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Role of microscopic coherent force and hot-carrier cooling in photoinduced
phase transition for chalcogenide phase-change materials
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The nonequilibrium ultrafast carrier dynamics of the photoinduced phase transition in chalcogenide phase-
change material (rocksalt Ge-Sb-Te) has been investigated via real-time time-dependent density-functional
theory, reproducing experimental observations of subpicosecond timescales and electronic diffraction. We de-
velop a picture of the photocarrier distribution in momentum and real space dependent on the laser external field,
revealing that thermal and coherent phonons contend to modulate the crystalline order. Localized coherent Peierls
suppression intensifies with electronic excitation, and ultrafast dissipation of antibonding electrons near the
Fermi surface incubates Lindemann particles. Full-domain hot-carrier excitation upon intense photon scattering
cools and participates in the self-amplified growth of molten particles, followed by a sustained nonradiative
recombination of photoelectron and photogenerated hole pairs. These findings present a comprehensive and
definitive energy landscape for the nonequilibrium phase engineering in chalcogenide phase-change materials.
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I. INTRODUCTION

The decoupling of lasers from multiple degrees of freedom
(photon-exciton, photon-phonon, photon-electron, photon-
magneton, etc.) in solid matter is seen as one of the principal
scientific concerns in the condensed matter discipline [1–5].
Modulating shorter pulse widths in laser perturbation strate-
gies such as ultrafast spectroscopy, ultrafast electron, and
x-ray diffraction techniques provides a good update to our
comprehension of electron and phonon dynamics in photoex-
cited materials, with easily obtainable temporal resolutions
on the tens of femtoseconds scale [6–9]. Ultrashort laser
pulses are capable of generating far-from-equilibrium en-
ergy distributions with respect to degrees of freedom, leading
to the detection of invisible orders that are not accessible
in thermal equilibrium for many purposes, such as pho-
toinduced superconductivity [10,11], charge-density waves
[12,13], and ferroelectric-ferromagnetic phases [14,15]. Many
of these processes can be described as transient corrections
to the free energy landscape elicited by the redistribution
of the quasiparticle population, dynamical corrections to
the coupling strengths, and resonance-driven dynamics of
the lattice. Ultrafast electron and x-ray diffraction show
sensitivity to atomic-scale and femtosecond time-resolved
structures, allowing averaged measurements over many unit
cells [16–18], whereas time-domain theoretical schemes for
lasers are capable of providing microscopic insights into the
order-to-disorder phases engineered in ultrafast experiments
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for a deeper comprehension of photoinduced quantum states
[19–24].

Chalcogenide phase-change materials (PCMs) are desig-
nated as candidates for all-optical integrated memory, where
distinct resistive states and optical reflectivity contrasts result-
ing from laser pulses or electrical heating are mandatory for
encoding in the phase-change memory process [25–28]. Of
these, the most prototypical PCMs belong to the pseudobinary
line of GeTe and Sb2Te3, Ge2Sb2Te5 (GST-225), inherently
IV–VI compounds, whose electronic structure is featured by
the alignment of p-type bonds in the crystalline state [29–32].
Photodoping of p-type bonds involves two mutually coherent
intrinsic stabilization mechanisms—resonant bond electronic
dissipation and Peierls suppression distortion—whereas the
physical origin of this steered ordered-disordered phase tran-
sition is currently the focus of a fascinating debate. Li et al.
pioneered the removal of electrons from the high valence band
state into a uniformly distributed electron gas background,
enacting the GST-225 solid-solid amorphous phase transi-
tion [33]. Waldecker et al. observed a 30% shrinkage of the
dielectric constant within 100 fs from ultrafast spectroscopy,
without disturbing the crystalline order of GST-225 [34]. Un-
til recently, Qi et al. verified the ultrafast laser-controlled
localized structural change of the GST-225 unit cell from
rhombohedral to cubic geometry within 0.3 ps. Experimen-
tally, they screened the ultrafast diffraction information of
localized structures using ultrafast electron diffraction probes,
and observed the intensity decay with laser fluence in the
time domain. Moreover, they described theoretical aspects of
excited states by locking in the electronic population, stating
the coherent phonon-mediated structural transient response
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FIG. 1. Laser-illuminated microstructural characterization of
GST-225. (a) rt-TDDFT simulation predicts the dynamic evolution
of the diffracted intensity following valence electronic excitation,
comparison of the simulated (solid line) with the experimental (dot
line) data, at 500 nm and 2300 nm laser radiation, respectively.
(b) The defined degree of Peierls distortion follows a range of laser
external potentials. Here, the derived Peierls distortion is organized
as the ratio of the long versus short bond lengths within a linear
triatomic chain in the confined angle (∼180◦).

[35]. Nevertheless, the transient occupation of electrons is
incapable of time-dependent evolution of the photocarrier en-
ergy landscape, with speculative implications for the carrier
relaxation dynamics during laser decoherence, as the electrons
are constrained at the bottom of the conduction band at all
times.

II. RESULTS

In this contribution, we employ real-time time-dependent
density-functional theory (rt-TDDFT) to see the accurate re-
population landscape of photoexcited carriers in a prototype
of GST-225, and restore the detailed equilibrium cooling pro-
cess of extremely hot carriers via the introduced Boltzmann
factor in all realistic ultrafast light-field illuminations (Ap-
pendix A). The metastable rocksalt GST-225 is commonly
associated with bonding dynamics discrepancies dominated
by Peierls distortion, i.e., an average distribution of long
and short bonds organized in a localized structural motif.
Such phenomena are rationalized by the half-filled electron-
deficient p orbitals of resonance bonds. Depending on the
defects and atomic proportions, one constructs an average
rocksalt GST-225 lattice with anions fully occupied by Te
atoms and cation sites randomly dominated by Ge (40%),
Sb (40%), and vacancies (20%) based on the experimental
data [36]. For the purpose of clarifying the physical mecha-
nism of photoinduced phase transition, we first compare the
diffraction findings of atomic dynamics upon ultrashort pulse
excitation from two laser wavelengths according to ultrafast
experiments [35]. Following the dynamical trajectory, with the
initial lattice being in ambient equilibrium, we calculate the
diffraction intensity [Fig. 1(a)] according to the Debye-Waller
formula, I (t ) = exp[−Q2〈u2(t )〉/3], where Q is the vector of
reciprocal lattices corresponding to the x-ray reflection peaks,
and 〈u2(t )〉 refers to the square of the root-mean-square dis-
placement (RMSD) across all atoms (Appendix B, Fig. 5).
The calculated data possess comparable agreement with the

experimental ones, which assists in backing up the reliability
of the theoretical simulations.

Moreover, we track the dynamical picture of linear tri-
atomic chains (Te-Ge-Te, Te-Sb-Te) at the same wavelength
laser with different electronic excitations by tuning the laser
external field, as shown in Fig. 1(b). Herein, the degree of
Peierls distortion (Appendix C, Fig. 6) is specified as the
linear angle (∼180◦) of triatomic bonding, where any long and
short bonds collected are divided equally, i.e.,

∑
x̄i/

∑
x̄ j ,

where xi and x j refer to long and short bond length, re-
spectively. As the ratio gets close to 1, the localized Peierls
distortion is attenuated, and vice versa, enhanced. One finds
that the local structural motifs manifest ultrafast coherent
Peierls-suppressed motions, and the degree of suppression is
rather dependent on the electronic excitation. It follows that
the laser wavelength resource and its varying laser fluence ex-
ert a dominant role on the dynamical behavior of photodoped
GST-225.

III. DISCUSSION

We employ rt-TDDFT of the linear Hamiltonian im-
plemented in the code PWmat [37–40] to mimic a real
ultrafast laser, which is represented by the outer laser
electric field combined with the Gaussian shape: Et =
Eo cos(ωt ) exp[−(t − to)2/(2σ 2)] [41–46], where Eo is the
amplitude of the electric field, to = 60 fs, the pulse width,√

2σ = 35 fs, and the photon energy hω = 2.48, 1.55 eV de-
note the 500 nm and 800 nm optically pumped pulses utilized
in the experiment [34,35], respectively. Depending on the
500 nm laser tuned Eo = 0.35, 0.55, 0.75, 0.95 hartrees/bohr,
the valence electrons are vertically excited on the order of
about 1.86%, 4.13%, 6.78%, and 9.39% over a duration of
200 fs, as shown in Fig. 2(a). The calculation of the photocar-
rier in reciprocal space shows that short-pulse laser pumping
enables deep excitation extending from the Fermi surface to
the valence energy level, followed by repopulation to reside
in an energy landscape with a broader conduction band, where
the laser amplitude Eo ranges from 0.35 to 0.95 hartrees/bohr
[Figs. 2(b)–2(e)]. The calculation of real space [Fig. 2(f)] fur-
ther specifies the photoelectron distribution. These electrons
are generated in a polarized distribution always on one side of
the atom, the reason being that the average rocksalt GST-225
lattice suffers from localized Peierls distortions, whereas the
A1g phonon oscillations trap the atomic force to suppress the
distortion along the 〈111〉 directions. In the photoexcitation
event, the electron polarization releases the coherent force
of the inverse A1g motion, and the initial motion resonates
with the A1g phonon, the force of which is amplified as
the external field increases. Moreover, these atomic forces
operating on the heteropolar bonds diminish as the photo-
electron and photogenerated hole pairs sustain recombination
(Appendix C, Fig. 7). In combination with the evaluation of
the constrained-occupation DFT [22,47], these inconsistent
motions are attributable to the asymmetric morphing of the
potential energy surface (PES) (Appendix D, Fig. 8) upon
excitation of various phonon modes.

To examine the role of coherent versus thermal motion
upon excitation, one can consider the fast Fourier transforms
(FFT) of the localized Ge-Te bond lengths at temperatures
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FIG. 2. Insights into real and reciprocal space for photoexcited carriers. (a) The shape of the external electric field applied to the GST,
with laser intensity Eo = 0.35 to 0.95 hartrees/bohr. The number of excited electrons and the percentage depend on the laser pulse during the
photoexcitation from the valence band to the conduction band. (b)–(e) Distributions of photoelectrons (shaded in orange) and photogenerated
holes (shaded in violet) excited in the corresponding laser external field for a laser duration of 100 fs. (f) The real-space distribution of
photoexcited electrons to empty bands above the Fermi level at the end of the laser pulse (∼120 fs), modulated by each laser amplitude (0.35–
0.95 hartrees/bohr). The photocarrier density maps allow for calculations following ρ(excited state) − ρ(ground state). (g)–(i) Comparison
of fast Fourier transforms of temperature-dependent localized Ge-Te bond lengths over time evolution with consistent laser amplitude. Here,
we perform thermal equilibrium molecular dynamics for 3 ps at the corresponding temperatures (1 K, 100 K, 300 K) for the fully relaxed
structures according to the NVE ensemble scheme, with the resulting structures serving as inputs to rt-TDDFT afterward.

of 1, 100, and 300 K upon consistent electronic excitation
states, as shown in Figs. 2(g)–2(i). It can be seen that, at very
low temperature, FFT signals consist of a single broad feature
[Fig. 2(g)], while at 100 K and 300 K, the strength gradually
weakens and transforms into double peaks [Fig. 2(h)] till it
shifts from a ridgelike shape to a flat slopelike one [Fig. 2(i)].
Instead, when we turn to consider the lattice temperature con-
sistency, it seems clear that the increased electronic excitation
contributes to a consistent reinforcement of the local coher-
ent motion amplitude (Appendix D, Fig. 9). Hence, coherent
phonons are expected to compete and associate with thermal
phonons in triggering photoexcitation.

The crystal orbital Hamiltonian population (COHP) analy-
sis allows for the quantitative measurement of bond strength
in crystalline structure (by means of −COHP values), where
positive and negative signs refer to bonding and antibond-
ing states, respectively. Then, we analyze the COHP of
the ground-state rocksalt GST-225, which, as evident from

Fig. 3(a), has a small distribution of antibonding states in
the shallow (−2 to 0 eV) region of the valence band, derived
either from Ge-Te or Sb-Te bonds. We observe in both theoret-
ical modeling and electron diffraction experiments [Fig. 1(a)]
that the diffraction decay at 2300 nm (visible to the naked eye)
is faster than that at 500 nm for almost the same amount of va-
lence electron excitation depending on the extrapolation of the
electron-hole plasma density (Appendix B), which motivates
us to explore the lattice disorder in the photoinduced amor-
phization of GST via employing different laser resources,
albeit keeping the same electronic excitation ratio. Accord-
ingly, one explores the state distributions of photoelectrons
and photogenerated holes at the same electronic excitations
(∼9% of the outer valence electrons) of 500 nm [Fig. 3(b)]
and 800 nm [Fig. 3(c)]. We stress that the 800 nm femtosec-
ond laser has been used rationally in the GST nonthermal
phase transition during photoinduced amorphization and is an
available laser resource for GST ultrafast experiments [34].
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FIG. 3. Photoexcited amorphization of rocksalt GST-225.
(a) The −COHP plot of the average value of Ge-Te and Sb-Te bond
interactions. (b)–(d) Distribution of photoexcited electrons and holes
at the same high electronic excitation content by 500, 800 nm pulsed
laser as well as by manually excited case. The manual scheme means
that the electrons at the top of the valence band are mechanically
moved to occupy the bottom of the conduction band in the same
proportion as the pulsed optical excitation. These electrons are
fixed at the bottom of the conduction band without participating
in time-domain evolution of the hot-carrier cooling process. (e)
Simulation-predicted atomic RMSD as a function of time upon
photoexcitation. The dashed line represents the Lindemann criterion,
i.e., rc = 0.45 Å [15% of the average rocksalt GST-225 (3 Å)].
(f) Percentage of Lindemann particles produced over time for
intense excitation at 500 nm (0.95 hartrees/bohr), 800 nm (1.30
hartrees/bohr) ultrafast lasers and manual excitation. The growth
rate of Lindemann particles occurs for the three strong excitations
of interest as, manually excited faster, followed by 800 nm laser
irradiation and relatively slower by 500 nm irradiation.

Moreover, about 9% of the valence electrons are needed to be
excited to render the crystalline phase disordered, whereas the
2300 nm laser has a very small single-photon energy (hω =
0.54 eV) and a larger laser amplitude is needed for a strong
excitation, which makes the computational process tough.
This situation, however, can be solved by taking amplitude
values of 0.95 hartrees/bohr and 1.30 hartrees/bohr at 500 nm
and 800 nm wavelengths, respectively, to achieve the same
percentage of electronic excitation (Appendix E, Fig. 10). One
can see that the short-wavelength excitation possesses a wide
hot-carrier energy range as compared to the long-wavelength
one, provided that both photon energies are above energy
gap, whereas the latter prefers to pump more centrally the
antibonding electrons in the Fermi surface over the former,
which is eventually reflected as a saturated excitation of the
photogenerated hole numbers (Appendix E, Fig. 11). Further,
we employ a manual excitation scheme [33] to consider the
electronic excitation scenario on the limit. One can see that
the manual excitation maps out a more localized landscape
of photoinduced electrons and holes, with this supposedly
generating atomic driving forces to stretch the nonhomopolar
bonds, lowering the free energy of the excited system. In-
tense excitation evidences a reserve of sufficient momentum
[Fig. 2(f)] as well as a lower barrier (Appendix D, Fig. 8)
implying the beginning of the photoinduced glassy state.

Regarding solids, the Lindemann criterion says that crys-
tals liquify as the amplitude of the atomic thermal vibrations

exceeds 15% of interatomic spacing [48,49]. We record the
root-mean-square displacements with so-called Lindemann
particles as a criterion for labeling the appearance of molten
particles. Here, on the premise of including electronic excita-
tion consistent with the manual scheme, one can observe that
the longer pulsed lasers steer the long-range disordering pro-
cess faster as the earliest Lindemann criterion is reached and
the fastest expansion of its atomic diffusion displacement is
achieved, as shown in Fig. 3(e). Moreover, the growth of such
Lindemann particles on finer timescales, as shown in Fig. 3(f),
manifests itself in a nucleation-like disordered state of atomic
clusters in three excitations (500 nm, 800 nm, and the man-
ual scheme). Evidently, the dynamics of the phase transition
induced in the nonthermal channel is distinct from the homo-
geneous melting mechanism of the thermally induced phase
transition. Hence, ultrafast dissipation of electrons from the
antibonding states of resonance bonds greatly contributes to
photoamorphization.

The dominant procedure is carrier relaxation to lower
energy states within the conduction band provided that the
excited electrons mainly occupy the higher energy states [50].
Description of the cooling of extremely hot carriers is in-
frequently a theoretical exercise, as most of the rt-TDDFT
simulations are able to describe only the instantaneous
dynamics of the excited system following photoexcitation
[51,52]. In our concern, we introduce a Boltzmann factor
τ for including hot-carrier cooling effects, which restores
the detailed balance with respect to the various electronic
state transitions and thus correctly treats the cooling events.
Figures 4(a)–4(e) show the dynamic evolution of excited elec-
trons and holes upon 500 nm pulsed laser excitation over
the longer times considered. One can see that the excited
hot electrons occur in band nonradiative recombination over
a duration of 300 to 1800 fs, a multilevel carrier dynami-
cal process. Considering the energy conversion perspective,
atomic potential energy follows the total energy during the
initial excitation of 120 fs showing a simultaneous ele-
vated Gaussian envelope evolution, as depicted in the inset
miniplot of Fig. 4(f). The atomic kinetic energy stays low
during this period, indicative of electron-electron interplays
rather than phonon-assisted processes, a reminiscence of the
incomplete attainment of the Lindemann criterion for the
lattice.

A simultaneous increment in atomic kinetic energy ac-
companies the energy transfer from hot-carrier cooling to
the lattice subsystem. The higher the photocarrier density,
the quicker the induced modulation of the electronic struc-
ture, thereby contributing to the electron-phonon coupling
for stronger phonon excitations. It can reshape PES, allow-
ing metallization and elimination of crystalline memory in a
timescale comparable to that of purely electronic processes.
We follow the evolution of Lindemann particles during the
cooling of hot carriers. A comprehensive search of sev-
eral dynamical trajectories of the evolution shows that the
molten particles are randomly distributed inside the lattice,
as shown in Fig. 4(g). Following the hot-carrier cooling,
these Lindemann particles connect neighboring networks to
form distorted atomic groups, contributing to the ultrafast
formation of the chalcogenide glassy state. Differing from
the potential-induced “rattling” model [53], orbital-selective
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FIG. 4. Photoexcited hot-carrier cooling event in rocksalt GST-225. (a)–(e) Nonradiative recombination landscape of photoexcited
electrons and photogenerated holes in tracked dynamical trajectories. (f) Regarding the total energy, potential energy, and dynamic energy
conversion images of the system following photoexcitation over a longer period of time as the hot carriers cool. (g) Snapshots of atomic
displacements observed along the [001] direction at 100, 400, 800, and 1200 fs after photoexcitation. The Lindemann particles with activity
radii exceeding 0.45 Å are color-coded in blue.

hopping of electrons [54], carrier multiplication [50], and
thermally induced phase transitions [55], ultrafast dissipation
of antibonded electrons establishes a dynamical coupling with
the phase engineering of ordered to disordered nonequilib-
rium states.

IV. CONCLUSIONS

In summary, we investigate the multilevel optical excitation
dynamics of the rocksalt GST-225 lattice intertwined with
nonequilibrium states using state-of-the-art time-dependent
density-functional theory. Without any a priori hypothe-
sis, we reproduce the diffraction data from 500 nm and
2300 nm short-pulse lasers with the respective fluences. Lo-
cally microscopic A1g coherence forces suppress the coherent
Peierls distortion ultrafast upon laser amplitude elevation.
Following the scenario, we focus on the strong depen-
dence of the photoinduced amorphization process upon the
same electronic excitation subjected to changing laser wave-
lengths, with longer-wavelength lasers leading to localized
volumes catering to the Lindemann criterion faster as com-
pared to shorter-wavelength ones. The extreme hot-carrier
cooling is followed by the nonradiative recombination of
photoelectrons with photogenerated holes, and atomic en-
ergy conversion expresses a switch from purely electronic
processes to electron-phonon interactions, in which localized
Lindemann displacements disturb the crystalline order of the
neighboring network. We anticipate that this work serves as
a guiding principle in locating other photoinduced states by
identifying the general character of the Peierls distortion with
the loss of resonance bonds, connecting between equilibrium
fluctuations and out-of-equilibrium ordering.
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APPENDIX A: THEORETICAL APPROACH
TO THE rt-TDDFT OF THE LINEAR HAMILTONIAN

WITH BOLTZMANN FACTOR

We perform the ab-initio-MD and rt-TDDFT simulations
based on the norm-conserving pseudopotentials and PBE
exchange-correlation functional, which is implemented in the
code PWmat. In the rt-TDDFT simulations, we employ a
194-atom supercell containing 43 germanium, 43 antimony,
and 108 tellurium atoms for GST-225 with Brillouin zone
integrations at the � point. The plane-wave energy cutoff is
50 Ry. The coupling among the atomic and electronic mo-
tions is modulated by the Ehrenfest approximation. The time
step we adopt for the rt-TDDFT simulation (0.1 fs) is much
larger than that of the conventional TDDFT (subattosecond)
[56–59].

In the case of rt-TDDFT MD, the time-dependent Kohn-
Sham single-particle equation is

i
∂ψi(t )

∂t
= H[ρ(t )]ψi(t ), (A1)
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where ψi(t ) refers to the time-dependent single-particle wave
function of index i, with ρ(t ) being the time-dependent charge
density. ρ(t ) is available from ψi(t ) and then

ρ(t ) =
∑

i

Oi(t )|ψi(t )|2, (A2)

in which Oi(t ) is the occupancy of electrons on state ψi(t ).
The ionic positions Rk (t ) (k represents the atom index) are
taken into account by the Hamiltonian equation via the
Coulombic interaction from the nucleus to the electrons,
whereas the motion of Rk (t ) is generalized via Newton’s sec-
ond law using the ab initio force Fk (t ) and the ionic mass

Mk (t )d2Rk (t )

dt2
= Fk (t )/Mk (t ). (A3)

The instantaneous approximation given by the TDDFT
method is conditioned on the fact that H[ρ(t )] follows the
traditional interpretation of the exchange-correlation func-
tion. The solution of Eq. (A1) is commonly integrated by
the formula ψ j (t + 	t ) = exp[(−iH	t )ψ j (t )], for which a
time step 	t is desired that satisfies |H	t |, yielding an effec-
tive 	t � 1 as (since the Hamiltonian energy spectrum of the
plane-wave basis set is typically larger than 102 eV).

To tackle the bilateral challenges of high time step count
and heavy computational cost imposed by the traditional rt-
TDDFT algorithm, the time-dependent wave function ψi(t )
is developed into an adiabatic eigenstate φi(t ) that simplifies
favorably in time,

ψi(t ) =
∑

l

Ci,l (t )φl (t ), (A4)

H (t )φl (t ) ≡ εi(t )φl (t ), (A5)

where H (t ) ≡ H (t, R(t ), ρ(t )); ρ(t ) and R(t ) represent the
charge density and the nuclear position, respectively. Combin-
ing Eqs. (A4) and (A5) followed by substitution into Eq. (A1)
leads to

ih
∂

∂t
Ċi,l (t ) =

∑
j

[Ci, j (t )Hl, j (t )]. (A6)

In Eq. (A6), the Hamiltonian H (t ) at t1 and t2 can be expressed
as a linear relationship over time. To refine, as regards a time
interval [t1, t1 + 	t], the eigenstates at t1 [ψl (t1)] are treated
as extensions to the basis set of the Hamiltonian equation.
Instead of the Hamiltonian at t1 containing the diagonal term
{ε1(t1)}, it is diagonal at the basis set {ψl (t1 + 	t} of t1 + 	t .
one can assume that the Hamiltonian acts in a linear fashion
on [t1, t2]. For any t ∈ [t1, t2],

H (t ) = H (t1) + (t − t1)

	t
[H (t1 + 	t ) − H (t1)]. (A7)

In the adiabatic eigenstate basis set, the linear approxima-
tion of the Hamiltonian then serves as a good flavor of the
real H (t ) (	t � 0.2 fs), which is several orders of magnitude
longer than the time step 1 as in the conventional rt-TDDFT.
Trying to solve Eq. (A6) within [t1, t1 + 	t] involves integrat-
ing in multiple steps with smaller dt in [t1, t1 + 	t] (here, dt =
10−1 to 100 as). Notably, rather than solving {φl (t ), εl (t )}
directly from H (t )φl (t ) ≡ εi(t )φl (t ), one generates H (t )
according to Eq. (A7), followed by diagonalizing it under a

small basis set of {φl t1}. The production and diagonalization
of the M × M matrix H (t ) (M refers to the number of adia-
batic states) consumes only a short time [Eq. (A7)].

To overcome the imbalance of the original rt-TDDFT
evolution in describing the hot-carrier cooling process, the
adiabatic states are used to extend the wave function. Specif-
ically, the charge flow correlation between adiabatic states
i and i′ first needs to be determined. which is described as
follows:

T (i, i′, t ) = −2
N∑

j=1

Re{iC∗
j,i(t )Vi,i′ (t )Cj,i′ (t )}. (A8)

Here, Cj,i refers to the wave function expansion coefficients.
The charge flow comes from all wave functions ψ j (t ) instead
of any of them. T (i, i′, t ) represents the charge flow from the
adiabatic state i′ to the adiabatic state i. T (i, i′, t ) is constant
under the unitary rotation of the subspace to which ψ j (t )
belongs, and there is T (i, i′, t ) = −T (i, i′, t ). Regarding the
decoherence effect, it is necessary to define the time-averaged
T (i, i′, t ) as

I (i, i′, t ) = 1

τi,i′

∫ ∞

0
T (i, i′, t − t ′)e

− t ′
τi,i′ dt ′. (A9)

Here, τi,i′ refers to the decoherence time between adiabatic
states i and i′. We need to modify the time-evolution equa-
tion to deal with the imbalance defect; i.e., the average charge
flow from i′ to i is changed according to the detailed equi-
librium. We then modify I (i, i′, t ) to include a 	I (i, i′, t ) as
follows:

	I =
{

I (i, i′, t )
(

e− |εi−ε′
i |

KT − 1
)
, I (i, i′, t )(εi − ε′

i ) > 0,

0, I (i, i′, t )(εi − ε′
i ) � 0.

(A10)
Here, εi, εi′ denote the adiabatic eigenstates and T is the
temperature. Therefore, 	I (i, i′, t ) is actually a modification
to the charge flow T (i, i′, t ). This modification is realized
by adding a 	Cj,i(t ) after each step of the wave function
evolution from t1 to t1 + 	t , i.e., by altering the wave function
Cj,i(t ),

M∑
i=1

Cj1,i(t )	C∗
j2,i(t ) + 	Cj1,i(t )	C∗

j2,i(t ) = 0, (A11)

2
N∑

j=1

Re[Cj,i(t )	C∗
j,i(t )] = 	t

∑
i′

	I (i, i′, t ). (A12)

The above two equations are used to satisfy the orthog-
onality condition for ψ j (t ) and to tailor the occupation of
the adiabatic state by introducing 	I (i, i′, t ), respectively,
and both are solved by the conjugate gradient method. The
optimal solution is the one that is needed to find the minimum
amplitude 	Cj,i(t ) solution that satisfies the above equations.
Energy is not conserved by introducing 	Cj,i(t ). By subtract-
ing the velocities of the transition degrees of freedom, energy
conservation is being restored with the formula 	I (i, i′, t ).
Concerning hot-carrier cooling and energy transfer, 	I (i, i′, t )
provides an explanation for the total energy change. It can
be used to determine a transition degree of freedom (TDF)
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FIG. 5. Mean root-mean-square displacements (RMSDs) of
rocksalt GST following photoexcitation at comparable laser fluences
of 500 nm and 2300 nm.

manifested by a set of atomic forces:

FTDF(Ra, t ) =
∑
i,i′

	I (i, i′, t )/|d (i, i′, t )|,

Re

{
〈φ′

i (t )|∂H (t )

∂Ra
|φi(t )〉d (i, i′, t )

}
. (A13)

Here Ra refers to atomic occupation of atom a; d (i, i′, t ) =∑N
j=1 C(i, j, t )C∗(i, j, t ) is employed to tune the appropriate

phases for the φi(t ) and φi′ (t ) terms. To be explicit, one is
able to evaluate the total energy EDFT[ψ (t )] and then the total
energy change 	E = Etot − EDFT − Ekin. Here, Ekin and Etot

are, respectively, the nuclear kinetic energy as well as the
initial conserved total energy. We then rescale the velocity
from

V ′(Ra, t ) = V (Ra, t ) + aFTDF(Ra, t )/Ma. (A14)

In this case, Ma is the nuclear mass and the coefficient α is
determined to allow the kinetic energy to increase by 	E .
Being that 	E is commonly positive (the impact of the Boltz-
mann factor is always to lower the total energy; one never
finds the opposite), it follows that the conservation of energy
can always be satisfied. By subtracting the velocities of the
transition degrees of freedom, energy conservation is being
restored with the formula 	I (i, i′, t ). When adding this factor,
however, the decoherence time τ (in fs) for the transition
between all adiabatic states should be taken into account;
otherwise the cooling speed could be too fast. In our consider-
ations for the supercell GST-225, we use a uniform τi,i′ = 20
fs to denote this effect, since τi,i′ is typically in this range for a
variety of different systems [60–62], which ensures that there
are no large amplitudes 	Cj,i(t ) between adiabatic states,
favoring the convergence of the TDDFT algorithm as well as
the detailed equilibrium of the cooling process.

APPENDIX B: ROOT-MEAN-SQUARE DISPLACEMENT

The electron-hole plasma density developed by a pro-
totypical subpicosecond laser pulse is given by Ne−h ≈

FIG. 6. Coherent motion of localized rhombic-to-cubic geome-
try upon intense laser illumination.

(1 − R)αe f f F/hω, where F and ω represent the intensity
and frequency of the pulsed laser, with R and αe f f corre-
sponding to the reflectivity and linear absorption coefficient
of the metastable phase, respectively [63]. For the 2300 nm
laser, hω = 0.54 eV, R = 0.6, and αe f f = 2 × 104 cm−1

[64,65]. For the 500 nm laser excitation, hω = 2.48 eV,
R = 0.74, and αe f f = 1 × 106 cm−15 [65–67]. For a GST
sample of experimentally given thickness (l = 15 nm), the ab-
sorbed optical energy density is Ne−h ≈ (1 − T )F/hω, where
T = I/I0 = exp(−αe f f l ). For 15 nm thick GST-225, T2300 =
0.97 and T500 = 0.22. The total number of valence elec-
trons in rocksalt GST-225 is Ne(total) = 1.76 × 1023 cm−3

[68]; then the corresponding total number within 15 nm is
2.64 × 1017 cm−2. Also, the experimental pump fluences of
2300 nm and 500 nm lasers are about 2–7 mJ/cm2 and
0.3–0.8 mJ/cm2, which yield Ne−h(2300) ≈ (0.69–2.43) ×
1015 cm−2 and Ne−h(500) ≈ (0.59–1.57) × 1015 cm−2 [35].

In our rt-TDDFT simulations, we apply a time-
dependent external electric field in a Gaussian shape, Et =
Eo cos(ωt ) exp[−(t − to)2/(2σ 2)], where we choose photon
energy hω = 2.48 eV, to = 60 fs, and

√
2σ = 35 fs, and four

laser fluences Eo = 0.35, 0.55, 0.75, and 0.95 hartrees/bohr
(or 0.1801, 0.2831, 0.386, and 0.4889 V/Å). Our electric
field polarization is along the x, y, and z directions. In
real space, the external electric field is modeled using a
zigzag inhomogeneous potential, e.g., with the linear func-
tions Vext (r) = (x − 0.5) + (y − 0.5) + (z − 0.5) and H (t ) =
H0 + Vext (r)E (t ). We further unify all the units of the electric
field and calculate the total laser fluence in the unit of W/cm2,
which is of course the laser energy per second passing through
a given surface area. Thus, the original laser electric field val-
ues 0.35, 0.55, 0.75, and 0.95 hartrees/bohr can be converted

FIG. 7. Real-space distributions of photoelectron and photogen-
erated hole pairs regulated by two laser amplitudes of interest (0.35,
0.95 hartrees/bohr) as a function of time.
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FIG. 8. Photoexcitation modified PESs under laser pulses with
different electronic excitations.

to 0.43, 1.06, 1.98, and 3.17 × 1012 W/cm2. Nevertheless,
since there are some uncertainties in the absolute laser field
strength (localized optical absorption and reflection) and pe-
riodic boundary conditions, the total electronic excitation is a
more robust match to the experimental data. Then, according
to the laser fluences of 4.6 mJ/cm2 and 0.61 mJ/cm2 ob-
tained in the experimental 500 nm and 2300 nm wavelengths,
it is estimated that the percentage of the outermost excited
electrons accounts for 0.61% and 0.45%, respectively, which
are comparable. We then tailor the laser amplitude Eo so as
to excite the number of electrons in each of the above two
percentages, and obtain the root-mean-square displacements
(RMSDs) through the dynamical trajectories, as shown in
Fig. 5.

APPENDIX C: DEGREE OF PEIERLS DISTORTION
AND RECOMBINATION OF PHOTOELECTRONS

WITH PHOTOGENERATED HOLES

Peierls distortion is typically found in crystalline PCMs
and other semiconductors: such symmetry-lowering distor-
tion leads to the formation of long and short bonding pairs
and a widening of the band gap. In the amorphous phase,
Peierls-like distortions can be quantified by calculating the
bond distribution over bonding pairs with an angle close to
180◦ [69]. Here, to quantify the bond length distribution and
Peierls distortion within 200 fs of initial excitation in the
TDDFT-MD process, a sample of 200 uniformly distributed
structures from that period are considered. In practice, the
bond pair characterizing the Peierls distortion is identified as
two linearly aligned bonds with angles deviating from 180◦
by less than 30◦. As shown in Fig. 6, intense laser radiation
produces an ultrafast localized response in rhombic to cubic

(a
rb

. 
u
n
it

s)

FIG. 9. (a) Rocksalt lattice of Peierls distortion under thermal
equilibrium conditions. (b) Atomic displacements from elevated
lattice temperatures under constant laser amplitude condition. The
orange and green arrows refer to microscopic coherent and thermally
disordered motions, respectively. (c) Atomic displacements from
continuously elevated laser amplitudes under constant initial lattice
temperature. (d) Statistics over time of the local Ge-Te bond lengths
for each laser amplitude modulation at ambient temperature, fol-
lowed by fast Fourier transforms to the bond lengths (e), respectively.

geometries, as reminiscent of the weakening of the degree of
Peierls distortion in a unitary structural motif.

We picture the distribution of photoelectrons in real
space over longer times when the cooling term is included,
for the minimum (0.35 hartrees/bohr) and maximum (0.95
hartrees/bohr) laser amplitudes considered in the photoex-
citation event, respectively, as shown in Fig. 7. In reality,
hot carriers tend to relax to lower-energy electronic states
and transfer the released energy to the lattice via electron-
phonon interactions, applicable to both the smaller localized
A1g coherence force (0.35 hartrees/bohr) and the larger one
(0.95 hartrees/bohr) at the very beginning moment (200 fs).
These atomic forces operating on the heteropolar bonds,

FIG. 10. The ultrafast lasers at 500 nm and 800 nm wave-
length resources are included to produce equal amounts of electronic
excitation (about 9% of the outermost electrons) using laser am-
plitudes moderated by 0.95 hartrees/bohr and 1.30 hartrees/bohr,
respectively.
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FIG. 11. The number of excited holes on the Fermi surface of the
antibonded state at growing 500 nm laser amplitude.

however, are released with the process of sustained recom-
bination of photoelectron and photogenerated hole pairs,
collaborating with the lattice to perform stable thermal mo-
tions as well as photoinduced amorphization. We believe that
electron-phonon equilibration time is mainly due to the equili-
bration process of lattice thermal motions following the initial
coherent motions with atomic kinetic energy obtained from
the carrier cooling.

APPENDIX D: POTENTIAL ENERGY SURFACE AND FAST
FOURIER TRANSFORMS

To evaluate the atomic dynamics mediated by the laser
external field, we examined the corresponding photoexcited
modified PESs at various laser intensities according to the
occupancy-constrained DFT calculations, and the results are
compared in Fig. 8. We find that photoexcitation elevates the
potential of the ground state and relatively decreases the po-
tential energy barrier for amorphization events as the intensity
of electronic excitation increases. This leads to a slope of the
photoexcitation modified PES curve from the ordered phase to
the disordered phase. This slope provides an opportunity for
the emergence of molten particles to reorder the crystalline
phase.

In the case of thermal equilibrium based on the Born-
Oppenheimer ab initio molecular dynamics, the rocksalt
lattice develops Peierls distortion as shown in Fig. 9(a), which
is locally correlated with the A1g coherence in the structure.
For the discussion of the FFT, we distinguish between the
conditions of constant laser amplitude [Fig. 9(b)] and constant
initial lattice temperature [Fig. 9(c)]. In Fig. 9(b), the ele-
vated lattice temperatures contribute to the intensified thermal

motion of the atoms at the lattice sites, which is the force of
the undirected thermal random motion against the coherent
one. The temperature-dependent FFT data in Figs. 2(g)–2(i)
are fast Fourier transforms of the sampled bond lengths over
time. Therefore, the intensity of the coherence peak weakens
with elevated temperature.

At a consistent lattice temperature [Fig. 9(c)], the
temporally evolved localized Ge-Te bond-length statistics
[Fig. 9(d)], followed by the fast Fourier transform of the bond
length [Fig. 9(e)], show that the coherent motion is enhanced
gradually with the increase of the laser amplitude, which is
consistent with the distribution of photoelectrons in the real
space. Here, the coherent and thermally disordered motions
manifest clearly the contending levels of modulated lattice
order. One can see that the coherence peak is elevated as
the external potential gradually increases. That is, the ele-
vated lattice temperature affects the initial atomic order and
is indicative of disordered states, whereas the enhancement of
the external potential is capable of amplifying the localized
coherent motion.

APPENDIX E: PHOTOINDUCED AMORPHIZATION
AND PHOTOGENERATED ANTIBONDED HOLE

NUMBER NEAR FERMI SURFACE

Intense electronic excitation is shown to produce ultrafast
nonthermal melting of chalcogenide phase-change materi-
als [33], as well as other families, in known cases [70].
Therefore, we employ a consistent amount of electronic ex-
citation (about 9% of valence electrons) at two different
wavelengths of modulation (500 nm, 800 nm), demanding a
laser amplitude of 0.95 hartrees/bohr (500 nm) as well as 1.30
hartrees/bohr (800 nm), respectively. As indicated in Fig. 10,
long-wavelength lasers possess smaller single-photon ener-
gies than short-wavelength ones, so a larger laser amplitude
is desired to modulate the excitation of equal electrons.

According to Fermi’s golden rule, by which the density
of photoexcited electrons allowed to transition from the va-
lence band to the conduction band within individual time
intervals scales proportionally to the density of (initial) elec-
trons occupying the valence band and the density of (final)
conduction-band empty states, the sufficient momentum re-
sources are available from strong photon scattering. In cases
where a substantial number of electrons are excited from the
valence band to the conduction band, the densities of both the
initial electrons and the final empty state are lowered consider-
ably, yielding a sublinear dependence of the excited electrons
(holes left behind) on the intensity of the laser illumination. As
shown in Fig. 11, one counts the region of antibonding states
near the Fermi surface occupying the negative orbital overlap,
where the number of holes left behind by photoexcitation
exhibits a saturated growth depending on the band-filling rule.
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