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We derive a variation equation for a time-dependent effective potential that is local both in time and in space
and show that this potential generates and propagates spin orbitals with which a many-particle, time-dependent,
multiconfigurational wave function W(¢) is constructed. Within this approach, the wave function and the
effective potential are determined simultaneously in a self-consistent manner both in time-independent and in
time-dependent cases. We also derive an equation that determines a real-valued effective potential and show
that the equation establishes a relation among the first-order and second-order reduced density matrices and the
electron repulsion integrals in the spin-orbital representation. By introducing the first-order density equation,
we show that the variation equation for the effective potential can be simplified for an exact wave function. We
also show that we can derive an effective potential with which a ground-state wave function that fulfills the
Brillouin-Brueckner condition is constructed and that we can derive the effective potential proposed by Slater,
with which a ground-state wave function represented by the multiconfiguration expansion is calculated, when an
additional constraint is imposed on the varitation equation.
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I. INTRODUCTION

The multiconfiguration, time-dependent Hartree-Fock
(MCTDHF) method [1,2] was developed for treating time-
dependent electronic dynamics of atoms and molecules from
first principles, and its basic formulations and proof-of-
principle applications have been established by recent theoreti-
cal and computational efforts [1,3—5]. We are now entering the
research phase in which we explore its practical applicability to
many-electron atoms and molecules and implement program
codes for practical calculations. For example, the elucidation
of time-dependent many-electron dynamics induced by an
ultrashort intense laser pulse is one of the most interesting
themes currently [6—10].

In MCTDHF studies, the time-dependent Schrodinger
equation (TDSE) is solved by time propagation of spin orbitals
and configuration-interaction (CI) coefficients, with which a
time-dependent, multiconfigurational wave function is con-
structed [1-4,11-14]. The time propagation of spin orbitals
is carried out by the integration of the nonlinear equations
of motion (EOMs) in time and the time propagation of the
CI coefficients is carried out by the integration of a linear
EOM [3]. These EOMs are formulated using the Dirac-Frenkel
time-dependent variational principle [15,16].

Alternatively, time-dependent dynamics of many electrons
can be represented by a single-particle TDSE with a time-
dependent single-particle potential, which is derived from a
time-dependent many-electron wave function. This type of
single-particle-potential approach could give us a straightfor-
ward picture of ultrafast and correlated motion of electrons in a
many-electron system. Schild and Gross [17] derived an exact
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single-particle TDSE with a time-dependent single-particle
potential by adopting the wave-function factorization scheme
proposed by Hunter [18], in which a stationary-state many-
electron wave function is factorized as the product of a marginal
amplitude and a conditional amplitude. Indeed, we can calcu-
late the exact electron density of a many-electron system by
taking the squared modulus of the marginal amplitude, which
depends only on a single-electron coordinate. Recently, Ando
[19] investigated higher-order harmonics generation by LiH
using time-dependent single-particle potentials representing
Li(2s) and H(1s) electrons.

In the present study, we propose a formulation for the time
propagation of the spin orbitals governed by a single-particle
TDSE with a time-dependent local effective potential v (7, ¢).
In the present approach, we derive the multiconfigurational
wave function and the effective potential simultaneously in
a self-consistent manner, and therefore, we can correlate the
motion of the spin orbitals with the temporal variation of the
time-dependent effective potential. We find an equation that
determines a real-valued effective potential, which establishes
a relation among the first-order and second-order reduced
density matrices (RDMs) and the electron repulsion integrals
in the spin-orbital representation.

In Sec. II, we formulate an effective-potential theory for
a time-dependent multiconfigurational wave function and de-
rive a variation equation by which the effective potential is
determined. In Sec. III, we relate the present formulation to
the density equation theory (DET) developed by Cho [20],
Nakatsuji [21,22], and Cohen and Frishberg [23] and we derive
the first member of the Born, Bogoliubov, Green, Kirkwood,
and Yvon (BBGKY) hierarchy of equations [24] in terms of
the effective potential. In Sec. IV, we clarify the properties of
existing effective-potential theories [25,26] for many-electron
wave functions through a comparison with the present theory.
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Finally, in Sec. V, we summarize the present study. Detailed
derivations of the equations that are referred to in the text are
summarized in Appendixes A-J.

II. FORMULATION OF AN EFFECTIVE-POTENTIAL
THEORY

A. Multiconfiguration expansion approximation
of a wave function

The exact time-dependent wave function Wey,c((#) of an
N-electron system follows the TDSE,

.0
lhgqjexact(xlv X2, ..., XN, 1)

S XN 1), D

where the symbol x; represents the spatial coordinate 7;
and the spin coordinates w; of the jth electron, ie., x; =
(7;, i;). For simplicity, we consider a spin-singlet state with
an even-N electron system. Within the Born-Oppenheimer
approximation, the time-dependent total Hamiltonian H (¢) is
written as

= I:I(t)\pexact(xh X2, ..

H) =T + Vet (1) + Wee, 2)

where the kinetic energy operator, the time-dependent external
potential, and the electron-electron Coulombic potential are
expressed, respectively, by
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where m. denotes the mass of the electron, e the elemen-
tary charge, and ¢ the permittivity of vacuum. In Eq. (4),
the external potential vey is expressed as the sum of the
electron-nuclear attraction potential ve, and a time-dependent
perturbation vy, (¢ ). It should be noted that the electron-nuclear
attraction potential ve,(¥;) can be written as a single-particle
potential for the jth electron in describing atoms as well
as molecules. Throughout this paper, the operator vy, (#) is
assumed to be a multiplicative real-valued function in the
coordinate representation. For example, if we describe the
interaction of an electron with an external laser electric field
&(t) in the length gauge, vy, () is explicitly represented by

Vo (1) = e - £(t). (6)

We introduce the normalized approximate wave function
Wapprox () Tepresented by the multiconfiguration expansion of
a finite length of L as

“Ijapprox(xla X2, .oy XN, t)

L
:ZCK(t)q)]((.X],xz,...,XN,I), (7)
K=1

where the Slater determinant @ (¢) is constructed by time-
dependent spin orbitals {¢y(x, 1)} (k=1,2,3,...,N,...)as

DPr(x1,x2,...,%XN,1)
1
= W det{¢k1()€1, t)¢kz()€2, t).. '¢kN('xN7 ). (8

The spin orbitals are assumed to form an orthonormal set as

(9i(D]g; (1)) = /dx ¢ (x, 1) (x, 1) =8,  (9)

and thus the orthonormalized relation among Slater determi-
nants is automatically satisfied as

(Pk (D[ PL()) = k- (10)

When the expansion length is increased as £ — oo so
that the set of spin orbitals becomes complete, the expansion
theorem [27] states that we are able to construct an exact wave
function Wy, in the form of Eq. (7).

B. Variational formulation to optimize the effective potential

The derivation of the variation equation for the effective po-
tential is based on McLachlan’s norm-minimization principle
[28]. By substituting Wapprox (t) from Eq. (7) on the left-hand
side of Eq. (1), we obtain

0

E\I"approx(xl y X2, -

c
dCk (1)
=Z Xk (x1, X2, -
K=1

XN, 1)

XN, )
dt

L
0
+ KZZICK(t)E@K(xm, cxy, ). (1)

We assume that the time evolution of the spin orbitals {¢y (x, )}
is governed by a single-particle TDSE specified by the time-
and spatially local effective potential veg (7, 1) as

. n? 92 R
ih—— | =575 t v, 1) ) [ (x,1) =0.  (12)
2m, 072

For a spin-singlet state with an even-N electron system, we
can restrict the effective potential to be spin independent. The
spin orbitals are represented by

Y7, 1), a(u) if k isodd,

Yr(#, 1), B(un) if k iseven, (13)

¢k(x,f)={

where v (F, t) denotes a time-dependent spatial orbital and o
and B stand for the spin functions.

The assumption represented by Eq. (12) indicates that the
time dependence of a Slater determinant is governed by the
TDSE represented by

a
0= [1715 —(T + Veff(l))}bk(xl,xz,~~-,x1v,l)

a N
= [ihg_Heff(t)}qDK(.X],xz,...,.XN,t), (14)
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where
N
Verr(t) = ) verr (7 1) (15)
j=l1
and
Her(t) = T + Ve (). (16)

Therefore, using Eq. (14), Eq. (11) can be rewritten as

dc’i @ 1)

L
., 0 .
lhgqjapprox(t)zlh; d

L
+ ) CkOIT + Ve (D] (1) (17)
K

On the other hand, using Egs. (2) and (7) we obtain

L
H () Wappron (1) = Y Ck(OIT + Vet (1) + Wee| @k (1). (18)
K

If the wave function is exact, the left-hand side of Eq. (17)
and the left-hand side of Eq. (18) must be equal. However,
when an approximate wave function is adopted, they are not
equal to each other, and the time-dependent effective potential
vegr (7, 1) is defined so that the magnitude of this discrepancy
is minimized.

We first subtract Eq. (18) from Eq. (17) to obtain

L0 A
(lﬁ& - H(t)> \Ijapprox(t)

L L
dcC - R
—iny Kt(t)dh((t)Jr 3 CrOIT (1) — Weel Dk (1),
K K

d
(19)
where V (¢) in Eq. (19) is defined as
N
V() = Ve (1) — Ve (1) = Z[Ueff(?j, ) — Uexl(’_;jv 1)]
j=1
N
= Zf)(?j, 1). (20)
j=1

The kinetic energy operators in Egs. (17) and (18) cancel each
other out in Eq. (19). We refer to #(7, t) in Eq. (20) as an
internal effective potential.

Next, we define the time-dependent norm A/ () by

9 R T
N(t) = (lpappmx(t)| <1h5 - H(t))
) N
X <lh5 - H(t))|lpapprox(t))~ (21)

By setting the first variation of N/(¢) with respect to V(r)
to be 0, we obtain the variation equation for the effective

potential as

(Dr(OISVI(1)|DL(1))

L
. « 2 dCL(1)
0=ihy Cx() st
KL

L
+ D CrOCLO @ISV (1) = Weo)|PL(1)).
KL

(22)

In Eq. (22), variations with respect to the spin orbitals are
not considered. This is because, as pointed out by Nazarov
in Ref. [29], spin orbitals remain unchanged at time ¢ by the
variation of the potential at time ¢, although the time derivatives
of the spin orbitals at time ¢ should be affected by the variation
of the potential, 3177(7]-, 1) = SUZH(?j, t), as can be seen in
Eq. (12). This fact allows us to derive the variation equation for
the time-local effective potential in a straightforward manner.

C. The variation equation for the effective potential
and equations of motion for the CI coefficients

From the variation equation of Eq. (22), the effective
potential veg(7,1) = D(¥, 1) + vexi (7, t) needs to satisfy the
following linear integral equation, i.e., a Fredholm equation
of the second type (see Appendix A);

i}(?la Z)Vapprox(xia txy, 1)

ez 1 . @) ,
=2 dxz 477,'6()5 - U(r2st) Fapprox(-xlv-x27t|xl’x2vt)

2
e I 4
+3/dx2/dx3 _r® (X', X2, X3, £|X1, X2, X3, 1)
4 €03 approx \"* 1 |

_ihj;approx(xiv t|xy, 1), (23)

where Yapprox I”flgl))mx, and Fflgl))mx denote, respectively, the first-,
second-, and third-order reduced density matrices associated
with the wave function W, in the coordinate representation.

The RDMs are calculated in a manner similar to that in
Ref. [27] by using the wave function defined by Eq. (7). The
explicit definitions of RDMs are described in Appendix A. The

last term in Eq. (23) is defined as
ih);approx(x{ , l‘/|X1 1)

:ihN/dxz-../de \I/:ppmx(x{,xz,x_g,...,xN,t/)

(24)

c
dCg(t
X Z K( )CDK(xl,xz,...,xN,t).

e dt

In Appendix B, we show that we can set the potential §(r, r)
as well as the diagonal element i /i Papprox (X1, | X1, t) to be real-
valued functions. Because of this real-valuedness of d(7, t),
the single-particle TDSE of Eq. (12) describes the unitary time
propagation of the spin orbitals, Therefore, the assumption of
Eq. (9) becomes valid as long as a set of initial spin orbitals is
orthonormalized.

As shown in Appendix C, the EOMs for the CI coeffi-
cients are derived based on the Dirac-Frenkel time-dependent

023405-3



TSUYOSHI KATO AND KAORU YAMANOUCHI

PHYSICAL REVIEW A 98, 023405 (2018)

variational principle as
d - -
ihEC(t) =V(@)C(), (25)

where we have introduced a column vector with £ elements
and an £ x £ Hermitian matrix defined as

(C()L = CL@), (26)
and

(V)KL = (Pk (1) Wee = V(D) PL(1)). 27)

It should be noted that we need to know beforehand the
EOMs for the spin orbitals in evaluating the terms of
(Pg(t)|ino/ot|Py(t)), which we use in the derivation of the
EOMs for the CI coefficients.

D. Solution algorithm for the effective potential

Using the condition of the real-valuedness of #(7,t) in
Eq. (23), we can calculate the quantity defined by

A(xi, txg, 1) = [ﬁ(?l, t)— ﬁ(?Is t)]yapprox(xis tlxi, ). (28)

By setting x{ = x; in Eq. (28), we obtain A(xy, t|x;, 1) =0,
which leads to the necessary condition for the real-valuedness
of #(7, t) in Eq. (23) given by

(\I/approx(t)|[&T(xl)&(xl): V(t) - Wee”\papprox(t)) =0,
(29)

where the symbol [+, -] stands for a commutator. The derivation
of Eq. (29) is shown in Appendix D and the fact that §(7, 1)
could not be determined by simply solving Eq. (23) is explained
in Appendix E.

We assume that we have a set of orthonormalized spin
orbitals {¢r(x, 1)} (1 < k <2M and N < 2M). The represen-
tations of the Fermi field operators in Eq. (29) are given using
the set of spin orbitals as

2M

Ui =Y gix.najo) (30)
k=1
and
2M
Px) =Y delx, Da(t), (31)
k=1

where a, () and d,(t) denote, respectively, the creation and
annihilation operators of the single-particle state |k(¢)), and
the spin orbitals are defined by

di(x, 1) = (x]k(1)) = (x|a,(1)[0), (32)

with |0) representing the vacuum. The expressions of Egs. (30)
and (31) become exact as long as we use a complete or-
thonormalized set of time-independent or time-dependent spin
orbitals, that is, when M — oo.

Using the representations of Eqgs. (30) and (31) together
with the commutation relation given by

[ (1) (1), &) ()@ (t)] = Sum@) (1)) (1) — 811a) (1) (1),
(33)

we can calculate the contribution of V (¢) in Eq. (29) as
(\Ijapprox(t”[liﬁ(x)l/}(x): V(t)“\yapprox(t))
=Y (7 (x, ), (x, Dyai (1)
ijs
— @7 (x, )i (x, 1)y, (1)) V(1)
= 7. O s (@ ) () (x. 1)
ijs
=Y i D DG O@)i (i (x, 1)
ijs
= ($(x, 'Y (1), 8" (OB (x, 1), (34)

where the superscript 7' denotes the transpose of a vector or a
matrix. We define here the column vector ¢(x, ) as

(@0, ) = ($1(x, 1), ga(x. 1), ... o (x. 1)) (39)

and the 2M x 2M Hermitian matrices as

yji(t) = (‘Ijapprox(t)mj(t)&.i ()] Wapprox (1))
(i)
_ Z(_l)pl(i)+[7/(j)C}k(t)CijI([) (36)
1

and
(1) = /dx O (x, OV(F, P (x,1). 37)

In Eq. (36), the symbol Z(,’) represents the summation over the
configurations that include a spin orbital ¢; as a constituent,
Cl.jl (t) denotes the CI coefficient for a determinant that is
constructed from the determinant ®; by a single substitution,
¢; < ¢i, and the symbol p;(i) stands for the position of the
ith spin orbital in &, i.e., px (i) = j, which means thati = k;
in Eq. (8). In Eq. (36), J of p;(j) stands for @{1 representing
the single substitution ¢; < ¢; in ®;, i.e., ®; = ®/,. The
matrix y(t) is the spin-orbital representation of the 1-RDM of
Vapprox (X', 7]x, 7).

On the other hand, we evaluate the contribution of W, in
Eq. (29) as

(Wapprox (DI (1)1 (x), WeelWappron (1))

2M

=D 7 X i) — X[ (1) (x. 1)
ij

= (@, N'XT () — X*1))p(x, 1), (38)

where we have used the commutation relation
[} (1)an (1), 2l (1)a] (1)as (1)a, ()]
= Supd (1] (1)a,(1)ay (1) — 8ura (DAl (Day(1)ay (1)

+ 8kl (1A (1)ag () (1) — Sig !, (AL (1)as (1) (1)
(39)

and the expression of W, given by Eq. (E2) in Appendix E.
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We define the 2M x 2M matrix X(¢) in Eq. (38) by its
matrix elements as

2M
Xij(t) =Y _li(Og®)r)pOITS @),

pqr

(40)

where F;i)jr(t) is the spin-orbital representation of

Fégz,mx(x{, x5, t|x1, x2, 1) given by

Fﬂ(j’)jr (1) = <\IJ3PPFOX () |&JT ( )&j (1 )ap (I)&q () | lpapprox (t )> (41)
and the two-electron integrals, which are defined by
Li(DgOlr@®)p(1)] = f dxidxa ¢ (x1, )Py (x1, 1)

e 1

47'[60 r2

X

¢y (x2, Dp(x2, 1), (42)

In calculating T®)(¢), we can use the relation given by

L

L) =Y (Wapprox (]} (1)a: (1) (1))
K

X (D g (1] (1) (1) Wapprox (1))

— 831 (Wapprox ()18 (1)a (1) Wapprox (1))
— Z(_ 1)Px O+pxO+psk)+py(J) (Cle (t ))*CIJK (1)
K

— 8k vk (1),

(]
K

(43)

where the symbol > .’ represents the summation over the
configurations that include spin orbitals ¢; and ¢; as the
constituent orbitals.
We introduce the anti-Hermitian matrix B(¢) given by
B(t)= X(t)— X'(t). (44)
By substituting Eqgs. (34) and (38) into Eq. (29), we obtain

(Wapprox OITTCOT (x), V(1) — Weel [ Wapprox (1))

= (x, NV (1), 3T ()] — BT (1))p(x,1) = 0.  (45)
Equation (45) should hold for any x, and thus, we obtain
[6(r), Y(®)] = B(1), (46)

which can be regarded as the equation with which the matrix
9(¢) is determined. When the Hermitian matrix y(#) and the
anti-Hermitian matrix B(¢) are given, we can solve Eq. (46)
for the Hermitian matrix 9(¢) [30]. The Hermiticity of the
matrix ¥(¢) is a necessary and sufficient condition for the
multiplicative potential function ¥(7, t) to be real-valued.

We can construct §(7, t) using 9(¢) as

2M
0(F, 1) = (x[B()]x) = Y i (x, ()P} (x, 1)
ij
= (@0x, ) BB (x, 1)),

where we have used the notation of Eq. (35). Equation (47)
can be used to determine the effective potential using the spin

(47)

orbitals {¢;(x, )} and the CI coefficients {Ck(¢)}. By using
the expression of Eq. (13), we can show that the right-hand
side of Eq. (47) does not depend on the spin coordinate 1.

If we assume that a single exact effective potential Deg(#)
exists when 2M — oo and that the corresponding internal
effective potential U(¢) = Degr (1) — Dexc(¢) also exists, the form
of the potential defined by the right-hand side of Eq. (47)
represents the orthogonal projection of the exact operator
D(¢) onto the subspace spanned by the finite set of {¢(x, )}
(1 <k <2M) [27]. We can thus regard the expression of
Eq. (47) as an approximation of the single exact effective
potential D (7) using a finite number of spin orbitals. The
invariance of the effective potential under orbital rotation is
discussed in Appendix F and the gauge transformation from
the length gauge to the velocity gauge is shown in Appendix G.

In Fig. 1, we summarize the procedures introduced in
Secs. II B-II D in a flowchart.

E. Propagation of the wave function

In order to perform time propagation of the wave function
Wapprox (1), we need to set the initial conditions. The initial
conditions are the effective potential ver () associated with
the initial stationary-state wave function and the spin orbitals
and CI coefficients constituting the initial stationary-state wave
function.

Once the EOM for the real-time propagation of the wave
function Wpprox (1) is formulated, the wave function W,pprox
of the ground state can be calculated using the imaginary-
time propagation method as long as the ground state is not
degenerated [31-33]. Obtaining the ground state Wgpprox 1S
equivalent to preparing the initial conditions for real-time
propagation of the wave function, that is, we can use Wpprox
as the initial wave function, as Wypprox(f = 0) = Wypprox and
Verr (7, £ = 0) = vegr(F). The spin orbitals and the CI coeffi-
cients optimized for the ground state Wyppr0x are used as the
initial conditions for Egs. (12) and (25), respectively.

A possible iterative scheme for the imaginary-time prop-
agation to obtain the optimized time-independent effective
potential veg () and the optimized time-independent CI coef-
ficients for the ground state is shown in Appendix H. The spin
orbitals are obtained as the eigenfunctions of a single-particle
time-independent Schrodinger equation having the optimized
time-independent effective potential veg (7).

By using Eqs. (12), (23), and (25) we can show for real-time
propagation that the norm of the wave function is conserved
and that, as long as an external perturbation is absent, the
energy expectation value is also conserved irrespective of the
expansion length of £. In Appendix H, we also show a possible
leapfrog integration scheme for real-time propagation of the
effective potential v (7, t) and the CI coefficients.

III. COMBINATION WITH THE DENSITY
EQUATION THEORY

As long as the set of spin orbitals is complete or, equiva-
lently,if £ — oo, we can apply the variation equation, Eq. (23),
to describe an exact wave function. In this section, we consider
this ideal limit of £ — oo in Eq. (7) and assume that the
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Flow chart to calculate the variables for a multiconfiguration wave function

Multiconfiguration expansion of an N-electron wave function

c
V(zy, 22, oy, t) = Y CxO)Pk (w1, @, ay,t) Eq.(7)
K=1 A

(LTI )

. . ) Equation of motion for the spin-orbitals
Equation of motion for the Cl-coefficients

2 6(t) = VS P .
200 = Eq.25) {ma—(—Qmeﬁﬂeﬁ(wﬂ¢k(x,t)=o Eq.(12)

; A
Non-negative norm to be minimized by optimization of the effective potential
8 aoatr 89 .
N = (W) (i'FL& - H(t)) (m& - H(t)) (8, Eq.21)

'

Variation equation satisfied by the internal-effective potential

(7, t) = verr (7, 1) — vext (7, t) Eq.(20) (7, t)

2 1
371, (@t t) = 2 [ do [46 —4(@)] r @}, a0, tlay, 2o, 1)
ﬂ'Eo"‘l?

2

e d

& 3/d9€2/d$3 — (e, a0, 23, tlr1, 22,3, )
Ameqroas

— iR (@, tlag,t) Eq.(23)

}

The spin-orbital representation of the internal-effective potential

2M
() = (@F@)|z) = Y ¢ia, )55 () b5, 1) Eq.(47) P
& IR ~
550 = [ dv 6205 D5, 1) Eq.37)
Real-valuedness of the effective potential
(W [$(@1) (1), V() — Wee| [W(t)) =0 Eq.(29)
‘ 0y (1)

Equation that determines the spin-orbital representation of
the internal-effective potential

[5(), ()] = B() Eq.(46)
wit) = (WBlal®a; (D) Eq.(36)
B(t)=X(1) - X'( Eq.(44)
Xi(t) = j;jl (D) rBp®I @) Eq.(40)

r&. @ = (whalmalHa,a@veE)  Eq@)

FIG. 1. Flowchart for the derivations of the equation of motion for the CI coefficients and the internal effective potential introduced in
Sec. IL

exact ground-state wave function Wex, is calculated by the  where H, denotes the total Hamiltonian of the system having
imaginary-time propagation method. This Wex,c is the solution  no external perturbation, which means that vy (7, 1) = 0 in
of the time-independent Schrodinger equation for the lowest Eq. (4).

eigenvalue Eexac Of the relevant system as represented by We can simplify Eq. (23) by introducing the relations among
exact RDMs, which were derived by the density equation
HoWeract = Eexact Yexacts (48) theory [20,21,23]. It is shown by Nakatsuji in Ref. [21] that
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the density equation, also known as the contracted Schrodinger
equation, is equivalent to the Schrodinger equation as long
as the order (n) of the density equation is greater than or
equal to 2 (n > 2) [34-37]. As pointed out in Refs. [21]
and [38], the first-order (n = 1) density equation describes
a necessary condition to be fulfilled by the Schrédinger
equation.

We rewrite Eq. (23) using Eq. (20) for the exact ground-state
wave function as

ih?exact(xi |X1) + [f(;;l) + veff(;)l )]Vexact(xi |X1)
+2 / dxy [F(2) + et (F)IT et (X1 X511, %2) gy

= [f(;]) + vex[(;l )]yexacl(xi |X1)

n o N 21
2/dx2 1(ry) + vext (r2) + —
4]'[60 ri2

2
X Fc(exz)lct(x; i xé|xlv x2)|xé=x2

+3/dX2/dX3
dmey ry

where we omit the time arguments in the RDMs and that in
Vexact- In Eq. (49), for convenience in the following discussion,
we have added on both sides the kinetic energy operators
f(7) operating on the 1-RDM as well as on the second-order
reduced density matrix (2-RDM). The operator 7(7;) acts on
the unprimed argument x; in the RDMs.

The first-order density equation, which was first reported
by Nakatsuji [21] for exact RDMs, is given by

3) i
Fexact(-xlv X2, -x3|x1’ X2, x3)7

(49)

Ecxact Vexact (-xi |x1)

= [f(;:l) + vext(’_;l )]Vexacl(x; |X1)

no N 2
+2/dx2 |:l(i’2)+ Ve (72) + —}
47‘[6() ri2

x T (el 2t 1) g + 3 / dx;

)
1
/ d)h F(3)
dmweyg ry

(50)
|

exact(xi’ X2, X3]X1, X2, X3).

By subtracting Eq. (50) from Eq. (49), we obtain the relation
Eexact Vexact ()Ci |)C1 )

= ih?exact(xi |x1) + ]’Aleff(?l)yexact(xi [x1)
/ s her T} B lx1 ) lprse (1)

where the single-particle effective Hamiltonian fzeff(ﬂ) is
defined by

hete (Fr) = £(71) + vete (7). (52)

Equation (51) should be satisfied by an exact wave function,
and at this point, Eq. (51) is more stringent compared to the
variation equation, Eq. (23). Because there is i /i Jexact (X |x1) On
the right-hand side of Eq. (51), this equation is different from
the first-order density equation describing a noninteracting
electron system, that is, a model system that is described
by a Hamiltonian composed of only single-particle operators.
Because Eq. (51) is derived from the combination of the varia-
tion equation, Eq. (49), and the first-order density equation,
Eq. (50), we refer to Eq. (51) as the variational first-order
density equation. As shown in Appendix I, a formula with
which we can calculate the total energy FEexaet iS oObtained
by performing the integration with respect to x; after setting
x; = x1 in Eq. (51) as

Eexact = /dxl heff(;:l )Vexact(xi |x1)|xi:x1

1
v / dx1 iiFexact (X111, (53)

We note that we cannot determine the origin of the effective
potential that can be treated as the common diagonal elements
of A, in ¥ in Eq. (46), i.e., an energy displacement by A,
for all spin orbitals, because the diagonal matrix A, 1 always
commutes with y. However, the displacement A, does not
change the ground-state energy of the system because the
contribution of A in Ex,¢ cancels out as

1
Ae/dxyexact(x|x) + N/dx (Wexact (X ) (=N Ae)|Wexact)

=0 (54)

in Eq. (53).

The procedure adopted in the derivation of the variational first-order density equation can also be applied to an exact time-
dependent wave function. Using the time-dependent DET developed by Nakatsuji in Ref. [22], the first-order time-dependent

density equation for an exact wave function is expressed as

.. 0 N -
lh_yexact(xi’ t/|x1’ t) = [t(r1) + Vext (11, t)]yexact(xia t/|xl’ t)

ot

+2/dx2 |:f(?2)+vexl(?27t)+

+3/dXQ/dX3
47‘[60

2) / /ol
4 e E}Fexact(xl’ X, 1 lx1, X2, t)|X§=X2

r®

ex(ict(xlv-XZ’x%’t |x|’x25x35t) (55)

where the time derivative is taken only for the unprimed argument ¢ in the same manner as in Ref. [22].
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On the other hand, similarly to the derivation of Eq. (49) from Eq. (23), we rewrite Eq. (23) for the time-dependent case as

follows:

Ly PN - P - 2
i Rfexact (X7, 1 |x1, 1) + [F(F1) + vetr (F1, )] Vexact (X1, X1, 1) + 2/07)62 [1(r2) + vegr (2, l)]réxicl(xi, x5, 1 |x1, %2, )=,

2
e - PR - er 1
= [F(F1) + Vext (F1, )] Vexaet (X1, 1|31, 1) + 2 / dx; [r(m + Vet (P2, 1) + ——]réi;a(x;, X5, ' |X1, X2, D)l xjms
47'[60 r12 -
2
e 1 (3) / /
+3 | dxy | dxs Tme r—Fexacl(xl,xz, x3, t'|x1, X2, X3, 1). (56)
0723

By subtracting Eq. (56) from Eq. (55), we obtain the relation

ot

where the single-particle time-dependent effective Hamilto-
nian is defined as

et (F1, 1) = £(F1) + vee (F1, 1). (58)

We refer to Eq. (57) as the variational time-dependent first-
order density equation.

In solving Eq. (57), we may set the following initial
conditions:

Vet (7, t = 0) = vee (7), (59)
Vexact (X1, 1" = 0lx1, 1 = 0) = Fexact (x]1x1), (60)
Vexact (X1, 1 = 0|x1, 1 = 0) = Vexact (¥} X1), (61)
and

2 2
T (x], x), 1 = 0lxy, x2, 1 = 0) = T (X}, x}1x1, X2),
(62)

where the quantities on the right-hand sides of the above equa-
tions are calculated for the exact ground-state wave function.

The variational time-dependent first-order density equation,
Eq. (57) can be rewritten as an EOM for RDMs having a
single time argument 7 by using the Hermitian property of the
RDMs as

9 /
lhgyexacl(xl’ tlxi, 1)
= [ﬁeff(?l’ t)— ﬁeff(?{» t)]yexact(x;a tlxy,t)

+ i [Pexact (X7, H1X1, 1) + Pl (X1, £, D] (63)

where we use the relation

0 0
lhayexact(x;a tlxi, t) = lhEVexact(x;a tllxl, D=

oy '
B [lhgyexact(xla [/|Xi’ t):|

t'=t

(64)

.0 . P P 2
lh_yexact(xg’thlyt) = lhyexact(x;a t,|xla 1) + hege (11, I)Vexacl(x;’ tllxl, t) ~|—2/d)€2 hegr (12, t)réxzm(x;,xé, t/|xlax2’ t)|x£:x25

(57)

(

By applying the expansion of Eq. (DS5) to the second line of
Eq. (63), we obtain

ih%yexm(xi, tlxy, 1)
= [hefr (F1, 1) — hest (Fy, )] Vexact (X1, 11, 1)
F (Weract O DY (1), H ()= Hegr ()] Wexaet (1))
(65)

Alternatively, from the first-order time-dependent density
equation, Eq. (55), we can derive

.0
lh&yexacl(x{, tlxy, 1)

= [A(F1, 1) — h(F}, O] Yexact (X1, t1x1, 1)

62 1 1 ) ,
+2 | dx, — — — |Teact (X1, X2, tx1, X2, 1).
drweg L ri2 112

(66)

The expression of Eq. (66) corresponds to the first member of
the BBGKY hierarchy equations [24] that describe the time
evolution of a many-body fermionic system in a pure state in
terms of RDMs. Equation (65) plays the same role as Eq. (66)
within the present effective-potential theory. On the right-hand
side of Eq. (66), the two-particle Coulombic potential appears
in the second term. On the other hand, on the right-hand side of
Eq. (65), the two-particle Coulombic potential contributes to
both the first and the second terms. In the first term, a part of the
two-particle Coulombic potential, which can be represented by
single-particle operators, is included in the effective potential
in ﬁeff(7, t). In the second term, the remaining part of the
Coulomb potential is included in the two-particle operator
represented by I:I(t) — ﬁeff(t) = Wee — V.

By taking steps similar to those used in the derivation of
Eq. (45), we can further rewrite the second term on the right-
hand side of Eq. (65) as

(Wexact O DT (x1), H () — Hegr ()] Wexaer (1))
= (¢(x}, 1)) (BLer (1) — [V ), 3T (D)) (x1, 1), (67)
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where the matrix Bex,i(f) is defined by Eq. (44). On the
other hand, from the real-valuedness condition of the effective
potential of Eq. (46), the right-hand side of Eq. (67) vanishes
identically, and consequently, we can write Eq. (65) as

lhayexact(xla”xl»t):[heff(rlat)_heff(rlvt)]

X yexact(xia llxlv t) (68)

Equation (68) shows that the effect of the two-particle operators
in the original Hamiltonian, Eq. (2), is properly described by
the effective potential of the first member of the BBGKY
hierarchy. Because the effective potential veg (7, ¢) in ﬁeff(7 1)
is determined by Eq. (46), v (7, t) is determined not only
by the 1-RDM but also by the 2-RDM. This means that the
2-RDM is indirectly used in Eq. (68).

IV. COMPARISON WITH OTHER THEORIES

A. Comparison with localized Hartree-Fock theory

A variationally optimized time-dependent local effective-
potential theory within a single-determinantal approximation
is formulated by Nazarov in Ref. [29], which can be regarded
as an extension of the existing localized Hartree-Fock (LHF)
theory [39] to the time-dependent LHF (TDLHF) theory. The
LHF theory for stationary-state calculations can be regarded
as a good approximation [40] to the optimized effective-
potential theory [41,42]. In LHF theory as well as TDLHF
theory, the effective potential is optimized by using a single-
determinantal wave function. On the other hand, in the present
study, the multiconfiguration expansion of Eq. (7) is adopted
for representing the wave function. Therefore, the present
effective-potential theory can be regarded as an extension of
the procedure developed in Ref. [29]. Indeed, we can obtain
from Eq. (23) the expression of the time-dependent localized
exchange potential derived in Ref. [29] by assuming a single-
determinantal approximation in Eq. (7). We note that, within
a single-determinantal approximation of the wave function,
i h Papprox (%1, t'|x1,1) = 0 in Eq. (24), and thus, Eq. (23) is
expressed as

ﬁ(?lv t)yapprox(xlv t|X1, t)

2
e 1 o
= Z/dxz [ — — (P, r)] Do o (X1 X2, £ x1, X2, 1)

47[60 ri2
et 1
+3 d)C2 d.X3 e
47'[60 3
x D) o (1, X2, X3, X1, X0, X3, 1) (69)

approx

for x| = x;. We can see that Eq. (69) is exactly the same as the
equation derived in Ref. [29] with which the time-dependent

exchange potential v, (7, ¢) defined as
v (F, 1) = B(F, 1) — vn(F, 1) (70)

was determined, where vy (71, t) denotes the time-dependent
Hartree potential given by

2 - -
N ry,o,tlry,o,t
e Z/drz Yapprox (72 |72 ) 1)
o

47‘[60 r2

vu(Fi, 1) =

It is noted that the effective potential for the TDLHF is
derived by deleting the last term on the right-hand side of
Eq. (23). However, this term plays a central role in deriving
the effective potential for a wave function represented by a
multiconfigurational form as explained in Sec. IID.

B. Comparison with MCTDHF

In the present approach as well as in the MCTDHEF, we adopt
a multiconfigurational wave function as an approximation of
an exact wave function and optimize the CI coefficients based
on the Dirac-Frenkel time-dependent variational principle.
However, in the present formulation, we optimize the effective
potential to generate and propagate the spin orbitals. On the
other hand, in the MCTDHEF, we optimize the orbital func-
tions directly. Consequently, the ground-state wave functions
calculated by these two methods are different. Within the
single-determinantal approximation of the ground state, the
Hartree-Fock state [3] is obtained by the MCTDHF while
the localized Hartree-Fock state is obtained by the present
approach. This is because, within the MCTDHF, we take
the variations with respect to all the spin orbitals to derive
variation equations for spin orbitals. In the present formulation,
by contrast, the variation equation is derived by taking the
variation with respect to the effective potential under the
constraint that the effective potential is local and real-valued.
Because of this difference in the variational procedures, the
ground-state energy calculated by the LHF theory is always
higher than that calculated by the Hartree-Fock theory [39,40].
However, this difference is expected to be reduced when we
adopt the multiconfiguration expansion as suggested by the
expansion theorem [27].

The difference between the variations adopted in formulat-
ing the MCTDHF and the variations adopted in the present
theory is also reflected in the property of the potentials that
generate the spin orbitals by which the total wave function is
constructed. Within the MCTDHE, if we rearrange the EOMs
for the spin orbitals so that they are expressed in the form of the
single-particle TDSE, all the operators other than the kinetic
energy become complex-valued and orbital dependent as
exemplified by the TDHF potential in the single-determinantal
approximation [43,44]. Within the present formulation, we
can always find the single real-valued effective potential, and
thus, the EOM for the spin orbitals is a single-particle TDSE
specified by the effective potential. Alternatively, the EOMs in
the MCTDHEF are derived as coupled nonlinear equations for
the spin orbitals. Because a variety of established algorithms
can be used in solving the single-particle TDSE, the numerical
implementation of the propagation of the spin orbitals by the
single-particle TDSE specified by the effective potential is
more straightforward than that in the MCTDHF. According to
the real-time propagation scheme proposed in Appendix H, the
multiconfigurational wave function and the effective potential
are determined simultaneously in a self-consistent manner.
Therefore, using an EOM for the propagation of the spin
orbitals, the variation of the time-dependent effective potential
in time is reflected directly to the motion of the spin orbitals.
This situation is in contrast to the conventional construction of
a time-dependent single-particle potential [17,19]. Within the
MCTDHEF theory, the time-dependent single-particle potential
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for the time-dependent natural spin orbitals can be calculated
after the calculation of the time-dependent many-electron wave
function [43,44].

It is true that the present effective-potential theory defines
only a necessary condition to be fulfilled by a many-electron
TDSE. However, if the solution of a many-electron TDSE is
obtained as the total number of spin orbits is increased, the
converged solution can be regarded as a numerically exact
solution based on the expansion theorem as in the case of
MCTDHEF calculations.

C. The N-representable problem

Within the DET, we cannot judge whether a given RDM
is derived from an antisymmetrized N -particle wave function
[45], that is, we cannot solve the N-representable problem
[38,46]. However, the solution of the variation equation,
Eq. (23), is free of the N-representable problem because the
RDMs are constructed directly from the wave function of
Eq. (7), and therefore, the density equations, Egs. (50) and (57),
can be used for the solution algorithms by which the effective
potential is calculated.

We note that some necessary conditions for RDMs to be
N-representable have been obtained [35-38], and therefore,
the ground-state energy can be calculated without using a wave
function by making accurate reconstruction functionals for the
higher order RDMs using a trial 2-RDM [34-38,47-50]. It
can be said that the original goal of the DET is satisfactorily
achieved by adopting these accurate reconstruction function-
als. Recently, the propagation algorithm of a 2-RDM without
a wave function was tested and the numerical result confirms
that the reconstruction functional for a time-dependent 3-RDM
from a time-dependent 2-RDM is stable and accurate [51]. On
the other hand, in the present theory, the RDMs are calculated
using the time-dependent wave function of Eq. (7), in which the
occupied spin orbitals and the CI coefficients are propagated
in time by the explicit EOMs, Eqgs. (12) and (25), respectively.
Therefore, the RDMs treated in the present theory are free of
the N-representable problem.

D. Comparison with Lowdin’s effective-potential theory

Brenig [52] showed that CI coefficients that correspond to a
single substitution from a reference configuration ®x_; = &,
can be eliminated when the magnitude of the norm
[(D|Wexact) | 1s maximized, that is, the exact ground-state wave
function Wey,e can be written as

\Ilexact = C]CI)I + chf;qq){;q

i<j p<q

+ Y Y et (72

i<j<k p<q<r

where the indices i, j, k, ... denote spin orbitals constituting
®y, p,q,r,... denote other spin orbitals, and all the spin
orbitals are orthonormalized. @f}q denotes a Slater determinant
obtained by the orbital substitutions of (p,q) < (i, j) in
®;, and @fj‘ff by (p,q,7r) < (i, j, k) in ®,. An exact wave
function having the structure of Eq. (72) is said to satisfy the
Brillouin-Brueckner condition [53] and the spin orbitals are
referred to as Brueckner orbitals.

Apparently, the multiconfiguration expansion that satisfies
the Brillouin-Brueckner condition can readily be constructed
using the general expansion of Eq. (7) by setting the CI
coefficients to be 0 for the Slater determinants generated by
the single substitution from @;. This means that, by assuming
the multiconfiguration expansion of the wave function that
satisfies the Brillouin-Brueckner condition and by perform-
ing imaginary-time propagation, we can obtain the effective
potential that generates Brueckner orbitals in the form of §(F)
defined by Eq. (47) using the solution of ¥ for Eq. (46).

Note that the choice of the CI coefficients as shown in
Eq. (72) works as a constraint for the orbital rotation discussed
in Appendix F and fixes the spin orbitals uniquely to be
Brueckner orbitals. Therefore, we can see that the present
procedure to determine the effective potential based on the
expansion of Eq. (72) establishes a way to construct the
effective potential, whose existence was pointed out by Lowdin
in Ref. [25], which generates the exact self-consistent field
orbitals, i.e., Brueckner orbitals.

E. Comparison with Slater’s effective-potential theory

In the effective-potential theory proposed by Slater for
a multiconfigurational wave function [26], the effect of the
electron-nuclear interaction is not included in the effective
potential, and thus, the effective potential V,(x) defined in
Ref. [26] corresponds to #(#) in our formulation. For a spin-
singlet state with an even-N electron system, Slater’s effective
potential is independent of spin variables, and thus, V.(x;) =
V.(71), and we can write the effective potential defined in
Ref. [26] as

f(dx;)wxl, e Wee W, )
Ve(xl) =

, (73)
/(dx{)\ll*(xl, o XNV, LX)

which corresponds to #(F) in the present study as explained
below. Because the discussion below can be applied both to
an approximated and an exact wave function, hereafter, in
this section, we omit the subscripts “approx” and “exact” for
the wave function and for the RDMs. For the ground state,
our variation equation, Eq. (23), for the effective potential is
represented by

v(r)y (xrlxr)

2 1 .
=2/de[ < —ﬁ(rz)]r(”(xl,xﬂxl,xz)
47'[60 I

2
1

+3/dxz/dx3 ¢ — TP (xy, x2, X301, X2, x3)
47T60 3

— By (xi|xp). (74)

Alternatively, we can rewrite Eq. (73) as

1
— TP (xy, x20x1, x2),  (75)
47'[60 13¥)

By (i) = 2 f dxs
where we use the relation of

Ve(r1) = B(F). (76)
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From comparison of Egs. (74) and (75), we find that

R(xy|x1) = ihp (xi]x)) + 2 / dxy 9(F)T P (x1, x2|x1, x2)

e? 1
-3 d)CQ d)C3 e
47‘[6() r3

x T (xy, x2, x30x1, X2, X3) (77)

is missing in Slater’s formulation. Using the relation expressed
by Eq. (J7) in Appendix J, we can rewrite Eq. (77) as

1
R(xi|x1) = Z/dxz —— —TP(xy, x2]x1, x2)
47‘[6() ri

— () y (x1]x1), (78)

which will be 0 if we use Slater’s assumption, Eq. (75). There-
fore, we see that Slater’s effective potential can be deduced
within our approach by imposing a constraint represented by
R(x1]x;) = 0 in Eq. (77) to the variation equation, Eq. (74).
In this sense, the imaginary-time propagation scheme for
obtaining the optimized spin orbitals for a ground state shown
in Appendix H can be regarded as the exactification of Slater’s
approach based on the well-defined variational formulation.
As shown by Lowdin [27], we can derive Slater’s effective
potential as an averaged potential of the optimized spin orbitals
starting from the so-called extended Hartree-Fock equation.
Finally, we note that Eq. (74) as well as Eq. (75) can be
applied to describe a time-dependent wave function if they are
used together with the EOM for the CI coefficients of Eq. (25).

V. SUMMARY

In the present study, we have proposed a theory to solve
the time-dependent Schrodinger equation for many-electron
systems in which a time-dependent local effective potential is
introduced to determine the time-dependent spin orbitals. For
the time-dependent problem, the spin orbitals are propagated
by a time-dependent single-particle Schrodinger equation with
the time-dependent effective potential starting from the initial
spin orbitals determined for the many-electron ground-state
wave function. In order to describe the many-electron ground-
state wave function, we define the spin orbitals as the eigen-
functions of a time-independent single-particle Schrédinger
equation with a time-independent effective potential.

Based on the time-dependent variational principle, we have
derived a variation equation [Eq. (23)] by which the effective
potential is determined. We have provided Eq. (46), with which
we can determine the spin-orbital representation of the internal
effective potential, establishing a relation among the first-
and second-order reduced density matrices and the Coulom-
bic interaction operator in the spin-orbital representation.
Equation (46) ensures that the effective potential is a real-
valued function. The effective potential is also shown to be
invariant under the rotation of the spin orbitals.

We have introduced a possible iterative scheme for
imaginary-time propagation to obtain the optimized time-
independent effective potential and the optimized time-
independent CI coefficients for the ground state and a leapfrog
integration scheme for real-time propagation of the effective
potential and the CI coefficients.

By combining the variation equation, Eq. (49), with the
first-order density equation, Eq. (50), we obtain the variational
first-order density equation, Eq. (51). For the time-dependent
case, can also combine our variation equation, Eq. (56),
with the time-dependent first-order density equation, Eq. (55),
and derive the variational time-dependent first-order density
equation, Eq. (57). By setting the two time arguments used in
Eq. (57) to be identical, we can derive the first member of the
BBGKY hierarchy using the time-dependent single-particle
effective Hamiltonian as Eq. (68).

We have shown that the variational equation for the effective
potential [Eq. (23)] gives the effective potential derived by
Nazarov in Ref. [29] in the time-dependent localized Hartree-
Fock theory and have derived the effective potential for the
time-dependent localized Hartree-Fock theory by neglecting
the last term on the right-hand side of Eq. (23). On the other
hand, for a wave function represented in a multiconfigurational
form, we have shown that the neglected term in Eq. (23) plays
an essential role in deriving the equation by which the effective
potential is determined [Eq. (46)].

Based on the comparison with the present formulation,
we have clarified that we can calculate the effective potential
that generates Brueckner orbitals proposed by Lowdin by the
present formulation by assuming a wave function satisfying the
Brillouin-Brueckner condition and that we can derive Slater’s
effective potential for a multiconfigurational wave function
by imposing the constraint R(x;|x;) = 0 in Eq. (77) to the
variation equation for the effective potential of Eq. (74) derived
in the present study.

We can apply the present effective-potential approach to the
description of the dynamics of bosonic systems and systems
consisting of bosons and fermions. In order to describe a
non-Born-Oppenheimer molecular wave function, we have to
introduce nuclear amplitudes in the MCTDHF method [12,54].
It may also be possible to construct a non-Born-Oppenheimer
wave function within the present effective-potential theory by
introducing another effective potential for the nuclear motion
in addition to the effective potential for the electronic motion.
As proposed in an earlier MCTDHF paper [55], we are able
to calculate the effective-potential functions for the excited
states by projecting out numerically the wave functions for the
electronic states, having lower energies, starting from the first
excited state.
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APPENDIX A: DERIVATION OF EQ. (23) FROM EQ. (22)

In this Appendix, we omit the subscript “approx” for the
wave function and for the RDMs because the derivations here
can also be applied to an exact wave function.
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The permutation symmetry of the wave function with respect to the coordinates of the particles simplifies the expression of
Eq. (22) as

dCg(t -
0=ihy CZ( )/dxl.-./dx,v\p*(xl,xz,...,xN,z)aﬁT(rl,t)\p(xl,xz,...,xN,t)
K

—l—/dxl~-~/de\I/*(x1,x2,...,xN,t)SﬁT(?l,t)

N 2 N
ZN - e 1
X P U(rj,t)_ 47[60 §<j E \Ij(xlax29""xN5t)' (Al)

Equation (A1) should hold for an arbitrary variation of 8T (¥, 1), and thus, we obtain

dCk(t
0=ihzd—Kt()/de‘-‘/de\IJ*()ﬁ,Xz,...,XN,t)q)](()C],)CQ,...,xN,l)
K

N 2 N
e 1
dxy - [ dxyW*(x1, x2, ..., XN, ¢ (7, t) — — 2 W(xy, X2, ..., XN, t
+/ X2 /XN (x1, x2 XN, 1) ;v(r, ) 47160;”] (x1, x2 XN, 1)
N N
: dCk(1) P . o é? 1
:lh; - /(dxl)np <I>K+/(dx1)\ll ;””"’”_mogjﬁ,« v, (A2)

where we adopt the notation [27]

/(dxi)E/dxzn-/de. (A3)

Using the permutation symmetry of the wave function Eq. (A2) can be rewritten as

dCx(t - - , 21
0= ihz ﬁ/(dxi) WDy + /(dxi) i (r, )W + (N — 1)/(dxi) U i(rs, 1)V — (N — 1)/(dx1) \a ¢ —Vv
z dt drey rin
1 AR
—=(N-1)((N=2) | (dx)) ¥ —, (A4)
2 47[60 a3
We introduce the notation given by Eq. (24) to the first term in Eq. (A4) as
£ dCk ()
ihy(xy,t'|x1,t) = ihN /(dxi) WH(X], X2, X3, .., XN, 1) Z ;t D (x1, X2, ..., x5, 1). (A5)
K=1
The 1-RDM y associated with time-dependent many-electron wave functions W(¢') and W(z) is defined by
y (2, 1) = (RO g ()W)
= nCi /(dx;) W (], X2, X3, ..y XN, E)W(XY, X2, X3, .o, XN, 1), (A6)

where ¥(x;) and ¥/ (x;) are the creation and annihilation field operators for the fermion, respectively, and I'® and I'® are
defined, respectively, as

I (xp, x5, 1 )xp, xp, 1) = % (W DT )T )P () W(1))
=NCs /(dx{z) WH(X], X5y X35+ ooy XN, E)W(X1, X2, X3, 0.0y XN, 1) (A7)
and
TP (x, x5, x5, 2 |x1, X0, x3, 1) = % (WP DT T T (e () ()| W (D))
= yC; /(dxim) W (], Xy X5y X4y - ooy XN, DW(X1, X2, X3, X4y ..y Xy, 1), (A8)
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In Egs. (A7) and (A8), we adopt the notations [27]

/(dxiz) = /dx3~-/dx1v and /(dxiB) = /dx4~-~fde. (A9)

By using Egs. (AS), (A7), and (A8), Eq. (A4) is rewritten as
0 = ihp(xit'|xit) + 0(Fy, Dy (x), t']xy, 1)

2
R e 1
+2/dxz f)(VZJ)FQ)(xi,XZsf/|xlsX2»t)—2/dx2 — TP}, xp, t'|x1, X2, 1)
47'[60 r2
2
€ 1 3) /s ,
=3 | dxadx; — I (x), x2, x3, '|x1, X2, X3, 1), (A10)
47T60 3

which is Eq. (23).

APPENDIX B: REAL-VALUEDNESS OF THE EFFECTIVE POTENTIAL

In this Appendix, we show that the effective potential ve (7, t) given as the solution of Eq. (23) can be taken as a real-valued
function. We omit the subscript “approx” for the wave function as well as for the RDMs because the derivations here can also be
applied to an exact wave function.

The diagonal element of the variation equation, Eq. (23), is rewritten using the relation of Eq. (20) as

iRy (i, tlxn, 1) + vere (71, 1)y (x1, tlx1, 1) + 2/dx2 Vet (P2, )T P (x1, X2, tx1, X2, 1) = Vet (F1, 1)y (x1, t]x1, 1)

et 1 R et 1
+2/dx2 [4716 r—+vext<rz,r)]ﬂ”(xl,xz,nxl,xz,r)+3/dx2/dx3 e r—r(”(xl,xz,xs,r|x1,x2,x3,r>. (B1)
0712 0723

On the right-hand side of Eq. (B1), the first, second, and third terms are all real-valued because they are represented by the

operation of the Hermitian operators on the Hermitian RDMs. Consequently, the left-hand side of Eq. (B1) should be real-valued.
We rewrite the first term i (x1, t|xy, t) in Eq. (B1) as

dCk(t)

dt

ihp (e, tlx, ) =ihy (W) APk (1))
K
=) Ve (OCL() (W) [A(x)| Dk (1))
KL

=D CL) (WDIAGDI Pk (1)) (Dk ()] Wee — Verr (1) + Vext ()| DL (1))

KL
= (WA [ Wee — V(O W(1))
= (WOIAC)IH ) — Her(1)]19(2)), (B2)

where 7i(x;) denotes the density operator represented by
ZEDERAICHICH (B3)

In the second line of Eq. (B2), we have used Eq. (25). In the third line, we have used the expression of the resolution operator
onto the CI space spanned by a finite number of Slater determinants

=Y 10k@) @k (). (B4)

K

In the fourth line, we have used the notation of Eq. (20).

In order to show that the effective potential veg (¥, ) can be real-valued, we first assume that the effective potential is complex-
valued and is described as ves (7, 1) = vl (7, 1) + iv) (7, t). The contribution of the imaginary part of the effective potential to
the term iy (xy, t|x], t) on the left-hand side of Eq. (B1) is given by using Eq. (B2) as

S{iAP (xr, tlxy, 1)} = — (W(@)]A(x) / dxy Ul ()0l (Fas T (x2)|W(1))
=— / dxy i (0, 1) (W8 (x1 — x2)A ) + 9T e T o) P (o) ()W (2))
= — vl (F1, Dy (x1, tlxy, 1) — 2/dx2 V(7 OT P (x1, X2, t]x1, X2, 1). (B5)
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On the other hand, the contribution of the imaginary part of the second term and that from the imaginary part of the third term on
the right-hand side of Eq. (B1) are given by

S[veff(a, )y (xi, tlxy, 1) +2 f dxy Vegr (P2, )T (x1, xa, t]x1, X2, z)]

— G Dy Ger t 1)+ 2 / dxy vl (P DT (a1, 2. 11, 2 1), (B6)

"

The imaginary parts, Eqs. (B5) and (B6), cancel each other out in Eq. (B1) regardless of the value of v/ (7, ). Therefore, we are
allowed to adopt the simplest condition of v/ (7, #) = 0 throughout the formulation, and consequently, from Eq. (B5), we find
that iAy (x1, t|x;, t) is real-valued.

APPENDIX C: DERIVATION OF EQ. (25)
In this Appendix, we derive the EOM for the CI coefficients based on the Dirac-Frenkel time-dependent variational principle
[15,16], which is expressed as
0 N
(6W(r)|ih§ — H(@®)|¥(®)) =0, (ChH

where §W(¢) denotes a possible variation of the wave function. In this section, we omit the subscript “approx” for the wave
function and for the RDMs because the procedure below is applied not only to an approximated wave function but also to an exact
wave function. In order to obtain the EOMs for the CI coefficients, we consider the variation of the wave function defined by

AW(r)

SW(t) = 3Ce (D) = Ok (1). (C2)
By substituting Eq. (C2) into Eq. (C1), we obtain
0 N
(q)K(t)IiﬁEI‘IJ(t» = (D ()| H(1)|W(1)). (C3)
The left-hand side of Eq. (C3) can be rewritten as
0 dc 0
D (@x(Olif | @L(0) Colt) = i st(t) (@ (I ®LW) + D (@ (Oif | ®1(0) CL(1)
L L L

dcC N
= E ih st(t)SKLvL E (@k (| Hepr ()| PL(1)) CL(1)
L L

dCxk
dt

=ih

O S (kA Ol ®L0) CL0), (C4)
L

where we have used the definition of Eq. (12) in the first line to express the £ x £ matrix element of (® k()| Her ()| @1, ()) and
Eq. (10). Alternatively, using Eq. (7) we rewrite the right-hand side of Eq. (C3) as

(®x (O|H )| ¥(t)) = Z (@ (DA )| DL(1)) CL(1). ©s)
L
By substituting Egs. (C4) and (C5) into Eq. (C3) and by using Egs. (2), (15), and (20), we obtain
dC . _
i ;z(t) — XL: (Dk ()| Wee — V()| DL(1)) CL(1), C6)

‘We note that the result expressed by Eq. (C6) can also be obtained by applying McLachlan’s norm minimization principle [28].

APPENDIX D: DERIVATION OF EQ. (29)

In this Appendix, we derive Eq. (29). We omit the subscript “approx” for the wave function and for the RDMs because the
procedure below can also be applied to an exact wave function. First, by taking the complex conjugate of Eq. (23), we obtain

2

~07 *0, ) _ ¢ i_~ = Q)x
U("l,t))/ (-xl?t|-xl’t)—2 d-x2 v(r27t) r (-xlvxZ’tlxlaxZat)
47'[60 r2

2

1

+3/dx2/dx3 4; T (xf, . 1 s 1)+ TP 1 ), (D1)
0723
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where we have used the fact that we have chosen the effective potential to be real-valued. Using the Hermiticity of the RDMs,
the left-hand side of Eq. (D1) and the first and second terms on the right-hand side of Eq. (D1) can be rewritten as

2

o 1
D(F1, 1)y (xyp, tlx), 1) = Z/dxz[ (. z)}r<2>(xl,xz,r|xl,x2,r)
47’[6() r2

+3/dx2/dx3 L POy, 32, x5, 115 20 3, 1) PG £, 1), (D2)
47T60 r3

If we exchange the coordinates x| and x; in Eq. (D2), we obtain

- 21
ﬁ(ri,r>y<xi,t|x1,r)=2/dx2[ (Y t)]ﬂ”(xi,xz,nxl,xz,r)
47T€0 ryn
er 1 3,
+3/dx2/dx3 —TO(x, x2, x3, tx1, X2, x3, 1) + iAP*(x1, 1]x], ). (D3)
47‘[6() r3
By subtracting Eq. (D3) from Eq. (23), we obtain
’ ~ = ~c2/ / ez 1 1 (2)
Axy, txy, t) = [0(r, 1) — 0@, D]y (x), txg, ) =2 | dx — — — [T9(x], x2, tlxy, x2, 1)
dmeg [ ri2 112

— iRy (xy, tlxn, 1) + 77, tlxg, 1)

e? 1 1 @)/ P N N
= 2/d)€2 — = — |7 xa, ten, X2, 1) = (WOIY (Y (x1), Wee = VOIIW(@)),  (D4)

r2 2

where, in the last line, we have used the relation

dCK(t)

L
ihp(x), tx). 1) = ih Z (O DT )P (1)) = Y Coe) (WO DY ) Wee — VON L))
L

= <~v<r>wﬂ DT )[Wee = VONW@)), (D5)
which can be derived from the right-hand side of Eq. (24) in a manner similar to that used in the derivation of Eq. (B2). By setting
x; = x; in Eq. (D4), we obtain Eq. (29).

APPENDIX E: DIFFICULTY IN DIRECT DETERMINATION OF THE POTENTIAL (7, t) FROM EQ. (23)

In this Appendix, we show that we could not determine the effective potential as the solution of Eq. (23) as long as we use
Eq. (25) in eliminating dCk ()/dt in Eq. (24). The right-hand side of Eq. (D5) derived in Appendix D is evaluated by using the
second quantized expression of the single-particle operator V (¢) defined by

V()= / dx YT )B(F, ) (x) (E1)

and the two-particle operator W, defined as

1 R X~ 21, n
-3 / dxs / s 1B () g () ). (E2)
TTE€Y 23

Then we obtain

3 l
—F( (X, X2, X3, t|x1, X2, X3, 1)
47'[60 ro3

2 1
i), o, 1) = 2[61)62 —Fm(xl,xz,nxl,xz,r>+3/dx2fdx3
477,’6() ri2

—0(F1, Dy (], tlxy, 1) — 2/dx 0, OTP(x, x], t]x, x1, 1). (E3)

This reproduction of the variation equation, Eq. (23), essentially stems from the use of the assumption of the single-particle
TDSE, Eq. (12), in deriving the EOMs for the CI coefficients as shown in Eq. (C4). In order to obtain #(7, t) as the solution
of Eq. (23), we need an additional condition imposed on Eq. (23). That condition is real-valuedness of the effective potential
Degr (7, 1) or, equivalently, real-valuedness of the internal effective potential (7, ).

APPENDIX F: PROPERTY OF EQ. (46) UNDER ORBITAL ROTATION

In this Appendix, we consider the property of Eq. (46) under orbital rotation and transformation of the CI coefficients associated
with the orbital rotation that keeps the wave function unchanged. Using a 2M x 2M unitary matrix u, the orbital rotation from
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a set of spin orbitals {¢;} to a new set of spin orbitals {¢, } can be represented by

2M
G (1) =Y diDun (1 <k, [ <2M), (F1)
=1
that is,
@) = @) u, (F2)

with the notation of Eq. (35). In order to keep the wave function unchanged under this orbital rotation, the associated change in
the CI coefficients from {C;(¢)} to {C/(¢)} should be determined so that Wy, () is represented as

L L
Wapprox (1) = Y C1(1)® (1) = Y CH (P, (1), (F3)

I=1 J=1

where the prime denotes the wave function represented by the new set of spin orbitals. The transformation from {C;(¢)} to {C} (¢)}
can be expressed as

Y

Ci(1) =Z QI P(1) Cr(t) (1< T <L) (F4)

The inner product (P, (¢)|P,(¢)) in Eq (F4) can be represented as (@, (1)|P;(1)) = det{D’! (1)}, using D’ (1), representing
an N x N matrix with elements of D (t) = <¢Jk (t)|¢y,(2)) . By using the definition of y(¢) in Eq. (36) and Eq. (F1), we can
derive the representation of the 1 RDM as

oM
Vapprox (X1 1121, 1) = (WO QT )W) = Y ¢ (x1. Odp (1. 1)Ypa (1)
ab
oM oM
= > o). D) (x. r)[z Yo (r)uaq], (F5)
pq ab
which shows that the representation of yapprox (x1, t|x1, t) using the rotated orbitals denoted y'(¢) is given by
Y = u'y@®)u (F6)
Similarly, we can show that the matrix X of Eq. (40) is transformed to X'(¢) as
X@t)=u" Xt)u. F7)
From Eq. (F7) and Eq. (44), we obtain
B'(t)= u' B(t)u. (F8)

Finally, we can show that the matrix ¥(¢) of Eq. (37) is transformed as
V()= u'v(t) u. (F9)

From Egs. (F6), (F8), and (F9), we conclude that the form of Eq. (46) determining the effective potential is invariant under the
orbital rotation, that is,

[¥'(®), YOl = B'(). (F10)

We compared the internal effective potentials obtained from Eqs. (46) and (F10). If we substitute the relation of Eq. (F2) into
Eq. (47), we obtain

B, 1) = (@' (e, )T wlB(0) w(@' (x, 1)) = (@' (x, )5 (1) (x, 1) =V (F, 1), (F11)

where we have used the relation u u' = 1 in the first line and Eq. (F9) in the second line. Therefore, we can see that the internal
effective potential (7, t), and consequently the effective potential veg (7, ¢), is invariant under the orbital rotation.

Using Eq. (F11), we can also confirm that the single-particle TDSE of Eq. (12) is invariant under the orbital rotation of Eq. (F1).
We rewrite Eq. (12) as

9 - ~ N N
ih&(‘p(x, l))T = (t 4 Vege(r, 1)) (P(x, l))T_ F12)

By multiplying both sides by u from the right, we obtain
. J - ~ ~ - e
i (@' (e, )" = (F + Ferr (7, D)@' (x, 1), (F13)
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where we have used the definition of Eq. (F2) and the conclusion from Eq. (F11). Therefore, for the time propagation of the wave
function, there is an arbitrariness with respect to the orbital rotation, although the internal effective potential remains the same
as shown by Eq. (F11). This invariance of the effective potential is suitable to analyze the motion of electrons because we only
need to refer to a single effective potential regardless of the orbitals adopted.

We note that, except for possible sets of degenerate spin orbitals of the same spatial symmetry, we could not choose arbitrarily
the unitary matrix u, which is introduced in Eq. (F1), for the imaginary-time propagation because the initial spin orbitals are
determined as the eigenfunctions of a single-particle time-independent Schrodinger equation.

APPENDIX G: GAUGE TRANSFORMATION

When we adopt the velocity gauge to describe the interaction of an electron and an external laser field instead of the interaction
represented in the length gauge, Eq. (6), it is necessary to replace the kinetic energy operator in Eq. (12) with

. n 92 1 (@ Rk
t = ——— == T t N Gl
@) 2me Or? = 2me { i or e Al )} G
where
t
A@) = —/ dr' £ (G2)
—00
denotes the vector potential of the external field. Accordingly, the single-particle TDSE represented by Eq. (12) should be read
as
2
0 1 (ha - -
ih— — = teA)p +ve(r 1)) |Pe(x, 1) =0. (G3)
Jt 2me | 1 OF

In order to obtain the effective potential in the velocity gauge in Eq. (49), it is necessary to regard 7(¥) as the right-hand side of
Eq. (G1) and assume that vey (¥, 1) = ven(7) by setting vplb(f, t) = 0in Eq. (4). Because the kinetic energy operators in Egs. (17)
and (18) cancel each other out in deriving Eq. (19), we can perform the gauge transformation from the length gauge to the velocity
gauge by simply replacing the kinetic energy operator as shown in Eq. (G1) and by nullifying the perturbation represented using
Vpb in Eq. (6) in the length gauge.

APPENDIX H: POSSIBLE SCHEMES FOR TIME PROPAGATION

In this Appendix, we propose possible numerical schemes for both imaginary-time propagation of the wave function and
real-time propagation. In this section, we omit the subscript “approx” for the wave function and the RDMs because the derivations
below can be applied not only to an approximated wave function but also to an exact wave function.

First, we consider imaginary-time propagation to calculate the converged quantities that are used in the construction of a
ground-state wave function in the form of Eq. (7). The calculation steps are as follows:

(1) We prepare a trial set of initial spin orbitals {¢,§")(x)} and CI coefficients {6 (1)}, where the superscript integer “n”
denotes the number of iterations and the argument 7 is the imaginary time. For instance, if we assume the Hartree-Fock orbitals
for the initial guess, we prepare N Hartree-Fock spin orbitals and set Cf”zo)(r =0)=1 and Cf,?zo)(t =0)=0for K > 2,
where CD(IS:?) is chosen as the Hartree-Fock state ®yg.

(i) We propagate the CI coefficients for a time increment of §t by adopting the EOM, Eq. (25), for the imaginary-time
argument 7, which is represented by

d - -
—de—C(”)(r) = V"()C"(), (H1)
T

where the matrix element of V V(1) is evaluated by using {qb,E") (x)}and {5‘ ) (7)}. The norm of the CT coefficients is not maintained
in the course of the time propagation represented by Eq. (H1) because the propagation is not unitary. We thus renormalize the
propagated CI coefficients {6‘ (7 + §7)} so that they fulfill ), |C g’)( 7 + 687)|> = 1 and regard the renormalized CI-coefficients
as {C"+D (7 + 87)). _

(iii) Next, using {¢,E") (x)} and {C"*D(z + 87)}, we calculate the spin-orbital representation of the first-order RDM as
Y+ (z + §7) and that of the second-orderas T@"+D(¢ 4 7). Using (¢ (x)}, we evaluate the two-electron integrals defined
by Eq. (42).

(iv) We solve Eq. (46) for v using the quantities prepared in step iii. Then we construct the updated effective potential using
Eq. (47) as vé?f‘m(? , T + 871). If there is no external perturbation, we can set T = vefr — Ve from Eqgs. (4) and (20).

(v) Finally, we calculate the spin orbitalsfork = 1,2, ..., N, ... asthe eigenfunctions of the single-particle time-independent
Schrodinger equation obtained by numerical diagonalization,

hz 82 - 7 n
[_2m ﬁﬂé’f’f*”(nmsr)} V) = e ), (H2)
€

where €, denotes the kth eigenvalue.
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When the conditions
{0 @) = {9 )
and
[C™ V(x4 57)) = [C™(v)), (H3)

are numerically satisfied, we regard that convergence is achieved. If convergence is not achieved, we have to iterate the above
steps i—v using the spin orbitals {¢>,£"+1)(x)} and the CI coefficients {C TV (t 4 81)} as the trial spin orbitals and CI coefficients
in step i.

We note that the eigenequation, Eq. (H2), in step v can also be solved by propagation of the single-particle TDSE in the
imaginary-time domain, as discussed in Refs. [3] and [33], by rewriting the real-time EOM for the spin orbitals, Eq. (12), as

2 2

S o2 + Vo (7, t)]d)k(x, 7). (H4)

0 $r(x, 7)
——¢r(x, )= | —
ar "
By setting veff(17 ,T) = vé'f}ﬂ) (F, 7 +87) and Py (x, T) = ¢,£")(x, 7) and integrating Eq. (H4) for 67, we obtain a propagated set
of spin orbitals {¢,E")(x, T + &7)}, which may not be an orthonormalized set. When {¢>,E">(x, T 4 47)} is not an orthonormalized
set, by using the Gram-Schmidt orthogonalization method, we are able to reorthonormalize the set of {¢,£")(x, T + §7)}. Then we

regard the renormalized set as {¢>,£"+1)(x, T+ 487)}
By using the converged spin orbitals and CI coefficients, we can construct the ground-state wave function as

L
W) X, .. xy) = Y Cx@r (X, xa, ... xy), (H5)

K=1

where we omit the time argument ts because we treat a stationary-state wave function. We note that, similarly to the Hartree-Fock
method, the orbital energy €; in Eq. (H2) is defined for the constituent spin orbitals [43] of a multiconfigurational wave function.

Next, we consider real-time propagation. For real-time propagation, there are many ways to implement numerically. When we
adopt the split operator method [56], for instance, the orbitals are propagated as

Lo St . = 8t S22 Ot
¢k(x’ t+ 5[) ~ efzt(r)ﬁe*lve(r(r,twLBt/Z)iefzt(r)ﬁ(ﬁk(x’ l), (H6)

where &t denotes a time step. In order to perform the transformation of Eq. (H6), we need to have the effective potential at
t + 6t/2, that is, we need to know the wave function W(r + 8¢/2) or, equivalently, the spin orbitals {¢y(x, r + 5¢/2)} and the
CI coefficients {Ck (¢t + 6¢/2)}. Consequently, as the initial conditions, we need to know the spin orbitals {¢y(x, ¢/2)} and the
CI coefficients {Ck(5¢/2)} in addition to {¢(x,? = 0)} and {Ck (¢ = 0)}. The quantities at t = &¢/2 are calculated by using
the results obtained from the imaginary-time propagation, i.e., the spin orbitals {¢;(x, t = 0)} are propagated for /2 using
Eq. (12) as {¢y(x,t = 6t/2) = e~ '%*"/2 ¢ (x, t = 0)} and the CI coefficients {Cg (t = 0)} are propagated using Eq. (25) under
the condition that an external perturbation is absent. In this example, the external perturbation must be imposed on later than
t = 6t/2. In this way, real-time propagation with the split operator method will be performed by using the leapfrog integration
scheme [56] with the two discretized time series t; = (0, 8¢, 26¢, ... ) and t, = (§t/2,38t/2,56t/2, ... ) alternatively.

APPENDIX I: DERIVATION OF EQ. (53)
In this Appendix, we derive Eq. (53). By taking a trace of the left-hand side of Eq. (51), we obtain

/dxlEexactVexact(xl [x1) = N Eexact- In)
On the other hand, by taking a trace of the second term on the right-hand side of Eq. (51), we obtain
2 / dx; / dxy hegr (F)TE)e (x4, X511, X2) =, = (N — 1)/ dxy hee (F1) Vexact (X 1) = » (12)
where we have used a general relation applicable to a set of the 1-RDM and 2-RDM expressed as
2= \(2) ’ N -1 ~ ’
dxidxy 1(r)T(x1, X511, X2) |5y =x, = — dxy t1(r)y (xq|xn)|xy=x, - I3)

Therefore, the contributions from the second and the third terms on the right-hand side of Eq. (51) become
/dxl /:\leff(7l )yexact(x; |xl )|xi:x1 +2 /dxl fde /:\leff(FZ)Ff(;Qct(xl s xélxl s x2)|x£:xz =N /dX1 /:\leff(;:l )Vexact(x; |X1 )|xi:x1 s (14)
which shows that Eq. (53) holds.
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APPENDIX J: THE INTEGRAL OF THE DIAGONAL ELEMENT OF EQ. (24)

We give an explicit expression of the integration of the diagonal element of Eq. (24) for a stationary state. The result is
expressed as

1 1 R
N / dxih(xlx) = / dx, / dx~—TO(x,, xalx1, x2) — / dx 5y (o). an
ri

The proof of Eq. (J1) is shown below.
First, we rewrite the left-hand side of Eq. (24) as

i (x]x) = N/dxl -~-/de (Wi, -+ x) 88 — 301 - [ Wee — V1W), 1)

where we have used the resolution of identity in the coordinate representation,
P [ax [dnbaoot ol (3)
and the matrix element of 71(x) expressed as
N
(x|l - xy) = [T 800 — x5)] [Z 8(x — xk):| (J4)
k=1

in the coordinate representation and the permutation symmetry of each wave function with respect to the coordinates of the
particles. Then the contribution from the single-particle part in Eq. (J2) is evaluated as

N/dx1-~-/de (Wlxy - xn) 8(x — x1) (x1 - xn | VW) = ﬁ(x)y(xlx)+Z/dx/ﬁ(x’)F(z)(x,x’lx,x’), Js)

and that from the two-particle interaction is evaluated as

Nfdx1 .--/de (Wl - ) 3G — x1) 061+« -y | Weol 9

1 1
:2/dx2 — F(z)(x,x2|x,x2)+3/dx2/dx3—r(3)(x,xz,x3|x,x2,x3). J6)
|r — ra| 3

By substituting Eqgs. (J5) and (J6) into Eq. (J2), we obtain

1
ihy(x|x) :2/dxz |F(z)(x,xzpc,x2)+3/dxz[dxgr—F(S)(x,xz,X3|x,x2,X3)
23

¥ —7»
—9(x)y(x]x) — Z/dx’ﬁ(x/)r‘(z)(x, x|x, x'). an
Finally, by integrating Eq. (J7) with respect to x, we derive
/dxih)?(x|x) =N / dx; /dxzr%r@kxl, Xolx1, %) — N / dxi (xp)y (xilx), as)
where we have utilized the recursive relation of the RDMs for 2 < p < N given by
/dpr(‘”)(x;, e X Xp XL X, X)) = N_—p_'_lF(p*l)(x;, e X X X ). J9)

Equation (J8) is equivalent to Eq. (J1). As can be understood from the derivation, Eq. (J1) holds for an approximated wave
function as well as for an exact wave function and can be used in both time-independent and time-dependent cases.
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