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ABSTRACT: We present a real-time second-order Green’s
function (GF) method for computing excited states in molecules
and nanostructures, with a computational scaling of O(N?), where
N, is the number of electrons. The cubic scaling is achieved by
adopting the stochastic resolution of the identity to decouple the 4-
index electron repulsion integrals. To improve the time propagation
and the spectral resolution, we adopt the dynamic mode
decomposition technique and assess the accuracy and efficiency
of the combined approach for a chain of hydrogen dimer molecules
of different lengths. We find that the stochastic implementation
accurately reproduces the deterministic results for the electronic
dynamics and excitation energies. Furthermore, we provide a
detailed analysis of the statistical errors, bias, and long-time
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extrapolation. Overall, the approach offers an efficient route to investigate excited states in extended systems with open or closed

boundary conditions.

1. INTRODUCTION

The computation of excited state properties is a very active
field in the molecular and materials sciences.'”'> The
importance of such calculations is accentuated by the wide
range of technological applications that are derived from a
deeper understanding of excited state properties, as well as the
fundamental physics and chemistry that can be learned from
the development of methods to compute them. In molecular
systems, time-dependent density functional theory'*'°
(TDDFT) or wave function-based methods, such as time-
dependent Hartree—Fock'’~"* (TDHF) and coupled cluster
within the equation of motion formalism (EOM-CC),***" are
commonly used to compute excited state energies. However, it
is challenging to find a balance between accuracy and
efficiency. While methods such as TDDFT and TDHF can
handle the computation of the excited state properties of
systems containing hundreds of electrons, their accuracy highly
depends on the system or system—functional combination, in
the case of TDDFT. By contrast, while wave-function-based
methods that include electron correlation beyond the level of
Hartree—Fock (e.g, EOM-CC) are usually more accurate,
their inherent steep computational cost restricts computations
to systems with a few atoms only.”’”**

Alternative methods traditionally used in condensed matter
theory, such as many-body perturbation theory within the
Green’s function (GF) formalism,”*~>° have also proven to be
useful to describe excited states. Two of the most popular
approximations are the GW method,”*™*' a first-order
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approximation to the self-energy in the screened Coulombic
interaction (W) and the GF2 method,””* in which the self-
energy is approximated to second-order in the bare Coulombic
interaction, allowing for the inclusion of dynamical exchange
correlations. The GW and the GF2 closures have been
successfully used to compute charged excitations (quasiparticle

26,34—36
3436 and have been

energies) in molecules and bulk systems
extended to describe neutral excitations using time-dependent
approaches.””” Attaccalite et al.’*® showed that the time-
dependent GW approach is equivalent to the well-known
Bethe—Salpeter equation (BSE) in the adiabatic, linear-
response limit. Similarly, Dou et al.® derived a Bethe—
Salpeter-like equation with a second-order kernel (GF2-BSE)
and tested the approach for a set of molecules, finding that the
GF2-BSE approach is comparable to configuration interaction
with singles and perturbative doubles [CIS(D)], with
encouraging results for low-lying excited states, particularly
for charge-transfer excitations.” However, the O(N?) scaling
with system size [or O(N) in real-time], where N is the
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number of electrons, of both GW and GF2 approaches limits
their applications to relatively small systems or basis set sizes.

Here, we develop a stochastic real-time approach to obtain
neutral excitations within the second-order Born approxima-
tion (GF2), reducing the computational scaling from O(N¢) to
O(N?). This is achieved using the range-separated (RS)”’
stochastic resolution of the identity"” to decouple the 4-index
electron repulsion integrals (ERI) appearing in the Kadanoff—
Baym (KB) equations.” Furthermore, we adopt the dynamic
mode decomposition (DMD) technique*'~*" to solve the
nonlinear KB equations within the adiabatic approximation.
The DMD method is a data-driven model order reduction
procedure used to predict the long-time nonlinear dynamics of
high-dimensional systems and has been used previously with
the time-dependent GW approach.** We assess the accuracy of
the stochastic, real-time GF2 approach with respect to the
number of stochastic orbitals, the propagation time, and the
system size for hydrogen dimer chains of varying lengths.

The manuscript is organized as follows. In Sections 2 and 3,
we summarize the GF2-BSE method and introduce the
stochastic approaches to its real-time implementation,
respectively. In Section 4, we compare the real-time stochastic
and deterministic algorithms, analyze the statistical error in the
computations, and evaluate the quality of the DMD
extrapolation. Finally, in Section 5, we discuss the significance
and perspectives of this work.

2. TIME-DEPENDENT GF2

In this section, we summarize the time-dependent GF2
approach for computing neutral excitations.” We begin by
defining the electronic Hamiltonian in second quantization.
Next, we summarize the KB equations for the two-time GF on
the Keldysh contour and introduce the second-order Born
approximation. Finally, we describe the adiabatic limit to the
KB equations. For details on the derivations, we refer the
reader to ref 6.

2.1. Hamiltonian. We consider the electronic Hamiltonian
of a finite system interacting with an explicit electric field. In
second quantization, the Hamiltonian is given by

A=) ha'a + %Z vl alad + Y A(1)a 4,

ij ijkl ij (1)
where i, j, k, and [ denote indexes of a general basis, ﬁf (a,) is
the creation (annihilation) operator for an electron in orbital
X» and h; and vy, are the matrix elements of the one-body and
two-body interactions, respectively. The two-body terms are
given by the 4-index ERI

o = (ijlkl) _ [/)(i(rl))(j (rl))(k (1'2))(1 (rz) drdr,

I, — =

2)

where we have assumed that the basis set is real. We use
atomic units throughout the manuscript, where the electron
charge e = 1, the electron mass m, = 1, i = 1, the Bohr radius
ay = 1, and 4ze, = 1.

The last term in eq 1 is a time-dependent perturbation.
Here, to describe neutral excitation, we couple the system to an
external electric field, E(t), within the dipole approximation,
where A;(t) = E(t); and

uy= 10w de )
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We choose to explicitly include this term in the Hamiltonian
(rather than introducing a linear-response perturbation in the
initial wave function) because we make no assumption that the
field is weak.

2.2. Kadanoff-Baym Equations. Following ref 6, the
equations of motion for the single-particle lesser GF, G*(t,, t,),
are given by the KB equations

i0,G™(t;, t,) = Flp(t)IG(t;, t,) + I3(t;, t,) )
and
_iatzG<(t1: tz) = G<(t1, tz)F[ﬂ(tz)] + I;(tp tz) (5)

where t; and t, are projections onto the real-time branch, p(t)
= —iG*(t, t) is the time-dependent density matrix, and F[p(t)]
is the Fock operator, with matrix elements given by

Elp()] = hy + v/ Ip()] + vip()] + A,(t) 6)

In the above, the Hartree and exchange potentials are given by

vilp] = Ywwgupn and vi[p] = Y waon, respectively.
The last terms in eqs 4 and § are the collision integrals, given
by®

tl
L(t, t,) = /0 R(t, )G (ty, t,) dty

t
+ f (L, )G (ty, 1) dt,
0 (7)

and
f
Gt 0) = [ 650 )T ) dy

t
+ f TGY(t, t)ZA(ty 1) dty
0 (8)
respectively. In the above equations, X is the self-energy
(which encodes all many-body interactions), and the super-
script “R/A” denotes retarded/advanced components. Ex-
pressions for the components of X will be provided below.
2.3. Second-Order Born Approximation to the Self-
Energy. We use the second-order Born approximation to
obtain an approximate expression for the self-energies, where
the self-energy is expanded to second-order in the Coulombic
interaction. The resulting retarded component can be written
in terms of the retarded and greater screened Coulombic

integrals (SW®/>)°

Zg(tl; ty)= Z iG;n(tli t2)5mfi1:4jn(tv tz)

mn

+ iGrljn(tll t2)5v‘/1'7>njn(t1) tz):

)
where
Wity 1) = =i (Gg(ty, £,)Ga(ty, 1)
klgp
R
+ le(tlf tZ)G;p(tZ’ tl))vimpk(zvjnql - vjlqn)
(10)
and
> _ Z > <
5I/Vimjn(t1! t,) = —i2, Gu(t, tz)qu(tz: tl)"impk
klgp
X (Zvjnql - leqn) (11)
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A particular feature of the self-energy in eq 9 is the inclusion of
dynamical exchange, as diagrammatically illustrated in Figure
1.

Direct Exchange

Figure 1. Direct and exchange correlations contained in the second-
order Born self-energy, GF2. The ovals represent ERIs, and the arrows
are propagators (GFs). In eq 9, the blue components of the diagrams
(solid lines) are wrapped into the screened Coulombic interaction,
while the red propagator (m — n, dotted arrows) is explicitly kept as
G

mn*

2.4. Adiabatic Approximation. The equations of motion
eqs 4 and S for the GFs together with the expression for the
self-energy (eq 9) form a closed set of equations but depend
on two times, t; and t,. To further simplify the time evolution
of the GF, we assume that the retarded self-energy responds
instantaneously to the agplication of external driving forces
(e.g., the adiabatic limit)

~ad
ZR(tlf tz) ~ X [(tl + tz)/z]é(ﬁ - tz); (12)
while the lesser self-energy is assumed to be negligible6
E<(tl, tz) ~ 0 (13)

In the above, iad[t] is the so-called adiabatic GF2 self-energy.
From here on, we will use the basis of the eigenstates of the
Fock operator F(t) (eq 6) with A;(t) = 0 as this greatly

simplifies the computation of Ead[t]. On this basis, the matrix

Sad
elements of & [t] are®

Sad

_ R 1 = R
mn mn (14)
where
_ (&) — f(eg)
SWE, = lm —lz fle) — 1y :
® -0 qu g — o — g — i
X Vimqk(zvjnqk - vjkqn)} (15)

is the Fourier transform of the screened Coulombic
interaction, f(¢) is the Fermi-Dirac distribution, # is a small
positive regularization parameter, and & are the quasiparticle
energies obtained using a stochastic GF2 for charge excitations
(see ref 34 for more information on how to calculate the
quasiparticle energies using GF2). Using eqs 12 and 13 for the
self-energy, the time evolution of the GFs given by eqs 4 and S
can be6 reduced to a simpler form for the equal time (¢, = ¢, =
t) GF
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i%pij(t) =X Elp (D)o (1) = p (OEp(D)])
k

+ 2 ER0p, ) = p (O ()
k (16)

where, as before, pil.(t) = —iGij<(t , t) and the matrix elements

of F(t) and iud(t) were defined in eqs 6 and 14, respectively.
Excitation energies obtained using eq 16 will be referred to as
TD-GF2 (or TD-GOF2 when the quasiparticle energies are
corrected using a single-shot, non-self-consistent GF2 M.

In TD-GF2, the computational limiting step is the

calculation of the self-energy at time f, iud(t). The formal
computational cost scales as O(N;) with system size, limiting
the application of TD-GF2 to small system sizes. To reduce
the number of self-energy evaluations, we adopt the DMD
method to describe the long-time limit of the density matrix,
p(t), as described in the next subsection. In addition, we
develop a stochastic approach that reduces the scaling of
computing the self-energy to O(N:) on the account of
introducing a controlled statistical error. This is described in
the next section.

2.5. Dynamic Mode Decomposition. The DMD method
allows the extrapolation of the density matrix dynamics to long
times without the need to further solve the equation of motion.
As developed in ref 42 the DMD method is a data-driven
model order reduction procedure used to predict the long-time
nonlinear dynamics of high-dimensional systems. The method

is based on Koopman’s theory** for reduced order modeling,

The general strategy is to find a few (r) modes ¢,ij with

associated frequencies @' to approximate the density matrix
dynamics as

,Di-(t) — Z Alqsi{eia;’t
' - (17)

with coefficients 4'. This model is constructed from the short-
time nonlinear dynamics of the density matrix and can be seen
as a finite-dimensional linear approximation to the dynamics.

3. STOCHASTIC REAL-TIME GF2 APPROACH

In this section, we adopt the stochastic resolution of the
identity””*” to calculate the adiabatic self-energy appearing in
eq 14 and combine it with the equation of motion for the
density matrix (cf, eq 16).

3.1. Stochastic Vectors and the Resolution of the
Identity. We define a stochastic orbital € as a vector in the
Hilbert space of the system with random elements +1. The
average of the outer product of the stochastic vectors

10 0
01 0
<6®9T>NS—>00= =I
00 - 1 (18)

represents the identity matrix, referred to as the stochastic
resolution of the identity."® Here,

CX) QT)M = %2?’;1«9‘5 ® 9§T is an average over the set
{0:} of uncorrelated stochastic orbitals 6, with &£ =1, 2, .., N.

Analogous to the deterministic resolution of the identity
(also known as density fitting), in which 3-index (jjlA) and 2-
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index V,5 = (AIB) ERIs are used to approximate the 4-index
ERI as

Naux
v & Y, (HA)V 3(BIKI)
AB (19)

where A(B) is an auxiliary basis of dimension N, the
stochastic resolution of the identity can be used as a resolution
basis to approximate the 4-index ERIs as™’

vig & (RiRg),

(20)
where R,; = Z » (aplA) Z o V_1/219 . One advantage of

using this approximation is that the indexes ij and kI are
decoupled, allowing to perform tensor contractions and reduce
the computational scaling.***’

The use of the stochastic resolution of the identity to
approximate the ERIs introduces a controllable statistical error
that can be tuned by changing the number of stochastic
orbitals, with a convergence rate proportional to 1/ \/ﬁs . An
alternative for controlling the error is to use the RS stochastic
resolution of the identity, in which the largest contributions to
the ERIs are treated deterministically, while the remaining
terms are treated stochastically. Specifically, as proposed in ref
39, we first identify large contributions (denoted by the
superscript L) to the 3-index ERIs with respect to a preset
threshold

g (s e . max
(ijIA)L _ (il4) if1(HA) > i{l(lle)l}j

0 otherwise,

(21)

where ¢’ is a parameter in the range [0, N,]. The factor %

guarantees that the total non-vanishing elements in (ijlA)"
scale as OZ. Then, we define the large K-tensors

Z Gila) vy _1/2

KQ]
(22)

and keep only their larger elements, according to the second
threshold
2 QL QL ymax
[KQE (K1 G 1K > e{IIK T 1)
ij

0 otherwise,

(23)

in which € is a parameter in the range [0,1]. We then define
large and small (denoted by the superscript S) R-tensors as

NdLlX
L L
R = S,
Q (24)
and
S L
Rj =R; — Ry (25)

where R; is defined as in eq 20. Using these expressions, a RS
4-index ERI can be written as

Z[

+ (RyRe)y + (RyR)

pqrs ]L[KS]L + <R‘zl;lqu§>1\L

(26)

5566

3.2. Stochastic Self-Energy. To derive a stochastic
expression for the self-energy, we insert eq 20 (or eq 26 for
RS computations) into eqs 14 and 15, to yield

1 fle) — f(eg)
TM6p(1)] ~ — g
t][p(t)] 2 qumnfk—a)—&'q—il’]
XRiquk(ZR;nR(;k - R}/kR(;n)épmn(t)
N,
(27)

where 8p(t) = p(t) — p(t,). In the above equation, the “prime”
superscript denotes that a different set of stochastic orbitals is
used to construct the R’-tensors. Next, we rearrange the
equation of motion for the density matrix (cf, eq 16) as

(0 = X (Blp(t0) + A+ 15p(0)
k

+ vil8p(0)] + i [8p(0))py (1)

— X 2 (O(EJp(t)] + AH, + vl 6p(1)]
k

+ velop(D)] + Z [6p(1)]) (28)
where AH,, are matrix elements of AH = X(¢,), the GF2 (or
GOF2) quasiparticle energy correction. Excitation energies
obtained using eq 28 in combination with eq 27 will be
referred to as sTD-GF2 (or sTD-GOF2).

4. RESULTS

To assess the accuracy of the real-time stochastic TD-GF2
formalism, we restrict the applications below to systems
interacting with weak electric fields and compare the stochastic
results to the linear-response GF2-BSE frequency-domain
approach.® In the weak coupling limit, the absorption spectrum
(photoabsorption cross-section) is computed by taking the
imaginary part of the Fourier transform of the induced time-
dependent dipole, averaged over the three spatial directions

03 / dte™" (ind. p(t))

o(w) x 1 2

d=x,y,z (29)
where the induced dipole is given by
Tt ,
ind. p(6) = — D (o, () = p,(t))u]
7 (30)

with /41, being the matrix elements of the d = x, ¥, z spatial
components of the dipole operator (eq 3), e”'* is a damping
function with a I' decay rate that has been added to perform
the Fourier transform in eq 29, and y < 1 is a dimensionless
parameter that scales the amplitude of the external electric
field. In the above equations, pi}-(t) is computed using TD-GF2
or sSTD-GF2 and extrapolated using the DMD method.

Furthermore, a closed expression for 6(@) in terms of the
DMD modes and coeflicients can be obtained by inserting eqs
17 into eq 30 (see Appendix A for details)

https://doi.org/10.1021/acs.jctc.3c00296
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Figure 2. Induced dipole dynamics and DMD extrapolation for H,, hydrogen dimer chain using the STO-3G basis set and 80 stochastic orbitals.
(a) Stochastic and deterministic time evolution of the induced dipole moment. The equation of motion was propagated using eq 28 with stochastic
(eq 27) and deterministic (eq 14) self-energies, respectively. The threshold parameters ¢ = 20 and & = 1 (fully stochastic limit) were used. The
shaded red region is the standard deviation (SD) of the stochastic approach, computed from six independent runs. (b) Standard error as a function
of time, computed as SD/ \/ﬁ, with N, = 6 independent runs, for the data shown in panel (a). (c) DMD extrapolation of the stochastic induced
dipole dynamics. The shaded purple region signals the DMD window (6 fs) used for obtaining the DMD reduced model. An exponential damping

function, ¢t (O 1tma)

, was added to the dynamics. Inset: zoom on the long-time dynamics.

Intensity (arb. units)

Intensity (arb. units)

sTD-GOF2

TD-GOF2 ——
GOF2-BSE ——

1 L 1

1

(b) sTD-GOF2+DMD ©)
Hy, (€'=20, e=1) H,,

sTD-GOF2+DMD
(£=0.002, £=0.001)

n L 1 n n n

16 18 20 22 24 12 14 16 18 20 22 24 12 14 16 18 20 22 24
Tp-Gor © STD-GOF2+DMD ® STD-GOF2+DMD
GOFEPBSE —_— Higo (£'=100, e=1) Hioo (£=0.002, £=0.001)

tpmp = 2 f8 tomp =2 s
tpmp =6 fs tomp = 6 fs
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GOF2-BSE ——— | *RS GOF2-BSE ———

16

E (eV)

18 20 22 24

12 14 16 18 20 22 24 12 14 16 18 20 22 24
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Figure 3. Absorption spectra for two representative hydrogen dimer chains with varying lengths. (a) Computed from 6 fs real-time stochastic
(sTD-GOF2 with &' = 20, £ = 1, and N, = 80) and deterministic (TD-GOF2) dynamics, and their comparison with the linear-response equivalent in
the frequency domain (GOF2-BSE); the red shaded region signals the standard deviation of the stochastic approach. (b) Computed from stochastic
(¢/ =20,&=1,and N, = 80) and (c) RS stochastic (¢’ = 0.002, & = 0.001, and N, = 30) trajectories with DMD extrapolation (f,,, = 300 fs) for
varying DMD window lengths (tpyp) for Hyo. (d—f) Equivalent to (a—c) for H . In all cases, the absorption spectra were shifted vertically for
clarity, and STO-3G was used as the basis set.

o) x =3 X ZZ

d=xy,z ij I=1

2, (o) T
o + T

Equation 31 allows us to obtain absorption spectra with
arbitrary high resolution (up to 28 {w'}) by making I' — 0,

without the need to extrapolate the dynamics numerically.

2/1’{/)i;,¢j'j(r - S{a'})

1. Comparison between Deterministic and Sto-

- R{a'})? + (T =

S{a'})?

chastic Dynamics. Figure 2 shows the stochastic (sTD-
GOF2) and deterministic (TD-GOF2) induced dipole dynamics
of a hydrogen dimer chain (H,,, containing 10 H, dimers with
bond length of 0.74 A and intermolecular distance of 1.26 A,
aligned along the z-axis). The equations of motion for the
density matrix were propagated using eq 28 with stochastic (eq
27) and deterministic (eq 14) self-energies, respectively. In

(31)

both cases, a Gaussian-pulse centered at f, = 1 fs was used to
represent the electric field, with an amplitude yE, = 0.02 V/A
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and a variance of 0.005 fs; the regularization parameter
appearing in eq 15 # = 0.01, and the inverse temperature is set
to = 50 in all computations (at this low-temperature limit,
the computed observables coincide with zero-temperature
results). For the stochastic approach, averages were computed
using N, = 80 stochastic orbitals. In all cases, the minimal basis
set STO-3G was used.

Figure 2a exemplifies how the stochastic approach
reproduces the deterministic dynamics, by comparing the
TD-GOF2 and sTD-GOF2 induced dipole dynamics for the H,,
chain. The shaded region in red is the standard deviation (SD)
obtained from six independent runs. The statistical error can
be reduced by increasing the number of stochastic orbitals

(with a convergence rate proportional to 1/ \/ﬁs ) or by

changing the RS parameters € and ¢’, as is further discussed in
Section 4.3 below.

We find that for a fixed number of stochastic orbitals and for
fixed values of € and &', the statistical error increases with the
propagation time, as shown in Figure 2b. This is consistent
with our previous finding for the stochastic TDDFT** and for
the stochastic BSE approach.” Since the induced dipole
decays rather rapidly in time, the increase in the statistical error
at long times does not affect the absorption spectrum in any
significant way. Nonetheless, to mitigate the divergence of the
dynamics at long times and favor the numerics of the
subsequent Fourier transform, we have multiplied the induced
dipole in both the stochastic and deterministic dynamics by a
damping function e (see eq 30), with I = 10/t,,,,, where t,,,,
corresponds to the total propagation time and plays a similar
role as the regularization parameter, . As a consequence of
adding such a damping function, the width of the absorption
spectra depends on the total propagation time.

The long-time dynamics of the density matrix and the
resultant time-dependent induced dipole were obtained using
the DMD technique outlined above. Figure 2c shows a
comparison between the extrapolated DMD dynamics and the
dynamics obtained by solving eq 28 for both the deterministic
and stochastic methods. The shaded region (first 6 fs in Figure
2¢) indicates the portion of the dynamics that was used to train
the reduced DMD model (defined as DMD window), while
the remaining 34 fs (of which 14 fs are shown in Figure 2c)
corresponds to the extrapolated dynamics. We find that the
DMD technique accurately captures the main dynamical
features, even for the noisy stochastic data. Naturally, the
time scale of the events that can be captured by the reduced
DMD model depends on the DMD window length. Below, we
analyze the accuracy of the DMD approach in reproducing the
absorption spectra.

4.2, Comparison between Deterministic and Sto-
chastic Absorption Spectra. In Figure 3a,d, we compare the
absorption spectra obtained from the stochastic and
deterministic real-time dynamics and the reference determin-
istic frequency-domain linear-response approach (GOF2-BSE

with an added Lorentzian broadening, corresponding to the

Fourier transform of ¢~ '%/'), for two representative hydro-

gen dimer chains. The absorption spectra obtained from the
three different approaches (vertically shifted for clarity) are
numerically identical, demonstrating that the real-time
implementations are consistent with the frequency domain
reference methods (in the weak coupling-linear-response limit)
and, in particular, that the stochastic approach can reproduce
the benchmark results with only 80 stochastic orbitals.
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The frequency resolution of the absorption spectra can be
improved by propagating the density matrix dynamics to
longer times using the DMD technique, or equivalently, by
computing o(®) using eq 31 with I' > 0. Figure 3b,e shows
the corresponding absorption spectra for a 300 fs extrapolated
trajectory (sTD-GOF2 + DMD) considering three different
DMD window lengths (tpyp) and their comparison with
deterministic GOF2-BSE results. Even a short (2 fs) window
length provides a reasonable description of the low-excitation
features (main absorption peak at ~15 eV), but the quality of
the spectra improves with increasing DMD window lengths,
especially for the higher-excitation peaks. Specifically, for the
sTD-GOF2 + DMD method, we observed that the average
DMD spectral error is proportional to 1/ /tpyp - Alternatively,

the RS parameters ¢’ and ¢ (see eqs 21 and 23) can be chosen
to be smaller such that a larger portion of the computations are
carried out deterministically to minimize the stochastic noise.
This is performed at the cost of introducing a large prefactor,
but the overall cubic scaling (as shown below) does not
change. Absorption spectra for 300 fs extrapolated trajectories
using RS parameters that minimize the stochastic noise are
shown in Figure 3cf.

4.3. Error Analysis and Scaling. The variation of the RS
threshold parameters, € and &’ (see eqs 21 and 23), allows us
to control the ratio of deterministic to stochastic Coulombic
tensor elements. As &’ — N or € — 1, the approach reduces to
the fully stochastic limit. By contrast, when &’ — 0 or € — 0,
the approach is fully deterministic. Figure 4a shows the
dependence of the statistical error on € and € for H,, The
average error was estimated using n = 6 independent stochastic
runs as

N, [Tn
1 1|
o) = 3301 X e = la)?
N, o i (32)
where N, is the number of frequencies used in the range E =

10 — 30 eV. As ¢ increases, the statistical error increases and
approaches the fully stochastic limit (dotted line in Figure 4a).
For the case with the lowest statistical error in Figure 4a (&' =
0.002, ¢ = 0.001), the amount of ERI elements computed
deterministically corresponds to ~#10% for H,, resulting in an
error reduction of almost 2 orders of magnitude compared to
the fully stochastic limit.

The main advantage of using the stochastic formulation of
GF2 in the real-time domain is the reduction in computational
complexity and scaling. Formally, GF2 in the frequency-
domain scales as O(N®) with the system size (N,) while the
real-time deterministic implementation scales as O(NZ). By
contrast, when the stochastic resolution of identity is used in
the time domain, the computational scaling is further reduced
to O(IN?), as long as the number of stochastic orbitals does not
increase with the system size to achieve a similar statistical
error (which is the case for the systems studied here). The
computational limiting step in the sTD-GF2 method is the
computation of the self-energy (eq 27), with a formal scaling of
O(NN3) when appropriate tensor contractions are used.
Figure 4b shows the computational cost associated with the
stochastic and deterministic real-time methods and the
equivalent frequency-domain linear-response implementation
for hydrogen dimer chains with varying lengths. The lowest
scaling corresponds to the stochastic real-time implementation,
sTD-GF2, which exhibits an O(N?) behavior, with a large
prefactor. For the current target statistical error (sTD-GF2

https://doi.org/10.1021/acs.jctc.3c00296
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Figure 4. (a) Average spectrum error for the H,, hydrogen dimer
chain using the RS sTD-GOF2 method for varying threshold
parameters, ¢’ and €. (b) Log—log plot of the computational cost
as a function of system size for hydrogen dimer chains with varying
lengths. For time-dependent methods, the propagation time was 2 fs.
For the stochastic computations, threshold parameters ¢’ = Nand € =
1 (stochastic limit) were used. The observed scaling with system size
is O(N?) for sTD-GF2, O(N?) for TD-GF2, and O(N*®) for GF2-
BSE. In all cases, N, = 80 and the STO-3G basis set were used.

with ¢ = N, and & = 1), the stochastic approach is
computationally more efficient than the deterministic approach
for system sizes that exceed N ~ 200 basis functions.
Improving the statistical error by changing the RS parameters
(e.g, sTD-GF2 with ¢ = 0.002 and & = 0.001, as shown in
Figure 4b) results in a large wall to wall time compared to the
pure stochastic limits, but the scaling remains the same.

5. CONCLUSIONS

We presented a stochastic real-time approach to compute
excited state energies in extended systems based on the
adiabatic approximation to the KB equations using the second-
order Born approximation to the self-energy (referred to as
sTD-GF2). We showed that the sTD-GF2 approach
reproduces the benchmark linear-response results from
analogous deterministic methods, namely, TD-GF2 and GF2-
BSE® but at a much milder computational cost that scales as
O(N?) with system size, in contrast to the formal O(N3) and
O(N¢) of TD-GF2 and GF2-BSE, respectively. The reduction
in scaling is achieved by introducing a statistical error that can
be controlled by varying the number of stochastic orbitals or
by tuning the fraction of ERIs that are computed deterministi-
cally using the RS resolution of the identity.

Within the adiabatic approximation, the KB equations can
be reduced to a single-time differential equation, which is
efficiently solved using the DMD method. We assessed the

performance of the DMD method for a chain of hydrogen
dimers of various lengths and found that it is sufficient to train
the systems for times as short as 2 fs (independent of the
system size) to greatly improve the resolution of the
absorption spectra.

The method presented in this work offers the possibility to
study neutral excitations in systems with hundreds to
thousands of electrons at the GF2 closure. This complements
the growing manifold of stochastic methods capable of
elucidating the electronic structure of the ground and excited
states in extended systems with open or closed boundary
conditions, including stochastic versions of GW,>>*' GF2 for
ground state®®*” and one-particle excitations,”* DFT,*"®"*
second-order Moller—Plesset perturbation theory (MP2),*
and second-order coupled cluster singles and doubles
(CC2).>* Further directions include the development of
stochastic techniques that allow the efficient propagation of
the two-time KB equations (eqs 4 and S), opening the
possibility to describe strongly driven system beyond the
adiabatic limit.

B APPENDIX A

DMD Analytic Absorption Spectrum
Using eq 17 to compute p,-j(t) , the induced dipole moment (eq
30) can be written as

—I't r
. € i
ind ()= —= DX A
ij I=1

- pij(to))ﬂ;] (33)

Equation 33 can then be used to compute the absorption cross
section (eq 29) as

Y 3|t

o(w) « 23
3y d=x,y,z ij I=1

) | P
x /e—z(m - R{o })te—(r - S{o })tdt _ p,-]-(to)//‘;f

x/e—iwte—rt dt]

that can be solved analytically, resulting in eq 31.

(34)
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