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Experimental determination of temperature-dependent electron-electron collision
frequency in isochorically heated warm dense gold
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A time and polarization resolved reflective interferometry measurement on femtosecond laser heated gold is
presented. We deduced the electron momentum damping frequency, the conduction electron density, and finally
the electron temperature in the 0.6–5 eV range in out of equilibrium, solid density warm dense gold. This
allows the experimental determination of the electron-electron collision frequency variation with the electron
temperature in warm dense matter conditions. The comparison with several models shows the importance of
properly taking into account the d-band electrons in noble metals.
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Ultrashort laser pulses (USLPs) allow us to bring solids
in out of equilibrium warm dense matter (WDM) conditions
and study them. Understanding the properties of such con-
ditions is essential in a wide variety of applications such
as femtomachining [1] and photoinduced phase transitions
[2], and presents also a fundamental interest. Indeed, WDM
presents unique properties due to the simultaneous high
electron temperature (close to the Fermi temperature) and
high ion-ion coupling. During USLP interaction with solids,
the laser energy is first deposited on electrons, leaving the
surrounding lattice at rest on a picosecond time scale. For
these reasons, knowledge of the electron properties in this
nonequilibrium regime is of prime importance since they drive
the laser energy absorption and conduction.

The necessity to accurately describe the energy density
in the irradiated matter has motivated a large number of
theoretical works, based on a continuous (fluid) approach [3],
a combined continuous and microscopic (fluid plus molecular
dynamics) model [4], and fully microscopic (Monte Carlo
plus molecular dynamics) methods [5]. A major parameter
entering in all these descriptions is the electron momentum
damping frequency, which depends both on electron-phonon
collisions and electron-electron collisions. Owing to the
relatively low lattice temperature, electron-phonon collisions
are correctly described by a theory that is valid between the
Debye temperature and the melting point [6], and depends
only weakly on the electron temperature. On the contrary,
the electron-electron collision frequency νee is still subject to
investigations when the electron temperature Te is close to the
Fermi temperature TF . In the framework of Landau’s theory
for Fermi liquids, for a free electron gas (FEG) in the low
temperature limit (Te � TF ) the electron-electron collision
integral can be solved analytically [7] and νee is proportional to
T 2

e . Usually, researchers use this low temperature dependence
to evaluate νee up to the Fermi temperature [3,8,9]. However,
there are two severe limitations in using this limit in WDM
conditions: (i) By numerical integration, it was shown that νee

deviates significantly from this scaling when Te approaches
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TF [10]. (ii) This scaling is established for FEG-like electrons
and could be inappropriate for many common materials, e.g.,
d-band metals. Very recently, two numerical papers [11,12]
have predicted an increase of the collision rate due to the
excitation of d-band electrons when Te ≈ 1 eV, and significant
deviation from the Fermi liquid T 2

e scaling. However, due
to the difficulty of probing the transient matter in WDM
conditions, experimental data allowing one to corroborate
these calculations is lacking.

Here, we report on a measurement of νee as a function
of Te in out of equilibrium warm and dense gold with Te

between 0.6 and 5 eV. Our data show that νee is one order
of magnitude higher than expected with s,p-band electrons
only, and increases linearly with Te. These results are in good
agreement with calculations which include scattering by d-
band electrons.

We realized a pump-probe frequency domain interfer-
ometry (FDI) [13] experiment at the CELIA Aurore laser
facility (800 nm, 30 fs, 6 mJ at 1 kHz repetition rate). The
experimental setup is described in Refs. [14,15]. By analyzing
the spectral interference pattern of two probe pulses reflecting
on a pumped target, we were able to retrieve simultaneously
the phase shift and the reflectivity variation compared to the
unheated sample with respectively 10 mrad and 1% accuracy,
for both S and P probe polarizations. Here, the reflectivity is
the field reflectivity, i.e., the square root of the usual energy
reflectivity. The target was a 300 nm thick gold layer deposited
on optical quality glass, refreshed for a kHz operation thanks
to a rotating target holder. A fine timing (within 50 fs) of the
delay line between the pump and the probe beams was realized
in a target area without gold coating by observing the ultrafast
change of the probe reflectivity induced by the pump beam at
the glass surface.

Our system was able to measure the reflectivity and
phase shift with a one-dimensional (1D) spatial resolution
of 5 μm. By characterizing the pump beam spot, we built
a correspondence between this spatial dimension and the
incident laser fluence, with space steps of 7 μm (slightly
greater than the imagery resolution). We checked the validity
of this approach by performing four sets of measurements
(0.3, 0.6, 1, and 3 J cm−2 at the center of the pump spot)
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FIG. 1. (Color online) Ratio rp/r2
s from the measured reflectivi-

ties in P and S polarizations as a function of time for a gold sample
irradiated at 0.6 and 3 J cm−2.

and by comparing the signals as a function of the incident
laser fluence obtained from each data set. Finally, we get the
reflectivity and phase shift at the sample surface as a function
of time, for pump fluences ranging from 0 to 3 J cm−2.

In order to consider only well defined density conditions,
we check that the sample is isochorically heated when probed.
To this end, we compare the measured reflectivities in S
and P polarizations. In previous works [14,15], we showed
that the sample surface is sharp enough to apply the Fresnel
laws of reflection when the ratio rp/r2

s = 1, where rs,p is
the reflectivity for the S and P components of a probe beam
reflecting on the surface at 45◦ incidence. The time evolution
of this ratio for our measurements at 0.6 and 3 J cm−2 pump
fluences is depicted in Fig. 1. The sample surface stays sharp
when heated by a 0.6 J cm−2 pump beam, but at 3 J cm−2 the
high electron pressure in the material causes a fast plasma
expansion which becomes significant on an optical probe
beam after 200 fs. In our experiment, the threshold fluence
for triggering this plasma expansion was 1.3 ± 0.2 J cm−2. In
the following, we will consider only the measurements made
100 fs after the pump pulse. This time is short enough to
ensure that we probe a solid density material, even for the
highest pump fluence. The results for the S polarization as a
function of the heating fluence are depicted in Fig. 2. The short
probing time calls for a comment about the thermalization of
the electron population. In gold, a thermalization time as long
as 1 ps has been observed [16] after a low level of energy
excitation. However, this time decreases very quickly with
the increase of excitation (i.e., the final electron temperature
reached after thermalization) and 100 fs is the expected
thermalization time for a 0.43 eV electron population [11]. As
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FIG. 2. (Color online) Reflectivity and phase shift in S polariza-
tion relative to the cold values, measured 100 fs after heating, as a
function of the heating laser fluence.
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FIG. 3. (Color online) Conduction electron density and collision
frequency deduced from the data of Fig. 2.

a consequence, in the following we will consider the electron
population as thermalized if its corresponding temperature is
higher than this value.

Since Fresnel relations are relevant at our probing time,
we applied them to our measurements in order to extract the
dielectric function ε for 800 nm light [15], and we retrieve
the electron population parameters by using a Drude model,
relevant in gold for near infrared light both at room temperature
[17] and in WDM conditions [18], according to

ε = ε∞ − nee
2

ε0m∗
1

ω2 − iνeω
. (1)

The second term on the right-hand side of Eq. (1) is the Drude
term, describing the response of the conduction (s,p-band)
electrons. The d-band electrons do not contribute directly
to this term due to their low mobility [12]. In this term,
ω = 2.35 rad fs−1 is the probe laser pulsation, ne the density of
conduction electrons, m∗ their effective mass (equal to the free
electron mass in gold [17]), and νe their momentum damping
rate, or collision frequency. ε∞ is the core polarization term,
different from 1 in noble metals due to the shallow d orbitals.
For gold, values varying between 5.4 and 9 are reported in
the literature [17]. Noting that in gold at room temperature,
εcold = −26.15 − 1.85i [19], and there is one electron per
atom in the s,p band so ne,cold = 5.9 × 1022 cm−3, this fixes
the two last values in Eq. (1) at room temperature: νe,cold =
0.129 fs−1 and ε∞ = 7.6. By keeping ε∞ and m∗ constant in
WDM conditions we can then deduce the conduction electron
density and collision frequency from the measured dielectric
function (see Fig. 3). In this figure, the conduction electron
density is in units of ne,cold. Since the mass density of the
sample is the same as in unheated gold, the plotted density is
also the number of conduction electrons per atom, Zeff. The
propagation of experimental uncertainty leads to typical ±8%
and ±30% error bars, respectively, on Zeff and νe.

The conduction electron density increases for laser fluences
higher than 0.2 J cm−2. Indeed, when Te becomes high enough,
the region of the electron density of states (DOS) affected
by thermal excitations reaches the shallow d band [20].
As a consequence, Zeff becomes greater than one due to
promotions from d to s,p bands. Note that ε∞ is expected to
be proportional to the number of d-band electrons and should
be modified accordingly with Zeff. Since the determination
of Zeff depends on the value of ε∞, a consistent resolution
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could be done recursively. However, such a correction leads
to a negligible modification of the extracted values plotted in
Fig. 3 compared to the experimental uncertainty. The observed
thermal excitation from d to s,p bands allows us to infer Te

from the measured Zeff, and to express the collision frequency
as a function of the WDM state parameters rather than the
conditions of a specific experiment. To this end, we calculated
the electron temperature-dependent DOS [21] by using the
ab initio ABINIT code [22] with a projected augmented wave
(PAW) pseudopotential, for Te up to 6 eV. We consider only the
11 valence electrons, assuming that the core electrons are not
excited in the conditions of our experiment. In noble metals,
the energy of d-band states lies between two boundaries
Emin and Emax, whereas the energy E of the conduction
electrons corresponds to E < Emin and E > Emax [23]. For
each calculated Te-dependent DOS, Emax is easily visible since
it corresponds to a sharp feature, and Emin is determined by
stating that 10 states per atom lie between Emin and Emax [see
Fig. 4(a)]. From the DOS g and the electron occupation Fermi
function f , the number of electrons per atom in the d-band nd

and Zeff are then respectively determined by

nd =
∫ Emax

Emin

f (E)g(E)dE and Zeff = 11 − nd. (2)

The chemical potential involved in f is determined by the total
number of occupied states,

∫
fg = 11. As shown in Fig. 4(b),

Zeff > 1 for Te > 0.5 eV. For lower Te, there is no thermal
excitation of d-band electrons and Zeff = 1, as measured for
laser fluences lower than 0.2 J cm−2. As a consequence, there
is an unique relation between the electron temperature reached
in our experiment and the measured electron density of Fig. 3
if this one is greater than ne,cold. Accordingly, the electron
temperature measurable in our experiment varies with the laser
fluence between 0.6 and 4.9 eV.
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FIG. 4. (Color online) (a) Electron DOS for Te = 3 eV (black
dashed-dotted line), Fermi occupation function (blue dashed line),
and occupied electron DOS (red solid line). The area of the hatched
zones is the number of conduction electrons per atom. The energy
origin is the Fermi energy of cold gold, and μ is the chemical potential
for Te = 3 eV. (b) Number of conduction electrons per atom Zeff, as
a function of Te.

TABLE I. Electron temperature, conduction electron density,
number of conduction electrons per atom, and collision frequency
deduced from the data of Fig. 2. Te is deduced from Zeff according to
Fig. 4(b).

Te (eV) ne (1022 cm−3) Zeff (e/atom) νe (fs−1)

0.63 6.27 1.06 0.5
0.76 6.49 1.10 0.6
0.89 6.75 1.14 0.8
1.2 7.34 1.24 1.0
1.4 7.86 1.33 1.2
1.9 9.05 1.53 1.6
2.4 10.2 1.72 2.1
2.7 10.6 1.80 2.3
3.4 12.3 2.09 2.9
4.5 14.3 2.43 3.8
4.9 15.2 2.58 4.2

The above calculation relies on two assumptions. First, we
assume that the electron population is thermalized. As stressed
previously, this is fulfilled at the probing time (100 fs) for
the accessible range of Te. Second, our ABINIT calculation
assumes that the ions are in their perfect crystal positions,
meaning at least that the lattice is not melted at the probing
time. We evaluate the lattice temperature Tl at this time with
a two-temperature model (TTM) [24], after an instantaneous
increase of Te. In the TTM, we use the Te-dependent specific
heat of electrons and electron-ion coupling parameter derived
from our ABINIT calculation in the same way as described in
Ref. [25], and the ion specific heat is taken to be that of the
lattice at a constant value of 2.49 × 106 J/m3 K [26]. For the
highest laser fluence used in our experiment, Te = 4.9 eV and
Tl = 880 K after 100 fs. This is much lower than the melting
temperature Tm = 1337 K of gold at solid density, which
justifies the assumption of a solid structure. Table I summarizes
the electron temperature values deduced from the experiment,
as well as the other electron parameters characterizing the
WDM state.

The collision frequency νe varies linearly with Te in
the range Te = 0.6–5 eV (see Fig. 5). νe includes both
electron-electron (νee) and electron-phonon (νph) collisions.
The electron-phonon contribution can be calculated [27] by

νph = ks

2πε0

e2kBTl

�2vF

, (3)

with vF = �(3π2ne)1/3/me the Fermi velocity. At room tem-
perature, the electron-electron contribution to νe is negligible
[23], and we fix the proportionality constant ks = 1.05 × 1015

to get the collision frequency determined above, νph,cold =
νe,cold = 0.129 × 1015 s−1. The values of νph corresponding
to our experiment, with Tl calculated by the TTM as described
above, are much lower than the measured damping rate (see
Fig. 5), confirming that in our out of equilibrium conditions
with high Te, the main contribution is due to electron-electron
collisions.

In order to investigate the respective contributions of
conduction and d electrons, we evaluate first the scattering
rate of one electron with energy E by the conduction electrons
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FIG. 5. (Color online) Measured electron damping rate as a
function of Te (blue experimental points), and the contributions from
collision with phonons (νph) and electrons in the conduction band
(νc

ee). The sum of both contributions is depicted in the red dashed
line. Also plotted are the collision frequencies due to the phonons
and d-band electrons according to our simple model (solid line), and
due to phonons and electrons according to the Petrov et al. calculation
[12].

only in a noble metal [28,29]:

νE = mee
4

64π3�3ε2
0 (ε∞ − 1)2E

3/2
s μ1/2

×
[

2
√

Esμ

4Es + μ
+ arctan

√
4μ

Es

]
(E − μ)2, (4)

where Es = �
2q2

s /2me, qs is the Thomas-Fermi wave vector,
and μ the chemical potential. For an electron population
following a Fermi distribution f , the electron momentum
damping rate is [30]

νc
ee = Aumk

∫
νEf (1 − f )∫
f (1 − f )

, (5)

where Aumk = 0.35 is the ratio of umklapp processes, which
actually contribute to the momentum damping rate, over the
total electron-electron collisions [31]. νc

ee and the correspond-
ing total damping rate νc

ee + νph are plotted in Fig. 5. νc
ee

is more that one order of magnitude lower than νe. This

demonstrates that the electron-electron collisions between
conduction electrons only are negligible.

We use a simple model to evaluate the effect of d-band
electrons. Due to the Pauli exclusion principle, a scattering
event e1 + e2 → e∗

1 + e∗
2 is allowed only if there is some

available volume respecting the conservation laws in the phase
space for the scattered particles e∗

1 and e∗
2. Assuming the

matrix element of the screened Coulomb potential between
both electrons is constant, in a Fermi liquid with a temperature
Te the scattering probability is thus proportional to the number
of electrons e2 in the volume of phase space of extension kBTe

around the chemical potential, times the volume available for
e∗

2 [23]. Both volumes are of the order of g(μ)kBTe, with
g(μ) the electron DOS at the chemical potential, so νc

ee ≈
A[g(μ)kBTe]2. By comparing numerically this expression with
Eq. (5) for the conduction electrons of gold with a free
electron gas DOS, we found A to be almost constant when Te

varies, A = 0.36 fs−1/(e/atom)2. At low temperature, there
is no d-band excitation, thus there is no room for d-electron
scattering. However, when Te increases, this scattering process
is allowed. The number of scattering electrons e2 is taken
equal to nd = 11 − Zeff, and the number of free space for e∗

2
is (10 − nd ). As a consequence, νd

ee(fs−1) = 0.36nd (10 − nd )
for scattering by d-band electrons. Despite its simplicity, this
model is in remarkable agreement with the experiment, as
shown in Fig. 5 where νd

ee + νph is plotted. This shows the
essential role of scattering by d-band electrons in noble metals
at WDM conditions. This is also confirmed by the more
detailed calculation of Petrov et al. [12], which takes into
account both the conduction and the d-band electrons and
is also in very good agreement with our measurements (see
Fig. 5).

In conclusion, we have measured the conduction electron
collision rate in warm dense gold at solid density, as a
function of the electron temperature in the range 0.6–5 eV.
Our results show unambiguously the importance of properly
taking into account the scattering by d-band electrons in
this regime. Furthermore, the method exposed in this Rapid
Communication to infer the electron temperature is a simple
and powerful basis for future studies on thermal transport and
thermal equilibration in WDM conditions.
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