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Infrared (IR) spectroscopy of molecular vibrations provides insight into molecular structure, coupling,
and dynamics. However, picosecond scale intermolecular and intramolecular many-body interactions,
nonradiative relaxation, absorption, and thermalization typically dominate over IR spontaneous emission.
We demonstrate how coupling to a resonant IR antenna can enhance spontaneous emission of molecular
vibrations. Using time-domain nanoprobe spectroscopy we observe an up to 50% decrease in vibrational
dephasing time T 2;vib , based on the coupling-induced population decay with T κ ≃ 550 fs and an associated
Purcell factor of >106 . This rate enhancement of the spontaneous emission of antenna-coupled molecular
vibrations opens new avenues for IR coherent control, quantum information processing, and quantum
chemistry.
DOI: 10.1103/PhysRevLett.123.153001

IR spectroscopy plays a key role for chemical analysis
because of its high sensitivity to molecular structure,
intramolecular and intermolecular coupling, and molecular
dynamics. However, the mode mismatch between atomic
scale dimensions of chemical bonds and the long wavelength of IR radiation limits the coupling rate between IR
field and molecular vibrational quantum states [1,2]. In
addition, nonradiative picosecond scale intramolecular
relaxation generally restricts IR spectroscopy to absorption
with negligible photoluminescence.
However, spontaneous emission is not an intrinsic
property of an emitter. Modification of the local density
of states (LDOS) through coupling to, e.g., a resonant
cavity allows for control of the spontaneous emission rate,
as routinely applied in photoluminescence at visible to
near-IR frequencies [3–11]. In the mid-IR, plasmonic
antennas have been utilized for increasing spectroscopic
sensitivity in surface enhanced IR absorption [12–14]. Yet,
only coherent time-domain and multidimensional spectroscopies so far have provided preliminary evidence of a faster
antenna-coupled vibrational dephasing. However, the
multiple optical interactions in nonlinear spectroscopies
make the deconvolution into elementary signal contributions difficult [15–17].
IR scattering scanning near-field optical microscopy
(s-SNOM) offers a new route for spectroscopic and
time-resolved measurements of small molecular ensembles
coupled to a single IR dipole antenna. Conventionally, most
near-field measurements have focused on a frequency
domain analysis that is largely insensitive to variations
in vibrational lifetime caused by a modification in the
LDOS, because of convoluted spectra arising from Fano
interference [18].
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Here we show rate enhancement of spontaneous emission
of molecular vibrations when resonantly coupled to IR
antennas using time-domain IR s-SNOM nanoimaging.
With the s-SNOM tip in weak near-field interaction with
the antenna, we locally probe the antenna-coupled molecular
vibrations [19,20]. Similar to time-domain nuclear magnetic
resonance (NMR), we measure and analyze the vibrational
free-induction decay (FID), which allows us to extract
the transverse dephasing time T 2;vib and its modification.
When tuning the antenna across a molecular resonance, we
observe an up to 50% decrease in vibrational dephasing time
T 2;vib . As the transverse and longitudinal relaxation times are
related via the relation 1=T 2;vib ¼ 1=2T 1;vib þ 1=T 2;vib , and
pure dephasing of the molecular vibrations described by
T 2;vib is not affected by antenna resonance tuning, we
attribute the measured modification in dephasing time
T 2;vib to an enhancement in the LDOS that causes an
increased population decay of the molecular vibrations
governed by the longitudinal relaxation time T 1;vib . Fitting
a coupled oscillator model quantifies the underlying ultrafast
coupling-induced decay time of T κ ≈ 550 fs, which corresponds to a Purcell factor of > 106 .
Figure 1(a) illustrates the relevant relaxation pathways of
IR antenna-coupled molecular vibrations. IR antennas
couple efficiently to the far field with a radiative lifetime
T rad
1;ant of typically a few to up to several tens of femtoseconds, competing against the Drude damping (T nrad
2;ant ) of
typically ∼10–30 fs for Au or Ag [21–25]. In contrast, the
vibrational lifetime of condensed phase molecular vibrations is dominated by nonradiative relaxation on timescales
T nrad
2;vib of hundreds of femtoseconds caused by intramolecular vibrational redistribution (IVR), which strongly dominates over the microsecond to millisecond IR spontaneous
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FIG. 1. (a) Timescales of radiative (rad) and nonradiative (nrad)
relaxation pathways of IR antenna-coupled molecular vibrations
that are measured by nanolocalized time-domain free-induction
decay IR s-SNOM imaging. (b) Experimental setup for IR pulse
generation using optical parametric oscillator (OPO) and difference frequency generation (DFG), shown with interferometric
heterodyne detection scheme (BS, beam splitter; CP, compensation plate; MCT, mercury cadmium telluride detector; Ein ,
incident field; Eref , reference field; Enf , tip-scattered near field;
ωc , tapping frequency).

emission T rad
1;vib [26–29]. Yet, when molecular vibrations are
coupled to the enhanced electromagnetic LDOS of a
resonant IR antenna, an increased population decay of
the molecular vibrations should be observed as soon as the
antenna-molecule coupling time T κ becomes comparable to
the intrinsic vibrational nonradiative relaxation T nrad
2;vib [see
Fig. 1(a)]. This would manifest itself in a decrease in the
coupled vibrational dephasing time controllable through
antenna resonance tuning.
For direct time domain IR s-SNOM measurements as
shown in Fig. 1(b), femtosecond IR radiation is focused
onto the molecule-covered antenna, with asymmetric interferometric heterodyne detection and amplification of the
nanolocalized tip-scattered near field Enf with the timedelayed reference field Eref ðτÞ. The resulting asymmetric
FID I FID ðτÞ of the near-field response then contains the
vibrational dynamic information and the Fourier transformation analogue of the nanoscale dispersion and absorption A [30–35]. As established previously [20], the tip
does not significantly influence the antenna-molecule
coupled dynamics itself for a bright mode of an antenna,
as is the case here. It merely provides for subdiffractionlimited nanolocalized excitation and detection at the

FIG. 2. (a) Measured reflectance spectra of PMMA-covered IR
antenna arrays, with increasing antenna length from 1.3 to 2.1 μm
from bottom to top, with a nominal step size of 100 nm (stacked by
5% increments). (b) Spatiospectral nanoimaging of the nanoscale
absorption A for a single IR antenna, with spectrum indicated by the
asterisk in (a) and in the spectral range indicated by the two black
arrows in (a), revealing enhanced molecular absorption centered at
the antenna terminals, (c) near-field intensity, and (d) AFM height
of a single PMMA-covered IR antenna.

antenna terminals to probe the resonant antenna-molecule
coupling.
Figure 2(a) shows ensemble reflectance spectra of gold
IR antenna arrays on a CaF2 substrate after spin coating a
10 nm thin film of poly(methylmethacrylate) (PMMA).
The spectra are dominated by a Lorentzian antenna
response, while the resonant coupling to the carbonyl
stretch mode in PMMA at 1732 cm−1 manifests itself as
a detuning-dependent asymmetric Fano line shape [36,37].
We then perform spatiospectral nanoimaging of individual
PMMA-covered antennas. FID signals of the molecular
vibrational response are measured in a spatial grid over the
antenna, and are Fourier transformed and normalized
with respect to a gold reference substrate. A resulting
spatiospectral image of the nanoscale absorption A ¼
ImfI FID;ant ðνÞ=I FID;Au ðνÞg is shown in Fig. 2(b). We find
spatially and spectrally localized molecular resonant
enhancement at the antenna terminals at ∼1732 cm−1 as
expected [38]. For comparison Figs. 2(c) and 2(d) show a
spectrally integrated IR s-SNOM image and an atomic
force microscopy (AFM) image, respectively.
To investigate the underlying ultrafast dynamics, we
analyze the FID traces in the time domain measured with
the tip positioned in the near-field region above one of the
two antenna terminals, so that the IR antenna mode is most
efficiently coupled into the far field. Figures 3(a) and 3(b)
show s-SNOM FID signals of a resonant [red, Fig. 3(a)]
and an off-resonant [blue, Fig. 3(b)] IR antenna [correspondingly colored far-field spectra; see Fig. 2(a)]. The
symmetric signal between −0.3 and þ0.3 ps is dominated
by an off-resonant background and the IR antenna response
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Z
I FID ðτÞ ∝

þ∞

−∞

Enf ðtÞE⋆ref ðt − τÞdt;

ð1Þ

where Enf and Eref are the tip-scattered near field and the
reference field, respectively.
While Eref ðτÞ corresponds to the incident laser field Ein
(with delay τ), the tip-scattered near field Enf is modified by
the antenna response gant ðtÞ, as well as by the coupled
response function ḡvib ðtÞ of the molecular vibrations, with
the overbar indicating the coupling-induced modification
of the molecular dynamics. Without the a priori knowledge
of coupling, we express Enf ðtÞ in the time domain as a sum
of these two contributions as
Z þ∞
Enf ðtÞ ∝ aant eiϕant
gant ðt − t0 ÞEin ðt0 Þdt0
−∞
Z þ∞
iϕ̄vib
þ āvib e
ḡvib ðt − t0 ÞEin ðt0 Þdt0 ; ð2Þ
−∞

where we accounted for the different amplitudes aant
and āvib and phases ϕant and ϕ̄vib of the antenna and the
molecular response, respectively.
The antenna response function gant ðtÞ is treated as almost
instantaneous (see Supplemental Material [39]), since in
the spectral domain it varies little over the bandwidth of
our laser spectrum [see Fig. 2(a)]. The response of the
molecular vibrations ḡvib ðtÞ is modeled as a harmonic
oscillator with resonance frequency ω̄0vib and dephasing
time T̄ 2;vib :
FIG. 3. Measured FID signals of small molecular ensembles
coupled to a resonant (a) and an off-resonant (b) IR antenna,
together with time-domain fits using Eq. (1). (c) Normalized real
and imaginary s-SNOM spectra from Fourier transform of (a).
(d),(e) Enlargement of the vibrational tails of the FID signals from
(a) and (b), together with the amplitude envelope of the fit. The
vibrational signal from the resonant antenna is roughly 5 times
larger than that from the off-resonant antenna.

of few-femtosecond dynamics. For delays τ > 0.5 ps, only
the longer-lived molecular vibrations contribute to the
asymmetric FID tail. The corresponding Fourier transform
shows the real and imaginary spectra [Fig. 3(c)] with a
typical dispersive and absorptive line shape at the carbonyl
stretching mode (ν̄vib ∼ 1732 cm−1 ). The broad linewidth
of ∼50 cm−1 already indicates an accelerated dephasing of
the antenna-coupled molecular vibrations. Therefore, the
temporally separated resonant molecular response allows
us to directly analyze the modification in vibrational
dephasing. Figure 3(d), with an enlargement of the FID
tail of the vibrational resonant signal from Fig. 3(a), already
qualitatively shows the faster dephasing, and an about 5
times higher signal as compared to the off-resonant case in
Fig. 3(e).
For a detailed analysis we describe the heterodyne term
of the FID signal I FID ðτÞ by

ḡvib ðtÞ ¼

i
−t=T̄ 2;vib e−iω̄0vib t θðtÞ;
0 e
2ω̄vib

ð3Þ

with θðtÞ being the Heaviside distribution.
We now use ω̄0vib , T̄ 2;vib , the amplitudes aant and āvib , the
phases ϕant and ϕ̄vib , and the antenna response with free
parameters to fit the measured FID signals with Eq. (1). The
result of two examples is shown in Fig. 3, where we find the
experimental FID traces in good agreement with this model
fit for values of T̄ 2;vib ¼ ð0.30  0.02Þ ps and T̄ 2;vib ¼
ð0.52  0.05Þ ps for the resonant [Fig. 3(a), 3(d)] and the
off-resonant [Fig. 3(b), 3(e)] case, respectively.
In order to further analyze the variation of vibrational
dephasing as a function of antenna resonance, we perform a
series of measurements, with five measurements each, for
different antennas of nominally identical resonance frequency. The extracted vibrational dephasing times T̄ 2;vib ,
the normalized vibrational amplitudes ãvib ¼ āvib =aant , and
phases Δϕ ¼ ϕ̄vib − ϕant are shown in Figs. 4(a)–4(c) as a
function of the antenna resonance νant . Already from
qualitative inspection we find a pronounced minimum in
the dephasing time T̄ 2;vib when the antenna is on resonance
with the molecular vibration [Fig. 4(a)]. Associated is a
peak in the vibrational signal amplitude ãvib [Fig. 4(b)],
and the phase of the molecular oscillators Δϕ changes
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FIG. 4. (a) Measured vibrational dephasing time T̄ 2;vib , (b) vibrational amplitude ãvib , and (c) phase Δϕ as a function of antenna
resonance ν̄ant . The gray areas indicate the standard deviation 2σ. The solid red lines are fits to the coupled oscillator model.
(d) Deconvolution of the modeled dephasing time T̄ 2;vib ðνant Þ, into unperturbed dephasing time T 2;vib and coupling-induced population
−1
−1
decay time T κ , with T̄ −1
2;vib ¼ T 2;vib þ T κ .

monotonically by almost 2π across the tuning range of the
IR antennas [Fig. 4(c)].
We model the combined dynamics of antenna and
molecules as coupled harmonic oscillators, where the
effective amplitude of the IR antenna xant ðtÞ and the
molecular oscillators xvib ðtÞ is coupled by a phenomenological coupling constant κ:
ẍ ant þ 2=T 2;ant x_ ant þ ω2ant xant − κxvib ¼ qEin ðtÞ;

ð4Þ

ẍ vib þ 2=T 2;vib x_ vib þ ω2vib xvib − κxant ¼ 0:

ð5Þ

T 2;ant and T 2;vib and ωant and ωvib are the uncoupled
dephasing times and resonance frequencies, respectively,
and q describes the excitation strength of the IR antenna.
As is apparent from Eqs. (4) and (5), we assume that only
the IR antenna is excited by the incident field Ein , and the
molecular vibrations are only excited through the IR
antenna; i.e., we neglect direct tip-induced vibrational
excitation [20]. The phenomenological coupling constant
κ accounts for the combined effects of near-field and
radiative coupling [40].
Solving the coupled differential equations (4) and (5),
in the case of weak coupling, leads to eigenmodes with
new eigenfrequencies ω̄ant and ω̄vib , and modified dephasing times T̄ 2;ant and T̄ 2;vib , and yields the vibrational
amplitude ãvib and phase Δϕ. For the coupled vibrational
dephasing time T̄ 2;vib we find to a good approximation (for
results of the vibrational amplitude ã and phase Δϕ, see
Supplemental Material [39])

1
T̄ 2;vib

¼

κ2
ΔΓ
− 0 0
;
02
T 2;vib 4ωant ωvib Δω þ ΔΓ2
|ﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄ{zﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄﬄ}
1

ð6Þ

1=T κ

with ω02i ¼ ω2i − 1=T 22;i (i ¼ ant, vib) the redshifted nearfield resonance frequencies of the IR antenna and the
molecular oscillators [41–43], ΔΓ ¼ 1=T 2;vib − 1=T 2;ant
the difference in the dephasing rate, and the detuning
Δω0 ¼ ω0vib − ω0ant .
Equation (6) shows the effect of the coupling-induced
population decay time T κ , which accounts for damping of
the molecular vibrations through the IR antenna. In the bad
cavity regime, i.e., T 2;ant < T 2;vib , as is the case for our
experiments, T κ is positive, and polarization transfer from
the molecules toward the antenna dominates over the
reverse process [44].
We then use the model to simultaneously fit the antenna
resonance dependence of the measured vibrational dephasing time T̄ 2;vib , the vibrational amplitude ãvib , and phase
Δϕ, as shown in Figs. 4(a)–4(c). The model not only
captures the dip and spectral asymmetry in the dephasing
time T̄ 2;vib and the amplitude ãvib , but also describes the
phase variation Δϕ correctly. The reason for the 2π phase
change, rather than π as in case of a normal resonance, is
that the molecular vibrations not only emit to but are also
excited through the IR antenna. Notably, as the IR s-SNOM
tip is not taken into account in our model, the good
agreement between measurement and model supports the
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fact that the off-resonant coupling of the tip does not affect
the vibrational dynamics itself.
In Fig. 4(d) we show the deconvolution, i.e., the
individual contributions to the relaxation pathways of the
molecular excitations as extracted from the oscillator
model. For the uncoupled intrinsic vibrational dephasing
time T 2;vib , we find a value of ∼620 fs, mostly originating
from IVR dephasing, contributing to net absorption dissipated as heat. Yet, the antenna-coupled vibrational
dephasing time T̄ 2;vib varies between the off-resonant limit
given by T 2;vib ∼ 620 fs and a minimum of ∼300 fs for
resonant coupling. This is a manifestation of the couplinginduced modification of the vibrational relaxation time T κ
through the IR antenna, which over the tuning range of the
experiment varies between ∼1.5 ps and ∼550 fs. This
variation of the ratio of inherent nonradiative decay vs
coupling-induced population decay through the IR antenna
between 1∶3 and 1∶1 is consistent with the corresponding
normalized vibrational amplitude increase by a factor of ∼2
[see Fig. 4(b)]. Note that the amplitude enhancement factor
does not represent the Purcell factor, as observed s-SNOM
signals are already enhanced through the AFM tip and
convolved with different phase-sensitive contributions in
addition to the antenna-coupled rate enhancement of the
molecular spontaneous emission.
The spectral variation of the vibrational dephasing time is
a clear signature for a new relaxation pathway for the
molecular vibrations, with sub-picosecond unidirectional
coherent vibrational near-field energy transfer to the IR
antenna. Subsequently, the ratio of radiative and nonradiative relaxation pathways of the antenna determines the
fraction of vibrational energy dissipated as heat by Drude
damping or radiated to the far field [24,45]. As the intrinsic
lifetime for spontaneous emission of molecular vibrations is
as long as microseconds to milliseconds [26–29], the rate
enhancement of the spontaneous emission into the IR
antenna corresponds to a Purcell factor of >106 .
In summary, our results contribute to a deeper understanding of molecule-antenna coupling and associated
dynamics of competing relaxation pathways with immediate implications for analytical surface enhanced IR
absorption and ultrafast vibrational spectroscopy. They
further provide insight into the ultrafast time scales
underlying the formation of new hybrid IR vibrational
light-matter states [46]. Our findings enable a range of
applications, from molecular quantum optics with single IR
photon emitters to IR coherent control for novel forms of
vibrational photochemistry.
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