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In this paper, we present a detailed study of localized two-photon photoluminescence from metal nanoparticles
on a dielectric surface. An ultrafast (∼13 fs) near-infrared laser focused on a micrometer sized region is used
to excite a silver nanoparticle covered quartz or mica substrate, and a pulse shaper is used to control and
change the spectral phase of the excitation pulse, as well as allow for autocorrelation-type measurements.
Spectra of the observed photoluminescence from individual localized regions remote from the focal spot are
obtained. The spatial distribution of nonlinear photoluminescence is found to have characteristics very distinct
from that of normal scatter. It is found that the excitation pulse propagates to the different remote regions by
means of surface plasmon polariton (SPP) propagation. As the SPP propagates it accumulates different amounts
of quadratic and cubic dispersion depending on the path taken. The quadratic and cubic dispersion for a
number of such pathways is measured, and evidence of negative dispersion is observed. Photoluminescence
is observed at locations where constructive interference and a localized resonance occurs, tens of micrometers
from the incident laser pulse.

Introduction

Gold and silver nanoparticles have been the subject of
numerous studies, given their plasmon resonance photolumi-
nescent properties.1-5 In particular, the nonlinear optical proper-
ties of these nanoparticles have been the subject of great interest;
we highlight studies of the two-photon-absorption-induced
photoluminescence of metal nanoparticles,6-8 and note that the
efficiency of multiphoton excitation is so high for silver and
gold nanoparticles that it has been detected for continuous wave
laser excitation.9 Noble metal nanoparticles and rough surfaces
have also been of interest due to their ability to enhance local
electromagnetic fields, providing an enhancement in the two-
photon excitation or hyper-Raman excitation of molecules.10-19

Also of much interest has been the ability to control the
propagation of optical pulses as surface plasmon polaritons
(SPP), with applications in the fields of plasmonics and
nanophotonics, where specially constructed waveguides and
optical devices bridge the realms of electronics and photonics.20-37

It was first proposed in 1981 that thin layers of silver could
support surface plasmon propagation over a distance of 300 µm,
an order of magnitude greater than thicker films.38 Numerous
experiments have confirmed this work, indirectly and directly
determining the propagation distance of an SPP over tens of
micrometers, after which it localizes.39-46 A transition from
localized surface plasmon resonance, the phenomenon by which
individual metal particles enhance electromagnetic fields, to
extended SPP has been found to occur in films of silver
nanoparticles when their density approaches the percolation
limit.47,48 This suggests that silver nanoparticle films near and
above this limit are capable of sustaining long-range SPP
transport. Of particular interest is the finding that near the
percolation limit, sputtered Ag films (composed of Ag nano-
particles) exhibit the largest nonlinear absorption coefficient.49

In 2006, Gunn et al. reported the unprecedented detection of
two-photon photoluminescence at distances greater than 100
times the focal spot diameter of the femtosecond laser used to
excite a metal nanoparticle covered dielectric surface.50 That
work, which combined long-range SPP transport in silver films
with the nonlinear optical properties of nanoparticles and rough
surfaces discussed previously, showed that when an ultrashort
pulse centered at 800 nm is focused to a 1 µm diameter at
normal incidence on a film of polydisperse silver nanoparticles,
discrete localized two-photon-induced visible photoluminescence
is observed up to 99 µm from the focal spot (see schematic in
Figure 1). The nonlinear photoluminescence was shown to be
both polarization-dependent and polarized, although the polar-
ization of the incident beam is not necessarily conserved.
Furthermore, the intensity of photoluminescence in each region
was found to depend on the spectral phase of the laser pulse
used for excitation; this observation motivated the present, more
rigorous, study using shaped femtosecond laser pulses.

This paper reports on further detailed exploration of the two-
photon-induced photoluminescence observed at locations that
are far from the region of excitation in films of Ag nanoparticles.
In particular, spectra of the photoluminescence from the
individual regions, which are in agreement with the two-photon
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Figure 1. Schematic of energy transport. A high numerical-aperture
objective excites an SPP on the surface of a highly interconnected silver
nanoparticle film. Energy transport occurs over tens of micrometers
before localizing and resulting in two-photon-induced photolumines-
cence.
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photoluminescence from silver nanoparticles in TiO2,51 and
experiments to demonstrate that the reported emission has
characteristics very distinct from laser-scattered light, are shown.
Additionally, experiments using shaped femtosecond pulses to
elucidate why certain phases cause strong photoluminescence
from some regions and not others are reported. Finally, we
perform experiments inspired by pump-probe measurements
on photoelectron emission from silver nanoparticles,52-56 in
which we report two-photon interferometric autocorrelation
measurements made on individual photoluminescent regions.

Experimental Section

The experimental setup is shown in Figure 2A. Experiments
are carried out with a Ti:sapphire femtosecond laser (13 fs, λ0

) 805 nm, 85 nm fwhm) coupled to an inverted microscope
with a 60×, 1.45 NA objective to focus the beam onto the
sample at normal incidence. The use of a high numerical
aperture objective, in conjunction with the roughness of the
sample, which is described in detail below, allows for momen-
tum matching between light and the launched SPPs and makes
propagation possible.57 The pulse energy is attenuated to ∼11
pJ/pulse, resulting in an estimated energy density of 1.5 mJ/
cm2 and a peak power density of 1.5 × 1011 W/cm2. At this
high peak intensity, we find that unless energy transport is
efficient, damage, likely melting, occurs near the focal spot,
indicated by very unstable photoluminescence. In contrast,
efficient energy transport, which is accompanied by low light
emission at and near the laser focus, results in signals well
outside the laser focus that can be stable for tens of minutes.
Laser-scattered light (700-900 nm) is blocked by the use of a
short-pass (650 nm) dichroic mirror in the setup, and wide-

field images of emitted light are collected by an electron
multiplier CCD camera. A 4f pulse shaper incorporating a liquid-
crystal spatial light modulator is used to control the spectral
phase of the laser pulses, and compensation for pre-existing
spectral phase distortions at the focal plane of the objective lens
is accomplished using multiphoton intrapulse interference phase
scan (MIIPS) (see the Supporting Information for more detail).58

All measurements are made at room temperature under ambient
conditions.

The samples studied are a thin layer of polydisperse silver
nanoparticles allowed to aggregate and deposit onto a quartz
or mica substrate, prepared as described by Perry.59 AFM and
TEM images of a typical sample are shown in Figure 2.
Previously obtained SEM and TEM images of the particles show
variation in their aspect ratio; the short dimension is typically
30-60 nm, and the long dimension 30-200 nm.50 As shown
in panels B and C of Figure 2, the dielectric surface is only
partially covered. There are a few large (micrometer) ag-
glomerations of nanoparticles (seen prominently in Figure 2B),
as well as interconnections among islands, observed in the form
of regions with nanoparticles at distances shorter than the
incident laser wavelength, shown in Figure 2C.

As discussed in more detail by Gunn et al.,50 when the near-
IR ultrashort pulses are incident on a solution of silver nano-
particle clusters similar to those deposited on the surface,
broadband photoluminescence in the visible spectral region is
observed, and demonstrates a quadratic dependence on the
incident laser power. This photoluminescence is consistent with
multiphoton-absorption mediated photoluminescence.6,7,60-62

Figure 2. Panel A: Schematic of experimental setup. Panel B: AFM image of a typical sample, illustrating the larger features of the sample. Panel
C: AFM image of a typical sample, with an emphasis on the smaller, more connected features that lie in between the larger features. Panel D: TEM
image of silver nanoparticles from a typical sample.
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Results/Discussion

An image collected under white light illumination is shown
in Figure 3A. The image shown in Figure 3B corresponds to
the same sample shown in Figure 3A when it is excited by
ultrashort, near-IR, laser pulses focused down to a 1 µm spot
size located at the cross-hairs. This image was collected by the
EMCCD camera under wide field conditions without scanning
either the sample or the laser, and is representative of hundreds
of images of dozens of samples that have been prepared with
both quartz and mica as substrates. Discrete regions of photo-
luminescence up to tens of micrometers (>10 focal diameters)
from the excitation point are observed, and a power study of
the dependence of photoluminescence intensity from these
regions upon excitation power confirms earlier results indicating
the process depends quadratically on the incident laser intensity.
The inset in Figure 3B shows the total photoluminescence from
the sample as a function of distance from the excitation point,
in 2 µm increments. As a comparison, the same sample was
illuminated by a HeNe laser at 632 nm, which was configured
to propagate collinearly through the same optics, and thus focus
at the same point. This wavelength is short enough (<650 nm)
that it is not blocked by the dichroic mirrors and filters that
prevent the observation of scattered light from the fs-laser, and
allows characterization of the behavior of scattered light in this
sample. As in Figure 3B, the inset in Figure 3C shows the total
photoluminescence from the sample as a function of distance
from the excitation point in 2 µm increments. It is clear that
the remote regions of photoluminescence observed upon excita-
tion by the fs-laser (Figure 3B) are not consistent with the
scattering behavior observed upon excitation with the HeNe laser
(Figure 3C).

To further characterize the behavior of the emitted light, and
compare what is observed upon excitation with a fs-laser to
the scatter observed upon excitation with a HeNe laser, the
intensity of 2-µm-wide cross sections running horizontally and
vertically through the focal spot is plotted in Figure 4. From
this figure, it is strikingly clear that the behavior observed upon
excitation with the fs-laser is not scatter. The overall profile of
the spatial distribution of the photoluminescence is much
broader, with clearly discrete regions of emission (indicated by
sharp spikes). When scatter is detected, no such discrete regions
are observed. Another significant observation is that the
maximum intensity for the fs-laser excited sample is not found

immediately at the focal spot. This is consistent with numerous
observations in our lab, in which very strong emission at the
focal spot correlated with a lack of discrete regions of remote
photoluminescence, i.e., strong emission at the focal spot, is
indicative of poor energy transport.

Note that under fs-excitation, two-photon emission is seen
over 40 µm from the focal spot, consistent with the reports of
tens of micrometers range of propagation of surface plasmons
in metals on dielectric surfaces.39,43 This suggests that a surface
covered by silver nanoparticles can behave as a continuous thin
metallic surface under certain conditions. The dynamics of SPP
transport on a dielectric surface partially covered by a very thin
layer of nanoparticles2,47,63 and “islandized” metals42,64-67 are
extensively discussed in the literature, and there is also evidence
that the presence of relatively large, irregular clusters of

Figure 3. Images of a single sample under different types of illumination. Panel A shows the sample under white-light illumination. Panel B
shows the sample excited at the crosshairs by a 13-fs Ti:sapphire laser. Panel C shows the sample excited at the crosshairs by a HeNe laser. The
insets in panels B and C show the total intensity of all pixels with signal above the noise level as a function of distance from the focal spot. It is
clear that the behavior observed upon excitation with a fs-laser is not consistent with the behavior of scatter observed upon excitation with a HeNe
laser.

Figure 4. Intensity profiles for a 2-µm-wide section of data running
horizontally (top) and vertically (bottom) through the focal spot for a
sample excited by a HeNe laser (black) and a fs-laser (red).
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nanoparticles is favorable for transition from a delocalized SPP
mode to a localized surface plasmon.2,68,69 While the energy can
be transported as either a near-IR wave (∼800 nm) or as a
second harmonic (SH) wave (∼400 nm), the IR SPP wave
would be expected to have less attenuation than its correspond-
ing SH wave.19,43,46,70,71

Further insight into the optical properties of the sample is
gained by placing an electronically controlled variable color filter
(VariSpec Filter 51010, CRi) immediately before the camera.
This device allows only a narrow band of wavelengths (10 nm
fwhm) to pass. By scanning the transmission wavelength, a
spectrum of the photoluminescence can be acquired. A false
color composite image is shown in Figure 5, left. Photolumi-
nescence from 450-525 nm is blue, 525-600 nm green, and
600-675 nm red. It is clear that different regions of emission
have distinct wavelengths of photoluminescence. Figure 5, right,
shows the spectra of the three circled regions. From these
spectra, several properties of the photoluminescence can be
determined. First, there is no photoluminescence below 450 nm,
so the observed photoluminescence cannot be SH generation
of the fundamental excitation beam. Second, there is no
photoluminescence above 660 nm, showing that the dichroic
mirror used to separate the excitation from the photolumines-
cence is effective, and that the observed photoluminescence
cannot be attributed to direct scatter of the fundamental of the
excitation laser beam. Third, the spectra illustrate that the regions
have photoluminescences with different line shapes and line
widths. The region of red photoluminescence has a narrow
emission around 610 nm, while the green photoluminescence
is very broad. Composite images from additional samples are
included in the Supporting Information. These spectra are in
good agreement with previously reported two-photon photolu-
minescence spectra of thin films of Ag nanoparticles in dielectric
media.51,72,73

To investigate the nature of energy transport in these samples,
the pulse shaper was programmed to produce a pair of pulses
and to scan the delay between them.74,75 Although similar types
of experiments have been reported in the literature,52-55,76 our
experiments are different from those because in our case the
excitation is in the near-IR, which then propagates, and the
measured signal corresponds to localized two-photon-induced
photoluminescence and not to photoelectrons, as, for example
in ref 77.

Figure 6 shows the nonlinear photoluminescence from
individual regions of the thin film as a function of time delay
between the two pulses. Because the two pulses are collinear,
they interfere with each other. The top panel shows the signal
obtained from a frequency doubling crystal for reference. The
2.67 fs oscillations correspond to the optical period of the
fundamental laser wavelength. A representative image is shown
at left, and the intensities of the three circled points, as a function
of the delay between pulses, are shown to the right.

Over the course of the autocorrelation, it has been observed
that some regions will spontaneously stop emitting. Of these,
some will later be observed to emit with the same properties
observed before, in a blinking phenomenon. Others will remain
“off”. The behavior of those regions, and others that exhibit an
irreversible change in behavior, such as region a, is attributed
to structural changes to the sample upon irradiation, with melting
of the sample a likely cause. It is significant to note that adjacent
regions, such as a and b, which are separated by approximately
1 µm, can exhibit very different behaviors, as shown in Figure
6. In some cases, such as region a, the photoluminescence
exhibits an abrupt change in intensity. These changes can be
seen as an increase or decrease in intensity. Other regions, such
as b, behave symmetrically, and remarkably similar to the
second-harmonic signal provided for comparison. This indicates
that the regions respond independently to the laser used for
illumination, and suggests that no sequential scattering is taking
place. Additionally, the correspondence of the period and overall
shape of photoluminescence from this region with second-
harmonic signal is further evidence that the behavior observed
is two-photon in nature.

Other behaviors are also observed in the optical response,
including broadening (region c) of the pulse, which indicates
that quadratic dispersion has been acquired as the SPP propa-
gates. Side peaks, visible in the signal from region b and more
pronounced in other regions, suggest that cubic dispersion is
also acquired by the excitation pulse as it propagates to the
regions where localized two-photon photoemission occurs.

Clearly, there are significant differences in the luminescent
properties of different regions of the sample while an autocor-
relation is performed at the focus. While the implications of
some of these observations are not immediately clear, the
observed broadening and presence of side peaks in the traces
are consistent with the behavior expected if the pulse experi-

Figure 5. Spectral information for photoluminescence from individual regions of emission. The image on the left is a false color composite created
by coloring photoluminescence between 450 and 525 nm blue, 525 and 600 nm green, and 600 and 675 nm red. The right panel shows the spectrum
of the photoluminescence from the three circled regions. The photoluminescence from the red region is multiplied by five to be clearly visible on
the same intensity axis.
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enced dispersion as it propagated through the sample. As each
region of photoluminescence results from energy traveling along
a different path, it would be expected to find evidence for pulse
broadening due to dispersion (chirp). We note that this observa-
tion has fundamentally different physics than the observation
of electronic dephasing on single nanoparticles.52-56 Given that
the group velocity of an SPP is slower than the speed of
light,78-81 the time required for the energy to propagate between
the excitation point and the bright point of photoluminescence
must be many times longer than the pulse duration (∼13 fs);
we conclude that the SPP propagates long (∼100 fs) after the
laser pulse excitation. Pulse broadening in our measurements
indicates that the propagating SPP experiences different amounts
of dispersion as it travels to the region where it induces two-
photon photoluminescence, a concept we explore further below.

Theory has suggested that pulse shaping could be used as a
mechanism to control plasmon propagation,82-86 and preliminary
experiments have indicated that localization of plasmon emission
on a nanometer scale is possible.55,76,87,88 The previous work of
Gunn et al.50 showed that the discrete regions of emission are
sensitive to the spectral phase of the laser. In that work it was
shown that pulse shaping controlled localized photolumines-
cence over distances of tens of micrometers.

As suggested by the autocorrelation data in Figure 6, the
region-dependent sensitivity to spectral phase may be due to
the acquisition of dispersion by the pulse as it propagates
through the sample. To directly quantify the amount of quadratic
and cubic dispersion acquired by the pulse as it propagates to
each region, we applied a grid of phase functions, based on the
Taylor expansion of the spectral phase, of the form �(φ′′,φ′′′)
) 1/2[φ′′(ω - ω0)2] + 1/6[φ′′′(ω - ω0)3] to the excitation pulse,
where φ′′ and φ′′′ correspond to the quadratic and cubic
dispersion, and monitored the intensity of two-photon-induced
photoluminescence from discrete regions on the sample. As-
suming that maximum photoluminescence from a particular
region occurs when the pulse is transform-limited (φ′′ ) φ′′′ )

0), we can directly determine the chirp introduced: φ′′w )
-φ′′max and φ′′′w ) -φ′′′max. Validation for this assumption is
presented in the Supporting Information.

For each experiment, a collection of 441 images were
acquired, each one with values for φ′′ and φ′′′ defined by the
grid discussed above. Figure 7 summarizes the results for these
measurements after tracking the phase dependence of ∼200
individual regions of localized photoluminescence. The 3-
dimensional histogram shows the number of points for which a
given φ′′w and φ′′′w value maximized the signal from a discrete

Figure 6. Photoluminescence from several discrete regions is shown as a pulse shaper is used to produce a pair of pulses and scan the delay
between them. The top panel shows the optical response of a frequency doubling crystal as a function of delay between pulses. Panels a, b, and c
show the optical response from different regions. Some regions show broadening, as shown in region c. Others show wings (visible in panel b), or
erratic behavior, likely due to melting or other irreversible change to the sample, as shown in panel a. The behaviors are independent of distance
from the excitation point, as well as the behavior of neighboring regions (compare regions a and b, which are only separated by approximately 1
µm).

Figure 7. A 3-dimensional histogram of measured values for φ′′w and
φ′′w for over 200 regions of photoluminescence on a single sample.
The bins correspond to the step size used for φ′′w and φ′′′w, which in
turn were chosen based on the experimental error in a given
measurement.
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region of emission; the bins correspond to the step size used,
(50 fs2 and 1000 fs3, respectively), chosen based on the
experimental error. The results show a large range of values
for quadratic and cubic dispersion introduced as the pulse
propagates, encompassing both positive and negative values for
each. The median value for quadratic dispersion was found to
be -100 fs2, while the median value for cubic dispersion was
found to be 0 fs3. The magnitude and sign of the components
of the dispersion do not exhibit any dependence on the position
of the region in the sample; as indicated previously, adjacent
regions may indicate the pulse has acquired very different values
of dispersion.

Conclusion

In this paper, we have presented characteristics of SPP
propagation to distances of tens of micrometers in silver
nanoparticle covered quartz and mica substrates upon excitation
with an ultrafast, near-IR laser. The nonlinear photolumines-
cence observed is consistent with the observed two-photon
excitation of silver nanoparticle films and has characteristics
very distinct from that of laser-scattered light. Upon measure-
ment of the photoluminescence emitted by localized regions as
a function of the delay between two replicas of the pulse,
evidence for the acquisition of quadratic and cubic dispersion
is observed, providing additional support to the suggestion that
energy transport from the focal spot to the localized photolu-
minescent regions occurs through propagating SPPs. This
dispersion is then quantified by determining the amount of pre-
chirp phase required to optimize two-photon-induced lumines-
cence. The system is found to have both positive and negative
values, with no correlation observed between the location of
the region of emission and acquired dispersion due to the
randomness of the sample. The nature of the sample provides
a number of paths for SPP transport, leading to the observed
variations.

We propose the following hypothesis to explain our experi-
mental observations. Silver nanoparticles with dimensions
∼20-100 nm, randomly arranged, with numerous interconnec-
tions and interparticle distances shorter than the optical wave-
length, deposited on a dielectric surface provide a medium for
long-range surface plasmon propagation. Femtosecond laser
pulses with a central wavelength near 800 nm excite a surface
plasmon resonance and launch a surface plasmon polariton on
the very thin but interconnected layer of nanoparticles. The SPP,
with a very long attenuation length, propagates from the
excitation spot. The combination of constructive interference
and localized surface plasmon resonance induces localized
photoluminescence in the visible spectral range at distinct
locations, which are observed as bright spots at distances of
several tens of micrometers from the excitation point.

The observations presented here may inspire new strategies
in which plasmonics can bridge nano- and microscopic systems.
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