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ABSTRACT The nonlinear optical dynamics of nanomaterials comprised of plasmons interacting with
quantum emitters is investigated by a self-consistent model based on the coupled Maxwell—Liouville—von
Neumann equations. It is shown that ultrashort resonant laser pulses significantly modify the optical
properties of such hybrid systems. It is further demonstrated that the energy transfer between interacting
molecules and plasmons occurs on a femtosecond time scale and can be controlled with both material and

laser parameters.
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oble metals, especially nanostruc-

tures, are well-known for their

unique optical properties stem-
ming from the phenomenon of surface
plasmon-polariton (SPP) resonances."? This
research area, known as nanoplasmonics,
has grown rapidly in recent years, mainly
because of potential applications of plas-
monic materials.® Extreme concentration of
electromagnetic (EM) radiation in nanoscale
spatial regions was proposed® and imple-
mented experimentally>® as a method to
achieve lasing. Other notable realizations of
light EM field localization include surface-
enhanced Raman spectroscopy’ and tip-
enhanced resonance microscopy.?

Among many exciting developments of
nanoplasmonics lies the newly emerging
research field of nanoscale optical molecular
physics, which deals with ensembles of quan-
tum particles optically coupled to nano-
materials® such as metal nanoparticles'® (NP)
and one- or two-dimensional periodic plas-
monic arrays.'' " It has been shown, both
theoretically™'® and experimentally,’®~%'
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that proper utilization of the optical properties
of the metal nanostructures may lead to single
atom/molecule optical trapping™ as well as
alignment and focusing. It is now possible®?
to control the geometry of nanomaterials
(e.g., NP shape, dimensions, and relative
arrangement) with a precision on the order
of 1 nm. This fine spatial control presents the
key for successful manipulation of individual
atoms and molecules.”> The basis for this
manipulation lies in the strong environ-
[® spatial dependence of the evanes-
cent EM field, which generates large field
gradients suitable for optical trapping, focus-
ing, and alignment.>* For example, it has been
long known that local EM fields associated with
metal NP dimers depend significantly on parti-
cle sizes and particle-to-particle distances. >~

Despite considerable progress, our un-
derstanding of the optics of quantum media
coupled to nanomaterials is still incomplete.
Many recent works consider few quantum
emitters driven by localized EM near-fields
in plasmonic materials,”®~>° with only limited
attempts to include collective effects,'>>

menta

voL.s = NO.1 = 807-817 = 2014 ACNANIC)

* Address correspondence to
maxim.sukharev@asu.edu.

Received for review October 18, 2013
and accepted December 2, 2013.

Published online December 02, 2013
10.1021/nn4054528

©2013 American Chemical Society

=
WWWw.acsnano.org

807



which may play a critical role in the quantum optics of
nanomaterials. Moreover, the optics of hybrid materi-
als comprised of resonant microcavities and ensem-
bles of quantum emitters (quantum dots*>>~32 (QD),
molecular aggregates,**~*' nanocrystals,**** and
other dipoles***%) have been a subject of extensive
research in the past several years.*® For example, it has
been demonstrated*® that the transmission and reflec-
tion spectra of a gold film are significantly modified by
the deposition of a layer of J-aggregates on the film's
surface. It was also shown experimentally*' that SPP
resonances have a large effect on the molecular elec-
tronic structure, leading to Rabi splitting of resonance
peaks.*” This phenomenon was proposed as a way of
controlling the optics of hybrid materials with femto-
second laser pulses.”® Furthermore, core—shell metal
NPs with a shell comprised of optically active molecules
have been recently studied experimentally,*® demonstrat-
ing optimization of the coupling between J-aggregates
and a localized SPP, which resulted in Rabi splitting as large
as 200 meV. While experimental studies have clearly
demonstrated the importance and unique optical proper-
ties of hybrid materials,® there remains a notable gap
between the experimental progress and the status of
theory and modeling of such systems.

The major parameters determining the strength of
the interaction between molecular assemblies and SPP
waves are the molecular concentration,’™? transition
dipole moment,**>** and local field distribution enhanced
by the nanostructure> The strong coupling regime is
reached when the field-induced Rabi splitting of the
hybrid system surpasses all linewidths caused by the
various damping rates.>® Strong coupling manifests itself
as an avoided crossing of the polariton modes when the
plasmon frequency is varied, with a pronounced Rabi
splitting that is a non-negligible fraction of the molecular
transition frequency.*'#647%5=38 |n this regime, energy
exchange between the molecular and SPP modes is
observed, giving rise to two new polariton eigenmodes.
These states have mixed SPP-molecular properties that
could be explored and utilized in various applications.*’
Most of the modeling of such systems was done with EM
fields when SPP resonant conditions are used as an input
for determining subsequent quantum dynamics of a
molecular subsystem.>> At high molecular concentra-
tions, however, this approach is no longer valid because
it fails to account for collective effects (e.g., back action of
the molecular dipole radiation on the local EM field,
which in turn influences the molecules). Furthermore, it
was shown recently that proper self-consistent modeling
could explain the presence of an additional mode with
mixed molecular-plasmon characteristics appearing in
the transmission spectra of hybrid materials.>®

RESULTS AND DISCUSSION

In the current work we utilize a self-consistent model
based on the Maxwell—Liouville—von Neumann
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equations

and examine the nonlinear dynamics of a

hybrid nanomaterial comprised of a molecular layer opti-
cally coupled to a periodic array of sliver slits. We propose a
simple method to simulate transient spectroscopy data for
hybrid systems and show that in the strong coupling
regime energy transfer occurs at the femtosecond time
scale. Moreover, we demonstrate that the energy distribu-
tion can be controlled via laser and material parameters.

The interaction of EM radiation with molecular en-

sembles is

treated using a semiclassical model based

on the Maxwell—Liouville—von Neumann equations.
The dynamics of the EM fields, H and E , is governed by
the classical Maxwell's equations,

oH

Uo— = -V X E,
_’E)t i 0
oE - oP
- H - —
fogp = VX at

where 1o and &, are the magnetic permeability and
dielectric permittivity of free space, respectively. The
macroscopic polarization P is calculated according to

P = no(d) = noTr(pd) (2)

where the density matrix p is the solution of the Liouville—
von Neumann equation written in the Lindblad form,

dp

dt

= /M, p1+ ¥ 2 26,50,

- 6n(+)én(_)p - pén(ﬂén(_)) (3)

In eq 3, —(i/h)[H,p] is the unitary part of the quantum

evolution,

H being the complete Hamiltonian, 6, are

the lowering and raising operators, and y,, is the rate at
which state |n) decays to the ground state |1) (typically
referred to as a T; process). The dephasing rates

(typically r
eq3inthe

eferred to as T, processes) are included in
off-diagonal terms. The relaxation processes

are considered to be Markovian.
To include the back action of the molecules on the
field at high molecular density, we introduce the

Lorentz—L

orenz correction term for the local electric

field in the form®°

— - 1 =
EIocaI =E+-—P (4)
380

It had been shown®' that this local field correction eq 4 is

valid also

in case of EM wave propagation in dense,

nonlinear media, a property we will need for the calculation
of the transient absorption of light in hybrid nanomaterials.
In regions occupied by SPP-sustaining materials

(e.g., silver

metal), we adopt the conventional Drude

model for the dielectric constant of the metal,

2
Q,

_ 5
w? —iTw ©)

elw) = & —

where ¢, is the high frequency limit of the dielectric
constant, Q, is the bulk plasma frequency, and I is the
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phenomenological damping rate for this specific me-
tal. For the case considered here of silver at near visible
frequencies, we wuse the values & = 8926,
Q, = 1.760 x 10'® rad/s, and ' = 3.084 x 10" s™"
derived from the work of Gray et al.5

The current density J, which replaces the polariza-
tion current 85/8t in Ampere's law in eq 1, is evaluated
according to®

- -
— = aJ +bE 6
m al + (6)

where a = —T and b = £,Q;.

We use here incident plane waves because we are
mostly interested in targets that are much smaller than
the incident wavelength. To ensure proper excitation
we implement the total-field/scattered-field approach®?
with the following time dependence,

Eine = Eo f(t) cos(winct) )

where the time envelope has the form f(t) = sin®(z(t/1)),
and 7 is the incident pulse duration. For probing
transient effects, one typically uses “white light” with
a flat spectrum over the spectral region of interest. We
simulate a white light probe with a 0.36 fs long pulse,
which produces an essentially flat spectrum for rele-
vant energies between 1 and 4 eV. A probe amplitude
of 1 V/mis used throughout this manuscript in order to
lie in the weak field limit.

The key challenge in modeling nonlinear dynamics
using a pump—probe pulse sequence is to disentangle
signals caused by the strong pump from observations
by the weak probe. When a system comprised of
optically coupled emitters is excited by a strong pulse,
it exhibits polarization oscillations lasting long after the
pump is gone. Consequently, when the system is
probed by a low intensity pulse, one observes an
undesired high intensity signal at the pump frequency
caused by induced polarization oscillations. Experi-
mentally, such oscillations may be filtered out so as
not to interfere with the probe in the far field. In
simulations, these unwanted oscillations must be
handled carefully because they may interfere with
the signal produced by the probe.

Here we propose an efficient computational method
to simulate transient spectroscopy experiments. The
idea is illustrated in Figure 1. A high intensity pump
drives a system under consideration during some time
interval that we denote by Ar, at which time a
probe pulse is applied. The Maxwell—Liouville—von
Neumann equations are propagated in time and space
with the driving pump up until the end of the interval
Az, at which time the density matrix elements are
recorded at all grid points where the quantum medium
is located. These data are used as initial conditions for
simulation of the probe interaction with the sample.
This method guarantees that undesired high ampli-
tude oscillations are not included when one probes the
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pre-probe dynamics : time
-

Figure 1. A high intensity pump (blue) interacts with the
system under consideration (see text). At time At after the
start of the pump, a low intensity short probe (red) is
applied, and its transmission (or absorption) is monitored.

system and that the probe does not alter the optical
response of the system.

Transient Spectroscopy of Molecular Nanolayers. We con-
sider first a thin layer of interacting molecules, depicted
schematically in the left inset of Figure 2. The layer is
infinite in the x and y dimensions and finite in z. Each
molecule in the layer is treated as a two-level system.
The layer is subject to external plane wave excitation at
normal incidence. The symmetry of the problem re-
duces the resulting system of coupled equations to the
familiar one-dimensional Maxwell—Bloch equations.®*
With the assumption that all molecules are initially in
the ground state, the one-photon absorption exhibits a
broad resonance near the molecular transition, as
shown in the main panel of Figure 2. This figure
displays three absorption spectra, corresponding to
different density regimes. One is calculated at a low
molecular concentration (blue circles), showing a peak
at the molecular transition frequency of 1.61 eV (the
“noninteracting” molecules limit), a second corresponds
to an intermediate concentration (green squares), and
the third is a red-shifted (lower energy) spectrum for a
high density sample (red diamonds), where the shift is
caused by back action of the molecules on the field, as
given by eq 4. The higher the molecular concentration,
the greater the red shift, as expected. We also note that
in our simulations the molecules are assumed to form a
thin layer on the slit array without penetrating into the
slits. Various experimental groups reported different
setups with molecules not only covering a slit array
but also filling in the slits.*® Other experimental setups
include quantum dots with the latter hardly penetrating
the slits.”® We performed several sets of test simulations,
comparing linear spectra for empty slits with results
obtained with slits filled with molecules. We find that
even though absolute values of overall transmission/
reflection/absorption and the positions of upper and
lower polaritons vary slightly with slit conditions, the
physics is qualitatively the same.

We next examine the nonlinear dynamics of such a
system under strong pump excitation. As an illustrative
example we consider a sequence of nir pulses inter-
acting with the molecular nanolayer (with no plasmo-
nic substrate) under the assumption that all molecules
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Figure 2. One-photon absorption for the 10 nm thick molecular layer depicted in the left inset as a function of the incident
photon energy calculated at three molecular number densities: blue circles corresponding to 102° m 3, green squares for 5 x
10%° m~3, and red diamonds for 2.5 x 10%° m~>. The molecules are modeled as two-level emitters (right inset). The vertical
dashed line shows the molecular transition energy of 1.61 eV. In these simulations the molecular transition dipole is 10 D, the
radiationless lifetime of the excited state |2) is 1 ps, and the pure dephasing time is 100 fs.

are initially in the ground state. Following the numer-
ical procedure discussed in the previous section, we
calculate the instantaneous absorption of a probe
pulse delayed relative to the pump excitation. Figure
3 shows the results for four different pump pulses, with
nincreasing from 1 to 4. As anticipated, the molecules
undergo Rabi oscillations that depend on the pump
pulse area. The absorption becomes negative
(indicating gain) when the population is inverted. We
also note three important observations: (1) it is more
efficient to pump the system at the molecular transi-
tion energy, 1.61 eV, than at its red-shifted value of 1.59
eV (confirmed in a set of separate calculations not
shown here); (2) the system undergoes transitions back
to the ground state with the absorption centered at the
red-shifted frequency because of strong mutual inter-
action between molecules at high concentrations; (3)
the Rabi cycling is not complete, and each subsequent
oscillation of the system from the ground state to the
excited state is less pronounced, an effect that is
attributed to decoherence.

Another important factor also contributes to the
effect of incomplete Rabi cycling. Even though the
thickness of the layer (10 nm) is much smaller than
the incident wavelength (770 nm at 1.61 eV), the high
molecular density causes the electric field inside the
layer to be inhomogeneous; ie. the local EM field
decreases as one probes further within the molecular
layer. This decrease results in a lower efficiency of the
“nominal” nz-pulses. We note that this effect plays a
significant role in hybrid systems, as we show in the
next section.

Transient Spectroscopy of Periodic Hybrid Materials. The
main goals of this paper are to examine the nonlinear
optical dynamics in hybrid materials and to probe the
influence of surface plasmons polaritons. Motivated in
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part by recent experimental work,**>°> we consider a

thin molecular layer deposited on top of a periodic
array of slits in a silver film, as depicted in the inset of
Figure 4a. In order to account for all possible polariza-
tions of the EM field in the near-field zone,® individual
molecules are treated as two-level emitters with a
doubly degenerate excited state (see the inset of
Figure 4b). The main panels of Figure 4a,b show the
linear optical response of the hybrid system at two
molecular concentrations. As in the case of a stand-
alone molecular layer, we perform white-light transient
spectroscopy simulations for normal incidence to com-
pute the transmission coefficient, T, and the reflection
coefficient, R. Since our simulations are performed in
the weak probe (linear) regime, one may also calculate
the absorption using energy conservation,

A=1-T-R (8

Figure 4a shows all three coefficients at low molec-
ular concentration calculated before the pump arrives
(At = 0). One can clearly see the Rabi splitting in both
transmission and reflection. Maxima in transmission
correspond precisely to minima in reflection, indicat-
ing the energies of the hybrid system, i.e., the upper
and lower polaritons. Absorption, on the other hand,
has a single narrow resonance with a full width at half-
maximum corresponding to the energy of the Rabi
splitting. (For the given set of parameters, the Rabi
splitting is 75 meV). It should be noted that the
observed splitting in both transmission and reflection
coefficients is indeed the Rabi splitting and is not
caused by simple molecular absorption. One may
verify this explanation by calculating the effect of
varying either the angle of incidence or the periodi-
city of the slit array on the energies of the upper and
lower polaritons.>® These calculations show strong
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Figure 3. Transient absorption spectra of the pure molecular system as a function of the pump—probe delay (horizontal axis)
and the incident photon energy (vertical axis) evaluated for 180 fs pump pulses. The horizontal dashed red line in each panel is
at the molecular transition energy, 1.61 eV. Panel (a) shows the spectrum for a 7-pulse (E, = 2.075 x 108 V/m), panel (b) shows
the data for a 277-pulse (E; = 4.150 x 108V/m), panel (c) shows results for a 37-pulse (E, = 6.225 x 1 08V/m), and panel (d)isfora
47-pulse (E, = 8.300 x 108 V/m). In all cases the pump frequency is resonant with the molecular transition energy. Other
parameters are the same as in Figure 2. A pump—probe delay of 0 fs corresponds to the probe applied at a time when the
pump is still off (i.e., at the beginning of the leading edge of the pump; see Figure 1 for details).
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Figure 4. Extinction spectra of the hybrid material depicted in the inset of panel (a). Both panels show absorption, A, (blue
circles), transmission, T, (green squares), and reflection, R, (red diamonds) as functions of the incident photon energy.
Individual molecules are considered as two-level emitters with a doubly degenerate excited state, as shown in the inset of
panel (b). Panel (a) shows spectra at a low molecular number density of 3 x 10> m~2, Panel (b) shows the results of
simulations at a higher density of 2.5 x 102® m~3, The slit array period is 410 nm. The other parameters are as in Figure 2.

dispersion along with an avoided crossing, a clear
indication of strong coupling between molecular ex-
citons and plasmons.

Figure 4b presents results of simulations at higher
molecular density, clearly showing a collective molec-
ular-plasmon mode®® at 1.61 eV. This energy corre-
sponds to a maximum in T and a minimum in R. Note
that absorption now has two peaks, which match the
positions of the minima of T and maxima of R. Antici-
pating comparison with experiments, we monitor the
nonlinear changes in the reflection spectra rather than

SUKHAREV ET AL.

the transmission. These changes may be expressed as
the ratio
R(AT, w) — R(0, w)
ARAT, @) = —————— 9
(Az, w) RO, @) 9
where R(0,w) is the unperturbed reflection in the
absence of the pump.

Figure 5a shows the transient spectrum for a 15 fs
pump resonant with the molecular transition fre-
quency at 1.61 eV. The calculated spectra exhibit
pronounced oscillations centered about three distinct
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Figure 5. Transient spectroscopy calculations for a 15 fs pump pulse with a peak amplitude of 4 x 10° V/m centered at the
molecular transition energy of 1.61 eV. Panel (a) shows the change in reflection AR (see eq 9) as a function of the pump—probe
delay and incident photon energy. Panel (b) depicts one-dimensional cuts of AR at three energies: blue circles are for
the lower polariton at 1.572 eV (this energy is also indicated in panel (a) as a horizontal blue dashed line), red diamonds are for
the upper polariton at 1.647 eV (also shown in panel (a) as a horizontal red dashed line), and black squares are for the
molecular line at 1.61 eV (shown in panel (a) as a horizontal black dashed line). The molecular number density is 3 x 10 m~3
(see Figure 4a), and the period of the slit array is 410 nm. The other parameters are as in Figure 2.

energies, two of which correspond to the upper and
lower polaritons (the minima of the unperturbed re-
flection, see Figure 4), while the third is at the molec-
ular transition energy. This result is consistent with
recent experimental observations;>> namely that the
reflection is increased during the pump at the energies
of the upper and lower polaritons. One should also
note the asymmetry in the reflection signal: the upper
polariton is significantly more enhanced than the low-
er one. This effect is most likely due to the fact that the
unperturbed reflection (Figure 4a) is already asym-
metric, with the molecular transition energy slightly
offset toward the upper polariton. Another observation
worth noting is that reflection is suppressed at 1.61 eV
(AR < 0), whereas transmission is enhanced. The
molecules that mostly affect both transmission and
reflection are located in close proximity to the slits.
Resonant excitation of these spatial regions results in
strong coupling of molecular excitons and SPP
modes, thereby suppressing reflection and enhan-
cing transmission, a phenomenon similar to extra-
ordinary optical transmission.

To demonstrate that the observed changes are
caused by energy transfer between the upper/lower
polaritons and the molecular layer, we plot AR in
Figure 5b at three energies as a function of the
pump—probe delay. The oscillation period is
3.75 fs. Interestingly, simulations performed at higher
molecular concentrations or different array spacings
show that these factors have a very minimal effect on
the oscillation period, which is fully determined by
the local electric field amplitude and the strength of
the molecular dipole. We note that hybrid systems
exhibit an additional mixed plasmon-molecular mode
at high molecular concentrations, as was shown
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recently in ref 59. Nonlinear dynamics at such concen-
trations has Rabi oscillations with periods nearly iden-
tical to those obtained at low densities and a splitting
that varies as the square root of the molecular density,
but the energy distribution near the molecular line is
more complex. Understanding of such distributions is
one of the subjects of our future research.

We also performed calculations using off-resonant
pump excitation, as in ref 55. The data obtained for the
off-resonant case shows the same behavior: ultrafast
energy oscillations between the upper/lower polari-
tons and the molecules.

Next we proceed to examine the influence of the
pump peak amplitude on the nonlinear dynamics. In
order to observe many Rabi oscillations cycles but still
maintain a moderate incident peak amplitude, we use
a pump pulse with a duration of 30 fs. Figure 6 presents
AR at two peak amplitudes at the energy of the upper
polariton as a function of the time delay. As expected,
the Rabi oscillation period decreases with the increase
of the pump amplitude. The average oscillation
period at4 x 10°V/mis ~3 fs, whereas the calculations
for 2 x 10° V/m indicate a period of ~6 fs. These
calculations display at least two surprising features.
First, the Rabi period is not constant, but rather de-
creases with time (detailed data not shown). (We note
that this variation was also observed in ref 55.) Second,
the Rabi period obtained from the simulations
(the average oscillation period at 2 x 10° V/m is
6.9 fs) is smaller than the one obtained assuming a
simple two-level atom in the same laser field (17 fs at
2 x 10° V/m).**

It is incorrect to use the peak Rabi frequency to
estimate the oscillation period of the population for a
two-level emitter exposed to short pulse excitation.
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Figure 6. The change in reflection AR as a function of the pump—probe delay at the upper polariton energy for two pump
amplitudes: red squares are for 2 x 10° V/m (peak amplitude) showing an oscillation period of 6 fs, and blue circles are for
4 % 10°V/mwitha period of 3 fs. The pump is resonant with the molecular transition energy (1.61 eV), and its duration is 30 fs.

The other parameters are as in the previous figures.
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At [fs]
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Figure 7. Nonlinear dynamics during a 180 fs pump. The blue solid curve shows AR as a function of the pump—probe delay at
the upper polariton energy. The dashed green curve presents the ensemble-averaged ground state population of the
molecular system. (The population p;; is multiplied by 40 for clarity). Vertical red arrows indicate direct correspondence
between oscillations in reflection and the ground state population. The pump amplitude is 4.3 x 10% V/m. The incident
frequency is at the molecular transition energy of 1.61 eV. The other parameters are as in Figure 2.

Rather, one has to take carefully into account the
laser pulse envelope, calculating the pump pulse
area as

S = @/f(t) dt (10)
h
where dy is the transition dipole moment of the
quantum emitter. For observations after the end of
the pulse, the integral should be over the entire pulse
envelope, whereas for measurements during the pulse,
the integral should be taken up to the time of observa-
tion by the probe. For an incident source of the form in
eq 7, the pulse area becomes
_ dOEOTpump

S= T m an

SUKHAREV ET AL.

For example, for a 30 fs pump with an amplitude of
2 x 10° V/m and the molecular parameters in Figure 2,
we have S = 1.74m. Consequently, a two-level emitter
exposed to such an excitation undergoes less than one
Rabi cycle. (The population remaining in the ground
state is 0.74 after the pump; i.e. the emitter is excited
and then partially de-excited). Simple calculations
performed for a single two-level emitter agree per-
fectly with eq 11.

If we now apply this simple model to estimate how
many Rabi cycles the hybrid material undergoes, we
find that the number of cycles predicted by eq 11 is
always smaller than the actual number computed from
the complete set of Maxwell—Liouville—von Neumann
equations. The only parameter that is different in the
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Figure 8. Change in reflectivity, AR, as a function of the pump—probe delay and incident photon energy for different slit array
periods: (a) 350, (b) 370, (c) 390, and (d) 440 nm. The two horizontal dashed lines in each panel indicate the energy positions of
the upper and lower polaritons. The pump pulse duration is 15 fs, the peak amplitude is 4 x 10° V/m, the incident frequency is
at the molecular line of 1.61 eV, and the molecular number density is 3 x 10°> m >, Other parameters are as in Figure 2.
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Figure 9. Effect of the laser pulse shape on the change in reflectivity. Panel (a) illustrates the abrupt cutoff of the pump pulse
and application of the probe pulse at time t s, Which is used as a control parameter. Panels (b)—(d) show AR as a function of
the pump—probe delay at different photon energies. Black solid curves show results for a nontruncated pump, red dashed
curves show data for t o = 6.75 fs, blue solid curves with crosses are for t o = 7.75 fs, and green dash-dotted lines are for
teutort = 8.75 fs. Panel (b) shows AR at the lower polariton energy of 1.59 eV, panel (c) shows AR at the molecular transition
energy of 1.61 eV, and panel (d) presents AR at the upper polariton energy of 1.67 eV. Simulations are performed for a slit
array with a period of 370 nm. The total pump pulse duration is 15 fs, the peak amplitude is 4 x 10° V/m, the incident
frequency is at the molecular line of 1.61 eV, and the molecular number density is 3 x 10*> m 3. Other parameters are as in
Figure 2.

complete model is the local electric field, which differs
from its incident value in the near-field zone because of
SPPs. The local field enhancement hence plays a crucial
role in determining how rapidly energy oscillates in
hybrid materials.

Simulations using longer pump pulses reveal a
direct connection between the excitation dynamics
and transient spectra of the system, as illustrated

SUKHAREV ET AL.

in Figure 7. There is a clear correspondence between
oscillations of the ground state population and
changes in reflection induced by the pump.
(A similar correlation was found for AT.) We con-
clude, therefore, that the observed oscillations in
the transient spectra are due to quantum transitions
between ground and excited states in individual
molecules.
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We conclude this section by examining the role of
dephasing in hybrid materials. This property is greatly
affected by the inhomogeneous electric field due to
SPPs, as is evident from Figure 7. One of the causes of
the fast decay of Rabi oscillations (in addition to pure
decoherence and relaxation caused by interaction with
the metallic system, which is explicitly included in the
model) is spatially dependent excitation of the molec-
ular layer, resulting from the strong gradient of the
electric field induced mainly by surface plasmons.
Different parts of the molecular ensemble therefore
experience different local fields. This effect in turn
changes the plasmon dynamics, influencing not only
the amplitude of Rabi oscillations but also the Rabi
period. It should be noted that the molecular layer
influences the near-field via the polarization current,
which results in even faster dephasing. Simulations
with a thicker molecular layer confirm the afore-
mentioned conclusion; i.e., the Rabi oscillations
decay significantly faster when a 10 nm thick mo-
lecular layer is replaced by a layer with a thickness
of 50 nm.

Control of the Energy Distribution in Hybrid Materials. The
asymmetry of the energy distribution between the
upper and lower polaritons is due to the relative
position of the molecular transition energy with re-
spect to the SPP resonance. Such a property of hybrid
systems, along with the intriguing experimental pos-
sibilities of controlling the structural parameters of
plasmonic nanomaterials, call for possible control of
the plasmon energy distribution. One may shift the
plasmon resonances by changing various material
parameters, such as film thickness, period, slit width,
etc. Figure 8 illustrates this idea by examining tran-
sient spectra of the hybrid system for different slit
periods.

The possibility of such control is due to the strong
dispersion of the upper and lower polaritons in hybrid
systems.*’ As the plasmon resonance sweeps through
the molecular line (for varying slit periodicity), the
mixed plasmon-molecular hybrid modes drastically
change their positions. The energy is more equally
distributed among the upper and lower polaritons at
shorter periods, as evident from Figure 8. One may also
envision control by changing the angle of incidence, as
this parameter changes the in-plane wave vector,
which in turn would change the energy distribution
in a fashion similar to varying the array period.®®

A more intriguing control possibility is to utilize the
full machinery of the incident laser radiation. To de-
monstrate how the characteristics of the laser pulse
affect the polariton energy distribution, we performed
a series of pump—probe simulations varying the time
envelop of the pump by turning it off “suddenly”,
namely, on a time-scale short compared to the natural
system time-scales. Figure 9a depicts schematically a
control pump with time duration t. s Figure 9b—d
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shows the results of simulations for an array of slits with
a period of 370 nm. By controlling t o One may
control the number and phase of the Rabi cycles and,
as a result, the plasmon energy distribution as well.
We can envision simultaneously varying both the time
envelope of the pump and its incident angle. The
former would control which mode the energy of the
system goes to, while the latter manipulates the dis-
tribution of energy between the upper and lower
polaritons.

An interesting observation is “Free Induction De-
cay” type oscillations at times t > tyoff, @ result of the
coherent superposition of the polariton population
prepared by the pump pulse before its abrupt termina-
tion at toyofr, @s seen in Figure 9. Note that for very short
times after the cutoff, the dynamics of AR barely differs
from the corresponding dynamics with the pulse on.

CONCLUSION

Using a self-consistent model of the coupled
Maxwell—Liouville—von Neumann equations, we
scrutinized the nonlinear dynamics of nanomaterials
comprised of interacting quantum emitters and plas-
mons. We showed that ultrashort resonant laser pulses
significantly modify the optical properties of such
hybrid systems. It was demonstrated that energy
transfer between the molecular layer and surface
plasmons occurs on a femtosecond time scale. This
energy transfer may be controlled by altering the
material and/or laser parameters. When an intense
resonant laser pulse excites a quantum medium
coupled to a plasmonic material, the induced spatial
distribution of the population of the excited quantum
states depends strongly on the incident wavelength
and the geometry of the plasmonic material, among
other optical and material parameters. If the peak
amplitude of the incident field is sufficiently high, the
quantum emitters may be driven through one or more
Rabi cycles, so that at the end of the pulse they will be
in a predetermined quantum superposition of molec-
ular states. The final superposition depends on the
local EM field, which is subject to external control (e.g.,
through variation of the distance from the plasmonic
material).

Within the lifetime of the excited states, which may
be relatively long for specific systems, the quantum
system is being modified by the laser pulse so that its
macroscopic refractive index is changed. It should be
emphasized that this modification is spatially depen-
dent, with a characteristic length scale much smaller
than the incident wavelength. We note that the close
proximity of plasmonic materials modifies the refrac-
tive index in a spatially dependent manner due to the
strongly inhomogeneous near-fields, leading to a mod-
ified, highly anisotropic refractive index. One may then
probe the system with a low intensity pulse to measure
the new refractive index.
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Our results suggest a wide variety of future re-
search opportunities, ranging from control of the
competition between charge transport and energy
transfer, a hurdle in control of light-triggered molecular

METHODS

The resulting system of partial differential eqs 1, 3, 6 is
discretized in space and time using the finite-difference time-
domain method.®®* Maxwell's equations, along with the Liouville—
von Neumann equation, are propagated self-consistently in time
at every grid point driven by the local electric field, using the
weakly coupled method outlined in refs 65, 67. For all calculations,
irrespective of the dimensionality, numerical convergence is
achieved at the spatial resolution of dx = 1 nm and a time step
of Ot = Ox/(2c) = 1.7 x 107 fs, where ¢ is the speed of light in
vacuum. To simulate semi-infinite spatial systems we implement
the convolutional perfectly matched layers (CPML) absorbing
boundaries.®® In simulations of molecular aggregates coupled to
plasmonic materials, we used the following set of parameters:
the molecular transition dipole is 10 D, the radiationless lifetime of
the molecular excited state is 1 ps, and the pure dephasing time
is 100 fs.
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