one-dimensional (1D) systems
is the dramatic enhancement of interaction between charge
carriers, an effect arising from their strong spatial confinement and reduced effectiveness in screening. Auger recombination, which involves the annihilation of an electron-hole
pair with the released energy transferred to other charge carriers, is representative of an interaction involving multiple
carriers. As such, this process, already important in bulk
semiconductors, is expected to assume greater prominence in
1D materials. Single-walled carbon nanotubes (SWNTs),1
with their small diameter and large aspect ratio, provide a
model 1D system2,3 in which to examine this effect. Such an
investigation, in conjunction with previous studies of Auger
processes in other material systems, including bulk semiconductors, quantum wells, and nanoparticles, will help us understand the role of dimensionality in carrier-carrier interactions. In addition to this broad fundamental interest, Auger
recombination in carbon nanotubes is also a subject of technological relevance. Recent progress in the fabrication of
ambipolar nanotube field-effect transistors4 and the observation of electroluminescence5 from semiconducting nanotubes
has sparked interest in using nanotubes in bipolar electronics
and as light-emitting devices. In bulk semiconductors and
quantum structures, Auger recombination is already well
known to play a limiting role in light-emitting6,7 and lightharvesting devices,8 as well as in power transistors9 at high
electron-hole densities. Auger recombination has also been
shown to strongly affect the carrier dynamics in semiconductor nanoparticles10,11 and their properties for light amplification and lasing.12 In SWNTs, considerable effort has recently
been devoted to measurements of carrier dynamics.13–16
There has, however, yet to be a clear experimental identification of the Auger effect and a determination of its characteristics in this important and prototypical 1D material system.
In this Rapid Communication, we demonstrate that the
Auger effect plays a dominant role in the carrier dynamics of
SWNTs when multiple excitations are present. The results
are obtained by time-resolved measurements of the fluorescence emission as a function of fluence of an ultrafast laser
excitation pulse. The approach permits us to explore the response from the regime of, at most, one electron-hole pair in
each nanotube to the regime of multiple excitations. A clear
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signature of an Auger process is seen in the emergence of a
rapid decay component at elevated excitation densities, combined with unchanged emission at long delay times where, at
most, one electron-hole pair remains in any nanotube. From
a quantitative analysis of this behavior, we obtain an Auger
recombination rate of 0.8 ps−1 for two electron-hole pairs in
our typical SWNT of ⬃1 nm in diameter and ⬃380 nm in
length. The high Auger rate is a consequence of strong
carrier-carrier interactions in SWNTs and appears to limit the
sustained electron-hole pair density that can be achieved in
these systems.
In our experiments, isolated SWNTs samples were prepared as a micellar suspension in water following a procedure similar to that of O’Connell et al.17 Briefly, bundles of
SWNTs grown using the HiPCO approach18 were dispersed
in an aqueous solution of poly(acrylic acid) (PAA, MW
⬃ 60 000, 1 % w / v). The nanotube bundles were separated
and purified by sonication and centrifugation at ⬃110 000xg.
This procedure resulted in isolated, fluorescent SWNTs.
Atomic force microscopy (AFM) images of 175 nanotubes
indicated that most of the nanotubes are 100– 500-nm long,
with an average length of ⬃380 nm. From the height of the
nanotubes observed in the AFM image, we confirmed that
the sample was indeed comprised of individual SWNTs,
rather than of bundles. Isolated nanotube samples were also
prepared using poly(maleic acid/octyl vinyl ether) as a surfactant. The choice of surfactant had no significant influence
on the carrier dynamics reported below.
Measurement of the temporal evolution of the fluorescence from semiconducting SWNTs is achieved through optical pumping with a femtosecond laser and analysis of the
fluorescence by optical Kerr gating.19,20 The laser source for
these measurements is an amplified mode-locked Ti-sapphire
system, which delivers pulses of approximately 150 fs duration at a wavelength of 810 nm and a repetition rate of
1 kHz. SWNTs are excited by a portion of the optical pulse.
The resulting fluorescence is focused into a 3-mm-thick CS2
Kerr cell that is placed between a pair of crossed polarizers.
The other portion of the optical pulse, which serves as the
gate pulse, is directed into the Kerr cell at a suitable delay
time. The gated fluorescence is then detected by an InGaAs
photodiode.
Experimental fluorescence decay curves for several differ-
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FIG. 1. (Color) Experimental time-resolved fluorescence decay
curves for SWNTs excited at the indicated pump fluences. The gray
curves are fits using the model described in the text. The inset
shows a log-linear plot of the same data. The equivalence of the
trailing part of the decay at all fluences is apparent.

ent pump fluences are presented in Fig. 1. The most striking
aspect of these curves is the emergence of a fast decay component at high pump fluence, a feature that becomes sharper
and more pronounced with increasing excitation density. In
contrast, the higher pump fluence has no effect on the temporal evolution of the slow decay component of the fluorescence, which has a time constant of ⬃7 ps associated with
defect trapping.21 This behavior is most clearly seen in the
log-linear representation of the data in the inset of the Fig. 1.
Let us now consider the variation of the amplitude of the
emission with excitation fluence. As shown in Fig. 2, we
observe distinct behavior for the prompt and slow components fluorescence emission. The amplitude of the slow
emission component increases linearly with pump power for

FIG. 2. The dependence of the integrated fluorescence emission
in the slow (squares) and the fast (triangles) components as a function of the excitation pump fluence. The curves are fits to the model
described in the text.

low excitation levels, but shows strong saturation at fluences
above 艌0.3 J / m2. The fast component, on the other hand,
continues to grow with increasing fluence, with only a weak
incipient saturation setting in at the highest fluences. As a
complementary study, we recorded the transient absorption at
the E11 band edge of SWNTs following photoexcitation. The
main features seen in the time-resolved fluorescence data,
including the emergence of a fast decay component and
strong saturation of the tail of the decay at high excitation
fluence, were reproduced in these measurements. Similar effects were recently reported by Ma et al.22
To understand the nanotube fluorescence dynamics, let us
consider possible physical processes that might occur at elevated excitation densities. A common phenomenon at high
excitation fluence is absorption saturation. This effect would,
however, only change the carrier density and would not alter
the temporal evolution of the decay. Furthermore, direct
measurement of the absorption as a function of laser fluence
shows that the nanotube absorbance at 810 nm remains essentially identical, even for the highest pump fluence used in
these studies. This fact also excludes two-photon absorption
effects. One may then ask whether the observed dynamics
can be attributed to saturation of the trapping states at high
excitation density. This scenario is implausible because it
would suggest a slower decay rate at high fluences, while we
actually see the emergence of a faster decay component in
this regime.
A different class of effect involves multiple carrier-carrier
interactions. Such processes are well documented not only in
but
also
in
semiconductor
bulk
materials,6–9
nanoparticles10–12 where Auger recombination may play a
dominant role when extra carriers or multiple excitations are
present. In view of the strong-carrier confinement in SWNTs,
such processes are also likely to be significant in this case.
Indeed, the presence of a rapid Auger recombination in the
SWNTs allows us, as we show below, to obtain quantitative
agreement with the observed dependence of the fluorescence
emission on the nanotube excitation density. Before beginning our quantitative analysis, we wish to describe qualitatively how the existence of a rapid Auger process allows us
to account for the characteristic features of experimental
data. At low excitation fluence with, at most, one electronhole pair in each excited nanotube, we observe only the slow
component of the fluorescence emission. When more than
one electron-hole pair is present in a SWNT, the Auger process opens up a nonradiative recombination channel for
electron-hole pair recombination. If the Auger process is sufficiently efficient, it will quickly deplete the population of
electron-hole pairs, resulting in the rapid fluorescence
quenching seen experimentally. The annihilation of the
electron-hole pairs comes to a stop when just a single
electron-hole pair remains in a nanotube. Thus at all fluences, the fluorescence after this initial period arises exclusively from the one surviving electron-hole pair and yields
the same temporal form of the decay curve. Since all nanotubes are excited at sufficiently high fluence, we expect the
tail of the fluorescence emission to be precisely the same,
both in temporal form and in amplitude, in this regime. As
shown in Fig. 1, this is indeed what is seen experimentally
for fluences 艌0.3 J / m2.
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To make our discussion more quantitative, we introduce
an explicit model of the carrier dynamics that includes Auger
interactions. In analogy to the bulk behavior, the carrier dynamics in nanotubes can be formulated in terms of rate equations. Unlike the case of bulk materials, however, one cannot
characterize an ensemble of nanotubes by an average carrier
density: The quantized character of number of excitations in
a given nanotube must be taken into account. One cannot, for
example, describe a situation in which one nanotube in ten is
excited simply by saying that the average number of
electron-hole pairs per nanotube is 0.1. Thus, we introduce a
time-dependent probability distribution N共t兲 to describe the
probability of a nanotube having N = 0 , 1 , 2 , 3 , . . . electronhole pairs. The distribution of excitation number in an ensemble of nanotubes can then be shown to obey a master
equation
dN
= N+1共␥rN+1 + ␥AN+1 + ␥t兲共N + 1兲 − N共␥rN + ␥AN + ␥t兲N.
dt
共1兲
In this equation, we have included changes in the carrier
number associated with radiative emission, Auger recombination, and carrier trapping at defects, characterized, respectively, by rates ␥rN, ␥AN, and ␥t. For the radiative and Auger
processes, we have explicitly noted their possible dependences on the number N of electron-hole pairs in the nanotube. These dependences will be discussed below. The initial
distribution of excitations in the nanotube ensemble is taken
to be Poissonian with a mean excitation number of , the
product of nanotube absorption cross section at the 810- nm
pump wavelength and the number of photons per unit area in
a pump pulse. The fluorescence emission rate (per nanotube)
as a function of time, F共t兲, can then be obtained by considering the emission rate from the ensemble of nanotubes,
⬁

F共t兲 =

共␥rN ⫻ N ⫻ N兲.
兺
N=1

共2兲

To proceed further, we must consider the parametric dependence of the radiative 共␥rN兲 and Auger 共␥AN兲 recombination
rates on the number of electron-hole pairs in the nanotube.
These relations differ depending on the degree of electronhole correlation, with distinct behavior for free carriers and
excitons. Assuming free motion of the relevant excitations
throughout the nanotube, we have for excitons

␥rN = const, ␥AN ⬀ 共N − 1兲
and for free carriers

␥rN ⬀ N; ␥AN ⬀ N共N − 1兲.
Note that in this regime of just a few carriers, it is important
to distinguish dependences scaling as N from those scaling as
N − 1, a consideration that is not relevant in the bulk limit of
large carrier numbers. As for the proper description of the
excitations in the SWNTs, a free-carrier picture has been
used to describe many of the experimental results.2,14 Recent
theoretical considerations indicate, however, that excitonic
effects are quite significant in SWNTs.23 Thus we discuss our

observations within the excitonic framework.
Our model for the temporal evolution of the fluorescence
is defined by four parameters: The radiative emission rate ␥r,
the Auger rate, which for the excitons can be written as ␥A
= CA共N − 1兲, the trapping rate ␥t, and the mean initial excitation number . From previous studies,21 the radiative emission is shown to be ⬃100 ns and thus far slower than the
other rates in the problem. In this case, the rate of radiative
emission appears only as an overall scale factor for the emission strength and does not affect the dynamics. Another of
the parameters, the trapping rate ␥t共=1.6⫻ 1011 s−1兲 is determined directly from the measured fluorescence decay in the
limit of low excitation. Thus, our fit of the dynamics is determined by just two parameters, the Auger rate coefficient
CA and the excitation number . We note further that the
photon fluence  is known from experiment, so we can describe the two adjustable parameters as the absorption crosssection  and the Auger coefficient CA. These values are
determined from the fluence dependence of the fast and slow
fluorescence yields shown in Fig. 2. The Auger rate, which
we discuss below, is found to be given by CA = 0.8 ps−1. With
all parameters now fixed, we can apply the model to predict
the full temporal evolution of the fluorescence at various
excitation densities. For comparison with experiment, we
then convolve the prediction with the measured Kerr-gate
response function.21 The results, shown as the gray curves in
Fig. 1, fit not only the fluorescence decay curve for one excitation density, but the entire set of decay curves measured
over a wide range of pump fluences.
The Auger annihilation lifetime for an exciton is given by
AN ⬅ 共␥AN兲−1 = CA−1共N − 1兲−1 for a nanotube with N electronhole pairs. Using the inferred Auger coefficient of CA
= 0.8 ps−1 in our typical 380-nm-long SWNTs, we find the
Auger annihilation lifetime to be as short as 1.2 ps with just
two electron-hole pairs in a nanotube. In the exciton picture,
this lifetime scales linearly with the length of nanotubes and
the Auger lifetime for two electron-hole pairs in a nanotube
of length L m will be ⬃3L ps. Our experimental findings
thus indicate that multiple electron-hole pairs can persist in a
micron long nanotube for at most a few picoseconds. To get
a feeling of this Auger annihilation lifetime, it is instructive
to compare the experimental behavior for the SWNT with
what one might expect if Auger recombination were occurring in a bulk material at an equivalent excitation density.
Since bulk Auger rates vary strongly with the band gap of the
material, we consider a III-V alloy, In0.78Ga0.22As0.5P0.5, with
a band gap similar to the nanotube system. The effective bulk
density corresponding to two excitons in a nanotube can be
taken as 2 / 共AL兲, where A is the nanotube cross-sectional
area and L is its length. The resulting bulk Auger lifetime is
then found to be6 ⬃1000 ps, far longer than that in SWNTs.
The strength of the Auger recombination process in SWNTs
can be attributed to the enhancement of carrier-carrier interactions in the quasi-1D nanotube system. Our results highlight the need for a full quantum mechanical calculation of
the behavior in nanotubes, since the distinctive nanotube
structure precludes even a rough estimate of the Auger rate
from comparisons with the well-studied bulk materials.
The existence of rapid Auger recombination in SWNTs
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sets a stringent limit on the sustained electron-hole pair densities that one may expect to achieve experimentally. This
situation is particularly relevant for attempts to achieve
population inversion and light amplification in SWNTs. Even
for incoherent nanotube light-emitting devices based on electroluminescence, Auger processes may reduce the emission
efficiency for high rates of carrier injection or long carrier
lifetimes. Although not directly examined in this study, our
work suggests that the presence of free electrons or holes in
SWNT, arising, for example, from impurities or electric
fields, may also induce rapid annihilation of electron-hole
pairs through the Auger process. This effect may play a role
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