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Abstract The resultant measures of the entropy/information content in complex elec-
tronic states are discussed in the canonical position and momentum representations
of molecular quantum mechanics. The nonclassical (phase/current) supplements of
the classical (probability) descriptors of the overall entropy/information content in
electronic states are identified and the associated entropy deficiency (information dis-
tance) quantities are introduced. The Shannon (global, logarithmic) and Fisher (local,
gradient) information descriptors in both spaces are summarized, and the momentum
continuity equation is used to establish the associated probability source. General
relations between global and local information densities are examined and the etropic
principles determining molecular phase equilibria are investigated.

Keywords Continuity equations - Current/phase information descriptors -

Equilibria in momentum space - Information theory - Quantum entropy/information -
Position/momentum representations

1 Introduction

The classical (probability-based) Information Theory (IT) [1-8] has proven its util-
ity in extracting a “‘chemical” interpretation of the calculated (quantum mechanical)

Throughout the article x denotes a scalar quantity, x stands for the row- or column-vector, and x represents
a square or rectangular matrix. The natural logarithm log = In used in the Shannon entropy expresses the
amount of information in nats (natural units): 1 nat = 1.44 bits.
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electron distributions in molecules [9-19]. However, as recently argued elsewhere
[9,20-22], the resultant measures of the overall entropy/information content in elec-
tronic states should include contributions from densities of both the particle probability,
related to the wave-function modulus, and the state phase or its gradient determining the
system electronic current. The nonclassical contributions due to the state phase/current
in such generalized IT concepts complement the familiar classical measures, function-
als of the particle probability distribution alone. In this combined quantum treatment
the classical and nonclassical descriptors extract the full information contained in
the system complex wave function, combining contributions due to the state proba-
bility and its phase/current distributions, respectively. The resultant measure is then
capable of distinguishing states corresponding to the same electron density but dif-
fering in their current distributions. The corresponding extension of the classical
information-distance functionals has also been proposed [22-25] and the commu-
nication channels of the probability propagation in molecules [3,4,7,11-13] have
been supplemented by their nonclassical companions of the phase/current scattering
[23].

Establishing the overall information content of electronic states, combining the
classical and nonclassical contributions is of paramount importance for the com-
plete IT treatment of molecular states. This generalized description also generates
a “thermodynamic” framework for describing rates of specific reorganizations in the
system electronic structure [22,24,25]. It recognizes both the density and phase/current
degrees-of-freedom of molecular states and its conceptual framework formally resem-
bles that used in the ordinary irreversible thermodynamics [26]. The nonclassical
entropy/information components have been shown to be essential for describing the
system phase-equilibria [9,20-22] and extracting the resultant patterns of the chemical
bond multiplicities [23] or reactivity behavior [27].

This position (r-space) development calls for a similar extension of the momentum
(p-space) IT description. In the present analysis, after a brief summary of the molec-
ular Fourier transforms and the resultant entropy/information descriptors in r-space,
we shall introduce their p-space counterparts and explore the momentum continuity
equation. We shall also examine relations between the IT quantities in these Fourier-
conjugate representations of molecular states. The elementary events of observing the
specified position/momentum of an electron define the corresponding probability dis-
tributions [28], which generate the relevant classical IT descriptors [1-8,11-13,29,30].
These electron densities, when combined with the state position or momentum cur-
rents, should similarly determine the complementary nonclassical IT contributions in
these two canonical representations. One recalls that the chemically most important
large-distance, valence (external) regions of atoms in the position density correspond
to the low-momentum (internal) regions of the momentum density.

To simplify this theoretical analysis we shall generally limit ourselves to one-
electron case. Its generalization to N-electron systems involves the wave functions in
the Harriman representation [22,25] using the Harriman—Zumbach-Maschke (HZM)
[31,32] construction of Density Functional Theory (DFT) [33-35]. Such antisym-
metric wave functions of N fermions, the Slater determinants of equidensity orbitals
yielding the specified particle distribution, adopt the crucial insights due to Macke
[36] and Gilbert [37].
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2 Principal quantities and relations in position representation

In the context of Heisenberg’s uncertainty principle one invokes the two canonical
(continuous) basis sets in the Hilbert space of quantum molecular states, corresponding
to the sharply specified electron positions {r;} and momenta { p; = hk;}, respectively.
For a single particle (N = 1) these position and momentum bases thus combine the
state vectors {|r)} and {/3/?| p1) = |k1)} corresponding to the sharply specified elec-
tron position r; and momentum p; = fik;. These eigenvectors of the corresponding
quantum observables T and p,

Flry) =rilr1) and Plpy) = p,lpy). (la)
form the complete basis sets, [dri|ri)(ri| = [dp,|p;)(p|| = [dkilki){ki| =1,

and define the associated wavefunctions (Dirac’s deltas) in these two complementary
representations:

(rir1) =68(r1 —r) =up (r) and

(plp1) =d8(py —p) =up,(p) or (klki)=3d(ki —k) =1y (k). (1b)
Abovedr = d*r andd p = d° p ordk = d>k stand for the corresponding infinitesimal
volume elements in the position and momentum/wave-number spaces, respectively.

One also recalls that the mixed representations of these basis vectors, i.e., their projec-
tions onto state vectors the complematary basis set, define the familiar wave functions:

uy(r) = (rlr) = @nh) % expi(p/h) - r] = it,(p)* or
up(r) = (rlk) = 27) /2 exp(ik - r) = ity (k)*, 2)

where i, (p) = (plr) = up(r)*andi, (k) = (k|r) = uy(r)*. Therelevant definitions

of the position and momentum operators in these two representations are then given
by the following (diagonal) kernels:

(rlflr’y =r's(r' —r),  (plE|p") =ins(p'— p) Vy =8 (p' — p)F (V).
(pIplp") = p'8(p' —p). (riplr)=—ins(r' —r)Vp =8 (' —r)p(r'). 3

The particle wave functions ¢ (r) = (r|¢) and ¢(p) = (p|e) corresponding to the
same state vector |¢), called the Fourier pair, are transforms of each other [38,39]:

p(r) = (rlp) =/dp (rip){ple) =/dp ur(p)* ¢(p)
— @nh)y / dp exp[i(p/h) - r]@(p) = 7 [¢(p)] 4
and
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5(p) = (plo) = / dr(plr)irie) = / dr up(r) o (r)

=Q@uh)? / dr exp[—i(p/h) - r]@(r) = Flp(r)]. ©)
These two conjugate transformations constitute the mutually inverse operations:

F{FZlpMN} = o) and F{F[¢(p)]} = &(p). (6)

Applying the quantum-mechanical superposition principle to the continuous combi-
nations of Egs. (4) and (5) then allows one to interpret their coefficients as amplitudes
of the conditional probabilities P (x|y), of observing the basis state |x) in the basis
state |y), [dxP(x|y) =1,

2 _ _
P(r|p) = |up(r)|” = P(plr) = iy (p)I> = @)~ @)

Consider a general (complex) state in the position representation,
@(r) = (rlg) = R(r) exp[ip(r)] = ¢lp, ¢; 1], (3)

of the prototype one-electron system described by the Hamiltonian
Aer) = — (h2/2m) V2 +u(r) = T(r) + v(r), )

where T(r) stands for the kinetic energy operator and v(r) denotes the external poten-
tial due to the system fixed nuclei. This wavefunction is defined by two (real) functions
representing the state modulus, R(r), and phase, ¢ (r). They generate the electronic
probability distribution p(r), the conditional probability P(r|¢) of observing |r) in
|@), and density current j(r):

p(r) = lp)* = R(r)? = (plb(r)lp) = P(rlp) = (plr)(rlp),
p(r) = Ir)(rl, /p(r)dr=/P<r|¢)dr= 1, (10)

h n
jr =5— [¢* (") Vrp(r) — o()Vrp* ()] = (0li () p)

h
= PVrp(r) = pr)V(r), (1)

where the (Hermitian) current operator

a 1 N N A A
i) =~ [0 p+por)]. (12)

@ Springer



J Math Chem (2015) 53:1549-1575 1553

The current-per-particle measures the effective “velocity” distribution of this proba-
bility fluid,

h
Vir)=jr)/pr) = EV@(?), (13)

shaped by the gradient of the wavefunction phase.

These two fundamental electronic distributions can be regarded as an alternative
pair of state-parameters specifying the system quantum state: ¢ = ¢[R, ¢] = ¢[p, j].
Therefore, the principal quantities [R, ¢] (or [p, ¢]) in the complex state of Eq. (8)
generate alternative sets of “variables”, [p, V,¢] or [p, V] and [p, j], each pro-
viding the complete specification of the quantum state in question. Therefore, its
resultant entropy/information description can be formulated in terms of any of these
complementary (classical, nonclassical) degrees-of-freedom of the molecular elec-
tronic structure. One also observes that the probability density of Eq. (10) in fact
measures the conditional probability of observing |r) in |@): P(rip) = (@|r)(r|e),
[ P(rlp)ydr =1.

The eigensolutions of the energy operator H(r),

H(r)gi(r) = Eigi(r), i=0,1,..., (14)

determine the stationary electronic states {¢; (r) = (r|g;)} at the specified time #y = 0.
They correspond to the sharply specified electronic energies {E;}, with the lowest
(i = 0) eigenvalue marking the energy of the system ground state, and the stationary
(time-independent) probability distribution p; () = |¢; (r1)|*> = R; (r)>. Each nonde-
generate stationary state ¢; (r) exhibits the purely time-dependent phase ¢; (¢) in the
full quantum state v; (r, t) = (r|y; (1)),

Vi(r, 1) =R;(r) exp{i[¢; (r)+¢i(1)]=¢; (r) exp [-i(E; /h)t] = R;(r) exp(—iw;i1),
(15)

i.e., the exactly vanishing spatial-phase: ¢;(r) = 0. Therefore, it represents the sta-
tionary probability distribution, p;(r,t) = p;(r), and vanishing current: j;(r) =
(h/m)pi(r)V,r¢i(r) = 0.

Consider now the familiar free-particle case, for v(r) = 0. The associated plane-
wave eigenfunction @i (r, 1) = Aexpli(k - r — wgt)] gives: px(r, 1) = pr = |A|%,
Jr(m) = jr = (h/m)prk = |A|>V, and hence V, - Jr(r) = 0; here the particle
classical velocity V; = p;/m measures the momentum p; = k7 per unit mass.
This example shows that the necessary (“weak™) condition of the system stationary
character, of the time-independent probability distribution, does not always imply
the vanishing state current, the sufficient (‘“strong”) condition of the molecular exact
stationarity.

In the generalized approach to quantum measures of the entropy/information
content [20-26] one introduces the equilibrium state for the specified ground-state
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distribution pg [20-22]:

l9°4[po]) = l@lpol) exp (igy” () . (16)

This phase-transformed state |¢[09]) marks the maximum of the resultant quantum
entropy for the given particle distribution py. It is defined by the equilibrium phase

¢o" (r) = —(1/2)In po(r) A7)
in the system equilibrium wave function,
eq. _ eq. _ . eq.
06" (r) = (rlg“ Lool) = po(r) exp [ig5” ()] (18)

representing the phase-transformed state ¢o(r) = (r|p[pol). The equilibrium wave-
function and its Fourier transform generate the associated plane-wave expansions:

o () = (rlg®) = / (rlp)(plg*)dp = / Ur ()39 (p) = (Fle®) and
54 (p) = (ple®) = / (pIF) (rlg®®)dr = / Uy (F) o (r)dr. (19)

For the fixed external potential v such states conserve the Density-Functional Theoretic
(DFT) energy E,[¢°?[p]] = Eylp] and exhibit the maximum of the resultant IT
entropy. This is in analogy to the equilibrium states of the ordinary thermodynamics,
which also maximize (thermodynamic) entropy for the specified value of the system
internal energy [26].

One further recalls that the time-dependent Schrodinger equation (SE),

H(r)y (r, 1) = ihdy (r, t)/ot, (20)

implies the sourceless, o, (r, t) = 0, continuity relation for the electron probability
distribution:

op(r,t)y =dpr,t)/dt =0p(r,t)/ot +V, - j(r,t) =0 or
op(r,t)/ot = =V, - j(r, t). 21

It demonstrates that the time dependence of the electron distribution (1.h.s.) originates
from the density outflow alone (r.h.s.).

3 Momentum descriptors
Consider now the Fourier-transformed [38,39] analogs in momentum space of these

principal concepts of the position representation. We begin with the system (Hermitian)
Hamiltonian operator,
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2
H(p) = p— +3(p) = T(p) +V(p), (22)

defined by the multiplicative kinetic-energy part 7'(p) and the external potential oper-
ator v(p) = v[f(p)] involving the Fourier transform v(p) = .%[v(r)]. For an even
external potential, v(—r) = v(r), one thus obtains the even function

3(p) = (2nh)*3/2/dr cos[(p/h) - r] v(r). (23a)

This is the case for v(r) = v(r), where r = |r|, e.g., the Coulombic potential due
to nuclei in the Born—Oppenheimer approximation, when the transformed external
potential also depends only on the modulus p of the momentum p [39]:

oo
= —-1/2 2 . Pr -
v(p) =Q2mh) — [ rdr v(r) sin e =v(p). (23b)
u 0
The momentum density, measuring the conditional probability P(p |¢) of observ-
ing | p) in |¢), now reads:
m(p) = (pl7(p)le) = 16(P)I* = P(plp) = (¢|p)(ple).
w(p) = |p)(pl, /n(p)dp = / P(plp)dp =1. 24)

It exhibits the inversion symmetry, w(p) = m(—p), by the principle of microre-
versibility [28]. Its flow aspect is revealed by the momentum current

J(p) = (plJ(p)lp) = (p/m)m(p) = V(p)m(p). J(p) = (p/m)7(p). (25)

It should be recalled that w(p) = y(p, p) # p(p) = Fp(r)] [28], where

y(p, p) = ¢(p)@*(p’) stands for the one-electron density matrix in p-space. Indeed,

the former involves a 6-dimensional Fourier transform of the whole density matrix in
r-space,

y(r.r') =@ (r') = Rr)R(r')exp{i[o(r) — o (r)]}. (26)

and not just of its diagonal part y (r, r) = p(r):

w(p) = {p|p)(plY)
// elr')dr'(r'| p)(plr)dr (r|p)

/ / [up (') up)*] [0 (') drar’
- (2nh)—3//dr’dr exp[i(p/h) - (' = )]y (r.r')
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=2 Tch)_3// exp [i(p/h) - s|y(r.r +s)dsdr
= (znh)—3/ds exp [i(p/n) - s] B(s) = F [B(s)]

#@un~"? / dr exp[=i(p/h) -r] p(r) = F [p(")] = 5(p), (27a)

where s = r’ — r and the internally-folded electron density B(s) = f dry(r, r+s)
stands for the reciprocal (p-space) form factor. The latter is used in the reconstruction
of momentum densities from the experimental data and in the r-space analysis of
Compton profiles, while the Fourier transformed electron density p(p) determines
the form factor of the X-ray crystallography [28]. The same is true for the inverse
transforms [see Eq. (4)]:

p(r) = (plr){rle)
=//<<p|p/)dp/(p/|r) (rlp)dp (ple)

= [ [law)i oyl [ewaw)]dpdy

= (2nh)*3//e><p [ir-(p — p"/n) v (p. ') dpdp’
=(2nh)*3//exp[ir.w/h]y(p,erw)dwdp
= (211?1)_3/ exp lir - w/h] F(w)dw = .Z[F(w)]

£ Q)2 / dp exp[ir - (p/m]7(p) = Zln(p)l:  (27b)
herew = p — p/, F(w) = Qnh)3 f}?(p, p + w)dp, and

)7(p, p’) =g(p) = (2Tth)_3// exp [(i/h) (r’ -p —r- p)] y(r, r’) drdr'.

In view of the importance of the phase aspect for the nonclassical entropy/information
terms it is of interest to examine the Fourier transforms of the spatial phase component
in electronic states. Obviously, the (complex) Fourier transform ¢_)( p) = Fo(r)] of
the spatial phase part of the wave function in position representation [Eq. (8)],

$(p) = Qi) / dr expl—i(p/h) - Flp(r)

= Q2nh)3? [/dr cos[(p/h) - Flg(r) —i/dr sin[(p/h) -r]¢(r)]

= Rep(p) +ilmg(p), (28)
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differs from the (real) phase x(p) of the quantum state in momentum space,

@(p) = M(p) explix(p)]. (29)

The former defines the “coefficients” in the plane-wave expansion of ¢ (r):
$(r) = (rlg) = / (rlp)(plgp)dp = @n)~>? / dpexpi(p/n) - 1] $(p). (30)

In Eq. (28) the integrands determining the real and imaginary parts of ¢ (p) exhibit
a definite parity when so does ¢ (r): the even ¢ (r) combined with the odd factor
sin[(p/h) - r] implies Irnq_ﬁ (p) = 0, while the odd ¢ (r) combined with the even factor
cos[(p/h) - r] gives rise to Regp(p) = 0, so that the even ¢ (r) gives rise to real ¢(p),
while the odd spatial phase generates the pure imaginary ¢(p) [38]. In a general case
of the spatial phase combining the even an odd parts one thus obtains the complex
transformed phase ¢ (p).

4 Fourier-transformed orbitals and momentum continuity

As an illustrative example consider the spatial parts {goleq' (r)} of the equilibrium
equidensity spin-orbitals {y;(r, o) = (pfq' (r)&; (o)} in the Harriman representation of
electronic states for the prescribed electron density pg or its shape-factor (probability)
distribution po(r) = po(r)/N = Ro(r)>:

@[ (r) = @u(r) exp [igy” (r)] = Ro(r) exp [i®;" (r)],

@1(r) = Ro(r) explik) - f(r)], 1=1,2,...,N. (31)

In this HZM construction [9,20-23] the resultant phase <Dleq' (r) = @;q' [7; po] of (pleq'
for the specified (ground-state) molecular electron density pg(r),
O (r) = Filr) + 657 (r) = (k) = Ko) - fo(r) + 97 (r)
= ok{ - fo(r) + ¢5" (1), (32)

where the average wave-number vector

N
Kolpol = N~ D" kjlpol, (33)
=1

combines the “orthogonality” phase F;(r) = Fj[r; po] = k? - fo(r), determined
from the minimum-energy principle, and the “thermodynamic” phase, common to
all accupied MO, @7 (r) = ¢*¢'[r; po], marking the maximum of the state resul-
tant entropy. The equilibrium forms {gpfq'(r)} of the equidensity orbitals {¢;(r) =
Ry (r) expliFj(r)]} thus represent the phase-transformed MO:
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{o/" () = @i(r) exp [igg" ()]} - (34)
The “orthogonality” phase F;(r) in the HZM construction is generated by the
optimum wave-number vectors (reduced momenta) K = {k? = kj[po]} and shaped

by the (density-dependent) vector function f(r) = f[r; pol related to the Jacobian
|0 fo(r)/dr| of the r — f(r) transformation [29]:

0.0 /3r] = @7 po(r). (35)

It assures the MO independence and results from the ordinary Self-Consistent-Field
(SCF) procedure for minimization of the system energy.

The second, “thermodynamic”’-phase contribution, which results from the principle

of the state maximum resultant entropy, is given by the equilibrium MO phase [9, 19—
25]:

¢y (r) = —Kolpol - fo(r) = (1/2)lnpo(r). (36)
For the symmetric (even) particle distribution, po(—r) = po(r),e.g., in HEL, the “ther-
modynamic” phase remains symmetric, ¢,” (—r) = ¢ (r), while the orthogonality
phase is antisymmetric: Fj[—r; po]l = —Fi[r; po]. This deduction follows from then
even parity of the transformation Jacobian, which is opposite to that of f(r) itself.
For such symmetric probability density po(r) the odd orthogonality phase of equiden-

sity orbitals in the HZM construction thus generates the pure-imaginary phase part in
momentum representation,

F{F[r; pol} = Filp; pol, (37)

while the (even) thermodynamic phase contribution gives rise to the real momentum-
phase component:

<gf{¢eq.[r; pol} = qgeq.[p; pol- (38)

Both these contributions define the overall (complex) transform of &, [r; pol:
FAD[[r; pol} = beq.LP; pol +iFiLp; pol- (39)
Consider next the Fourier transformed one-electron state of Eq. (8)
3(p) = @xh) " [ dr explilg) ~ p 7 /IR()
= (2nh)—3/2/dr exp[i® (r)|R(r)

= 2nh) 3?2 / dr[R(r)cos @ (r) + iR(r) sin @ (r)]

= Re@(p) +1iIm@(p). (40)
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Itis defined [see Eq. (29)] by the effective modulus M (p) and phase x (p) components
in the momentum space:

1/2
M(p) = {[Reg(@]* + [mem]] . x(p) = arctan [Im@(p)/Reg(p)] = 0,
(4D

which differ from the Fourier transforms of the corresponding parts of ¢(r):
M(p) # R(p) = ZIR(N] and x(p) # d(p) = Flp(r)]. (42)
Only for the real orbital ¢(r) = R(r), e.g., the nondegenerate ground state of the

single-particle system, when ¢ (r) = 0, one finds: M (p) = R(p)and x(p) = ¢(p) =
0. Therefore, the strong-stationary (zero-current) state in r-space,

p(r.t) =p(r) and j(r,1)=0, (43)
in general generates the weak-stationary (finite-current) Fourier transform:
7(p.0) =7(p)=M(p)* and J(p.1)=J(p)#0. (44)

Finally, let us briefly explore the continuity equation in momentum space. It results
from the transformed SE [39],

ih oy (p,1)/dt = FIHE)Y(r,1)]
— P2/ Cm) 1§ (p. 1) + k)~ / dp's(p — pYI (P 1), (45)

and its Hermitian conjugate. They generate the following time-derivative of 7 (p, 1) =
v(p, Y (p, 1)*, expressed in terms of the full momentum density matrix y (p, p’; 1)

— . 0P )",
o (p. 1)/ot = (i)~ k)~ / dp' {5p — 0y (@ pi 1)
—[wp—pHyp'. p: D1}
— @/h) k) / dp'm[5(p— )y pin]  (46)

One also observes Ehat the divergence of the momentum current of Eq. (25), J(p, t) =
(p/m)m(p,t) = V(p)n(p,1), reads:

Vy-J(p,t)=V(p) Vpr(p,t)+7(p,)Vp - V(p)
=V(p)-Vpr(p,t)+37(p,t)/m. (47)

Therefore, the source term in the momentum-continuity equation reads:

o (p,t) =dn(p,t)/dt =0n(p,t)/0t +Vp - J(p,1). (48)
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As an illustrative example consider the stationary state |1; (7)) in position repre-
sentation [Eq. (15)]. The conjugate wave function in momentum space, 1},- (p,t) =
(pIYi () = F[yi(r,t)], complementary to the position-representation of the same
state vector | (¢)), ¥i(r,t) = (r|¥;(t)) = ¢;(r) exp(—iw;t), reads:

Yi(p, 1) = (plyi(1) = exp(—iw;1)@i (p). (49)

It implies the weak-stationary (finite-current) momentum density, m;(p,t) =
| @i (p)|2 = m;(p) and J(p) # 0, and hence the vanishing first term in the r.h.s.
of the first line in Eq. (48):

omi(p, 1)/t = 0. (50)

In such states, however, the momentum current remains finite, J; (p) = |@; (p) |2 p/m #
0, so that the local source of the momentum density is determined by the divergence
of Eq. (47):

ox [¥i] =Vp - Ji(p). (51)

For the real v(p) of Eq. (23b) this is the case for any freely evolving quantum state
Y(p,t) [see Eq. (46)]:

am(p,t)/dt = 0. (52)

Therefore, for the strong-stationary electronic state in the position space, for which the
nonclassical r-space entropy/information contributions identically vanish, one should
expect a presence of the nonvanishing current-related entropy/information contribu-
tions in the p-space.

5 Resultant entropy/information descriptors in physical space

The adequate information measure in quantum IT must reflect the complete “struc-
ture” aspect of the molecular state, accounting for the entropic characteristics related
to both the modulus and phase components of the system wave function. The resultant
information content of molecular electronic states has to measure both the com-
pactness/width descriptors of the particle probability distribution, manifested by the
classical information measures, and the associated contributions due to the state
probability currents, embodied in the nonclassical information complements. These
generalized entropic concepts give rise to the extremum information principles which
determine the quantum phase-equilibria in electronic distributions [9,20-27].

Such a combined IT perspective also applies to electron “communications” in mole-
cules [23]. The classical information channels [3,4,7,8,11-13] reflect the elementary
probability-scattering between the “input” to “output” events relevant for the adopted
resolution level of electron distributions, while their nonclassical analogs involve the
associated (phase/current)-propagations in the molecular bond system. These net-
works generate the non-classical entropic indices of the molecular bond multiplicities
and their covalent/ionic components.
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We continue the representative one-electron development of the preceding sections.
In the quantum IT approach one introduces the “horizontal” equilibrium state for the
specified ground-state particle distribution py = |¢[00] |2 [see Egs. (16)—(18)],

10 [pol) = l@lpol) exp [igg? ()] - (53)

This “thermodynamic” state corresponds to the maximum of the resultant quantum
entropy for the specified particle distribution py. It represents the phase-transformed
state g (r) = (rle[pol) of Eq. (8), corresponding to the equilibrium phase ¢, (r) =
—(1/2) Inpp(r) in the associateed wave function (p(e)q'(r) = (r|@eq.[p0]) [20-23]:

90" (r) = go(r) exp [igg" (r)] . (54)

For the fixed external potential v this maximum-entropy state conserves the DFT
energy Ey[¢°?[po]]l = Ey[po] and exhibits a nonvanishing current density.

We begin with a brief summary of the key entropic concepts formulated in the
classical IT. The local (gradient) measure of Fisher [1,2] reflects the average deter-
minicity-information in the probability density p(r) = |o(r)|> = R(r)?, for local
events defining the position representation. It is reminiscent of von Weizsicker’s [40]
inhomogeneity correction to the kinetic energy functional in the Thomas-Fermi-Dirac
theory,

Ilpl = / (Vo) /p(r)dr = / PN, (r)dr = (pll,lp) = 19" [¢] = 0, (55)
where the multiplicative operator
L) = [Vor)/p() = 1,(r) = 19 (1)
stands for the associated information density per electron. This intrinsic accuracy

descriptor characterizes an effective localization (compactness, “narrowness’) of the
particle distribution. It simplifies when expressed in terms of the probability aplitude

R(r) =+/p(r),
I[p] = 4/[VR(r)]2dr = I[R], (56)

thus revealing that it effectively measures the gradient content in the modulus factor
of the wavefunction.

The global measure of Shannon [3,4], complementary to the local descriptor /[p],
reflects the average indeterminicity-information in p (r), called the classical Shannon
entropy in state | ¢),

Slp] = — / p(r)log p(r)dr = / p(r)S,(rdr = (pIS,le) = S [p] = 0, (57)
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where §p(r) = —logp(r) = S,(r) = Sclass-(r) denotes the functional density-per-
electron. This alternative classical measure reflects the average delocalization (spread,
“wideness”) of the probability density. It also reflects the amount of information
received, when the uncertainty in particle’s position is removed be an appropriate
localization experiment.

One further observes that these classical information/entropy densities are mutually
related [9,20-23]:
2

]class.(r) _ [Vln,o(r)]2 - [VSClass.(r)] (58)

Thus, the square of the gradient of the local Shannon probe of state probability “inde-
terminicity” (disorder) generates the density of the associated Fisher measure of the
state classical “determinicity” (order).

An important generalization of the global classical measure, called the entropy defi-
ciency (directed divergence, cross entropy or missing information), has been proposed
by Kullback and Leibler [5,6]. It reflects the information “distance” between the two
normalized distributions defined for the same set of events. In the position represen-
tation the missing information AS [plp°]in p(r) = |@(r)|? relative to the reference
distribution p°(r) = |¢°(r)|?,

astple’ = [ pwytog[pre’n)|dr = [ pws, [wyr]ar
= ASle°] = 0. (59)

measures the average value of the probability surprisal

sp(r) =loglp(r)/p°(r)] = logw, (r), (60)

where w,(r) = p(r)/ 0%(r) stands for the local probability “enhancement”. This
global quantity reflects the information similarity between the two compared probabil-
ity densities: the more they differ from one another the higher the information distance;
it identically vanishes only when the two distributions are identical: AS[p|p] = 0.
Similar concepts of the information distance can be advanced using the local Fisher
measure [41-43]. The classical directed divergence AS[p| po] = ASclass 'WfWO], is
then generalized into the following gradient analog:

Allplp°] = / p(N[Vs, (1)1 dr = ATV [p|°] > 0. (61)

The classical Fisher information is proportional to the nonhomogeneity term of
the electronic kinetic energy [40]. The same analogy helps in designing a general
form of the associated nonclassical gradient measure 1"/4*5-[¢], of the information-
determinicity content in the quantum state | ¢), and ultimately to surmise the com-
plementary Shannon descriptor $"</%%5:[¢] measuring the nonclassical information-
indeterminicity in | ¢) [9,20-25]. More specifically, the amplitude form of the classical
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Fisher information renders its natural generalization in terms of the system wave-
function, i.e., the generally complex amplitude of the electron probability distribution.
In this way one conjuctures a general form of the 1"°/%55-[¢] supplement to 1/%55[¢],
the gradient content of the complementary Shannon measure $"</%55:[¢] [see Eq. (58)].

A presence of a nonvanishing electronic current signifies a displacement from the
system strong-stationarity. It introduces the additional “structure” element in the quan-
tum molecular state. This current pattern implies less “uncertainty” (more “order”)
in the molecular electronic state, compared to its classical information content, i.e.,
the negative sign of the nonclassical entropy (information-indeterminicity) supple-
ment due to the system phase and the positive sign of the associated nonclassical
information-determinicity (gradient) contribution. In other words, the weak-stationary
quantum state is expected to exhibit less “disorder” (more “order”) content compared
to the strong-stationary state of the same probability distribution. This expectation
can indeed be justified by comparing the prototype one-dimensional traveling-wave,
when one has the full knowledge of the current vector, with the standing-wave of the
same amplitude, representing a total ignorance of the flow direction.

For a single-electron in state ¢(r) of Eq. (8) the overall gradient measure of the
information content is related to the system overall kinetic energy and contains both
the classical (probability) and nonclassical (phase/current) components [9,20-25]:

Il = 4/ Vo (r)*dr = I1p] +4/p(r)[V¢(r)]2dr = Ilp]l+1lp, $]

2m 2 .0 .
=I[p]l + (7) /J (r)/p(r)ydr = Ilpl+ Ilp, jl
= Iclass.[¢]+lnclass.[¢] E/p(r)[lclass.(r)_}_Inclass.(r)]dr' (62)

The relevant information densities-per-electron thus read:

1% (r) = [VInp(NT? = [Vp(r)/p(r) ] = 4[VR() /RN = I,(r),
NP . 2

1" (r) = 41V = @m/0) [[ () /o] = I5(r). (63)
This resultant gradient information is seen to probe the length of the gradient of the par-
tricle quantum amplitude (wave function). It combines the classical (von Weizsidcker’s)
functional /[ p] and the nonclassical term I[p, ¢] = I[p, j] = I”Cl“”'[fp] > Oreflect-

ing the average square of the phase gradient, which shapes the probability current.
These two components of the resultant determinicity-information measure can be

thus expreassed as the quantum mechanical expectation values of the multiplicative
operators in the position space,

(rli e’y = L8 —r) and (rllylr') = I8 —r), (64)

Iclass.[w] — <(,0|ip|(/)> = /,O(F)Ip(r) dr,

Inclass.[(p] — (<p|i¢|(p) = /,o(r)1¢(r) dr. (65)
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Together they generate the resultant quantum measure of Eq. (62):

1) = 195 g1+ 1411 = (glilg) = [ p) 1 = [ fryar 20,

I=1,+1; (r)y =108 —r), 1) =1,r)+ I(r). (66)

This overall gradient determinicity-information is proportional to the average
kinetic energy T[¢] = (¢| T |¢), the expectation value of the particle kinetic energy
operator T(r) of Eq. (9),

Ilp) = (8m/n?) Tlg),

K2 h?
Tlpl ==~ / ¢*(r) Agp(r)dr = — / |Vo(r)*dr, (67)
m 2m

which can be also partitioned into contributions due to the system particle probability
and phase/current densities:

Tlol = (oF1g) = TIp] + Tlp. ¢] = T555[p] + T"1a55-[]

E/,o(r)T(r)drE/r(r)dr,

T=T,+Ty, (rITIF) =T@S(r —7), T(r)=Tyr)+ Ty(r),
72 K2
T)(r) = %[vm)/pm]z, Ty(r) = %[vwnz. (68)

The two components of the generalized gradient information also reflect the associated
kinetic-energy terms:

. K2
Tlp] = T[] = (p|T,lg) = 5 1le)
m
. K2
Tlp, p] = T (9] = (p|Tyle) = %I[p, é1, (69)

To establish the unknown nonclassical entropy complement S"</455-(r) of the clas-
sical Shannon density S€/**5-(r) one applies Eq. (58) to the nonclassical densities of
functionals 1"¢455-[@] and §"¢/455[¢] [9,20-23]:

2m j(r)
lip(r)

2
Inclas&(r) — ( ) — 4[V¢(r)]2 = [VSnclass.(r)]Z’ (70)

It determines, up to the sign, the unknown density-per-electron $”</455-(r) of the non-
classical, phase-related supplement to the familiar Shannon functional of the classical
(probability-based) IT:
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Snclass.(r) = 2|pr)| = 2¢r) = Sp(r), (71)

where for definiteness we have adopted the positive phase convention: |¢(r)| =
¢(r) > 0. This finally gives the non-positive functional of the phase-related com-
plement to the Shannon entropy (indeterminicity) content:

57145 (o] = (9IS l) =/ p(r) S"1S (r)dr = —2/ p(r)¢(rydr = S[p,¢] <0,

(rISplry = Sp(r)s(r’ —r). (72)

This nonclassical entropy is seen to be proportional to the local magnitude of the
phase function, ¢ (r) > 0, the square root of the phase-density ¢ (r)?, with the particle
probability p(r) providing the local “weighting” factor. This functional characterizes
the displacement from the strong-stationarity in terms of the negative average spatial
phase. It complements the (positive) classical Shannon entropy of Eq. (57),

selass- (] = /p(r)SC’““'(r)dr = (pIS,lp) = —/p(r)logp(r)dr = S[pl,

(rIS,1r'y = Sy(r)8(r' —r), S,(r) = S5 (r) = —log p(r), (73)

in the resultant measure of the global entropy (indeterminicity-information) content
in both the probability and phase/current distributions of the complex electronic state

@

Sle] = S5 (] + 815 (9] = (¢|S|p) = / p(r) S(rydr = / o(rydr,

S

Il
v

o+ Ss. (FISIF) =SS —r), SIr) = S,(r) + Sp(r). (74

To summarize, the system electron distribution, related to the wave-function mod-
ulus, reveals the classical (probability) aspect of the molecular information content,
while its phase (current) facet gives rise to the specifically quantum (nonclassical)
entropy/information terms. Together these two contributions monitor the full (resul-
tant) indeterminicity-information in a non-equilibrium or variational quantum state,
thus providing the complete information description of its evolution towards the final
equilibrium.

We now return to the intriguing question: what is an appropriate measure of the
non-classical gradient “entropy” (indeterminicity-information)? To justify the nega-
tive current-related entropy term we again compare the (one-dimensional) “traveling”
wave of the precisely specified current direction, with the associated strong-stationary,
“standing” wave situation resulting from the equal 50 % probabilities of the “left” and
“right” “traveling” waves of the same amplitude. The latter case implies our total
ignorance of a direction of the wave vector as well as the vanishing average cur-
rent and the nonclassical entropy-information supplements: S[p, ¢] = I[p, ¢] = O,
while say 100 % “right” traveling-wave represents a finite current in this direction,
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and hence nonvanishing S[p, ¢] and I[p, ¢]. Clearly, the pure traveling-wave situa-
tion represents a lower degree of the electronic “uncertainty” (“ignorance”), i.e., lower
entropy (indeterminicity-information), S[p, ¢] < 0 or S[¢] < S[p], and thus higher
determinicity-information: I[p, ¢] > 0 or I[p] > I[p].

In the local (gradient) approach to the information measure, the classical part /[p]
represents the information received after hypothetically removing the uncertainty in
the particle position, so that it also measures the classical part of the gradient uncer-
tainty (entropy). Since a presence of a finite current introduces less uncertainty in the
overall (probability and current) electronic structure, the negative of the non-classical
contribution I[p, ¢] > O provides a good candidate for the gradient, current-related
indeterminicity measure, thus giving rise to the following resultant gradient “entropy””:

i[w] — IcldSS.[(p] _ [nclass.[(p]. (75)

It has indeed been demonstrated [23,25], that for the given electron density p () the
unconstrained (horizontal) extrema of both I [¢] and S[¢] have the same equilibrium-
phase solution of Eq. (17) which defines the equilibrium state of Eq. (18).

One similarly introduces the appropriate nonclassical contributions of the
information-distance measures [22-25,43] related to the phase/current degrees-of-
freedom of the two compared quantum states ¢ and ¢, which generate the associated
(probability, phase, current) characteristics: (p, ¢, j) and (po, ¢>0, jo), respectively.
It appears that the most appropriate generalized measure of the information distance
results from generalizing the symmetrized measure of Kullback [6]:

AS[p, p°1 = AS[p|p°1 + AS[p°|p] = AST45 [, ¢°]
= / [o(r) — p°(M)1n[p(r)/p° (r)1dr > 0. (76)

Its nonclassical complement

AS[¢, 0°] = AS[p]6°] + AS[¢°|p] = AS"455 [, ¢O]
= / [¢(r) — ¢°(r)1Inep (r)/¢° (r)1dr

= /[¢(r) — 9" (M]sy(r)dr = 0, (77)

then generates the symmetrized information-distance due to the phase-surprisal in the
associated resultant mesure determining the resultant entropy deficiency between the
two complex wave functions:

ASlp, ¢"1 = AST [, @71 + AS™I g, ¢%] = 0. (78)

@ Springer



J Math Chem (2015) 53:1549-1575 1567

The corresponding generalization of the symmetrized gradient information distance
[11] [see Eq. (61)],

Allp, p°1 = (1/2{AIlplp°1+ AL 0]} = (1/2) / [p(r) + p°(M)][Vs, (r)]*dr

= / Pav.(N[Vs, (M) Pdr = A1 g, ¢°] = 0, (792)
includes the associated nonclassical complement

AL1g, 9% = (1/2) [Al16, 61+ AL, g1} = Areiess (g, ¢°)
=(1/2) / [6(r) + @ O][Vsy(r)Pdr

= / Gav. (1) [Vsg(r)Pdr = AI"5 [, ¢°] > 0, (79b)

in the resultant measure:

Al[q), §00] — AIClaSS'[(p, ¢0] + Alnclass.[w’ §00]
= AIlp, p°1 + AIl$, ¢°1 > 0. (79¢)

6 Entropy/information quantities and phase-equilibria in momentum
space

General forms of the r-space functionals probing the entropy/information content in
the probability distribution remain valid in the conjugate momentum space (see, e.g.,
[29,30]). Thus, for a general quantum state of Egs. (29) and (40) the global entropy

measure (in nats) of the average p-space uncertainty (indeterminicity-information) of
the momentum distribution 7 (p) = |@(p)|> = M (p)? reads [compare Eq. (57)]:

chlass.[(;] — S[TL’] — —/jT(p)IH?T(P)dP = /n(p)gclass,(p)dp, (80)

where §¢455-(p) = —Inm(p) stands for the density of the classical global entropy
in the p-space. The average compactness (determinicity) aspect of 7 (p) is similarly
revealed by the associated gradient (Fisher) measure of its information-determinicity
content,

E/ﬂ,(p)l'class.(p)dp7

[ass-(py = [V,Inr(p)]” = {[Vpr (0] /7 (P}, D

@ Springer



1568 J Math Chem (2015) 53:1549-1575

where 1455 (p) denotes the density of this classical gradient information in momen-
tum space. These complementary densities in p-space obey the same relation as their
r-space counterparts [compare Eq. (58)]:

e () = [v, 59 ()] (82)

The corresponding nonclassical supplement to the classical gradient measure of
Eq. (81) again results from examining this determinicity-information for the complex
momentum-probability amplitude ¢ (p) of Eq. ([compare Eq. (62)]:

7131 = 4 / V,@(p)Pdp = il +4 / A (0[Vpx (] dp

= I'class.[@] +I‘nclass.[¢]
= / 7(p) [199%(p) + T/ (p) | dp, "% (p) = 4[Vpx (0)]” . (83)
Using Eq. (82) one then constructs the associated nonclassical supplement of the

classical indeterminicity-information of Eq. (80) [compare Eqgs. (71) and (72)]. In the
positive momentum phase convention x (p) = |x (p)| > 0 it reads:

Svnclass.[(/—)] — S[ﬂ, x] = —Z/n(p))((p)dp = /n(p)SnClass.(p)dp’

Svnclass.(p) ==2x(p) <0. (84

The above classical and nonclassical entropies then determine the resultant measure
S[] of the global “uncertainty” in state ¢ and its combined density S(p):

3151 = $1455- (5] 4 §relass (5] — / 2(0)S(p)dp = (31817),
$(p) = —In(p) — 2x(p) = 3(p). (85)

The densities of these nonclassical gradient and global functionals thus obey the
momentum analog of the r-space relation of Eq. (70):
- _ 2
Inclass.(p) — I:VpSnclass‘(p)] ) (86)
Let us now examine the phase equilibria in momentum space. We begin with explor-
ing the extrema of nonclassical entropic terms alone, which determine the so called
“vertical” equilibria, for the fixed classical information contrubutions due to the (fixed)
momentum density. One observes that the IT rule of the maximum value of Snelass. [@]
with respect to x (p), i.e., the vertical entropy principle in p-space, again identifies
the strong-stationary state,

Peq.(P) = ¢(p) exp [ixeq.(p)] = M(p), (87)
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corresponding to the vanishing phase x.4.(p) = 0:

Yoo, = Sndam'[(l_)eq.] =0, Xeq.(p) =0 and Jeq.(P) =0.
(33)

max, (p) Svnclass. [QZJ]

This vertical solution also determines the minimum of the complementary gradient
determinicity-information / nelass. [¢]:

minx(p) I‘nclam.[@] — I_nclass.[gzeq.] =0. (89)

Xeq.

One observes, however, that the zero-current (strong-stationary) state ¢;(r) in
the position space generally implies a finite-current (weak-stationary) state @; (p) =
Z [@; (r)] in the momentum space. Only by the subsequent enforcing of the extremum
of the nonclassical entropy contribution in the p-space, i.e., the momentum vertical
principle, one determines the vertical equilibrium in the momentum space, which rep-
resents the exactly vanishing values of both the momentum current and the associated
nonclassical information contribution. Therefore, in such vertical-equilibrium states
the classical (probability) functionals in momentum representation indeed amount to
the overall information content of the electronic momentum-space structure.

The physically-unconstrained extrema of the resultant entropy/information func-
tionals, combining the classical and nonclassical terms, similarly determine the
“horizontal” equilibria in molecular systems. It has been demonstrated elsewhere
[23,25] that the equilibrium phase of Eq. (17), which determines the equilibrium
state ¢®?- in r-space [Egs. (18), (53) and (54)], follows from the maximum principle
of the resultant global entropy:

maxy+ S[p] |pea. = S[e®?] = 0. (90)

The same solution follows from the maximum principle for the resultant gradient
indeterminicity-information (“entropy”) [Eq. (75)]:

pea. = I[9°7] = 0. 91)

max i[(p]

Similar solutions follow from the corresponding entropic principles in the p-space,
which identify the maxima of the resultant global and gradient measures. Consider
first the extremum of the overall entropy functional in the momentum space [Eq. (85)]:

gea. or (8@|S|@) |gea = 0. (92)

max g+ S [¢]

This condition gives the Euler equation for the optimum phase x¢?(p) [compare
Eq. (17)]:

§¢4:(p) = —Inw(p) —2x“"(p) =0 or x*“(p)=—(1/2)Inn(p). (93)
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The same solution follows from the maximum principle of the gradient “entropy”
(indeterminicity-information) in momentum space:

I[¢] = I€9s5-[] — [relass-[] = / (I (pydp = (@l|5).

i(p) = [2(p) 'V, m(p) 2 — 41V, x(p) P = 1 (p), (94)
[[¢] |gea. or (8¢]T|@) =0, (95)

maxg+ 1[¢]

It gives rise to the Euler equation for the optimum phase,

I (p) = [Vplnr ()] = {V, 267 (0]} =0, (96)

and hence the optimum phase x°?'(p) = £ (1/2)lnw(p). The correct sign of this
horizontal solution [see Eq. (93)] follows from the adopted positive phase convention:

X“(p)| = xT(p) =0 = x“U(p)=—(1/2)x(p) > 0. (97)

One also observes, that in this equilibrium state the momentum-current remains unaf-
fected by the equilibrium phase transformation of Eq. (18):

T (p) = (T 13 (P)IgT) = (@1 I (P)I@) = J(p). (98)

Finally, let us summarize the corresponding information distances (entropy defi-
ciencies) between two complex states ¢ and ¢° in the momentum representation,
defined by their phases x and x° and the classical amplitudes M and M°, giving
rise to the corresponding momentum probabilities 7 = M? and 7% = (M°)2. The
resultant entropy deficiency between these two electronic states in p-space now reads:

AS[9. @1 = ASI® (5, @1 + AT 1@, §°),
A5, 0] = / [7(p) — 7 (p)lInl (p) /2 (p)1d p
= ASSS [, 70 = / Am(p)sz(p)dp > 0,
AGrelass [ 50) = / X (p) — x*(p)TInlx (p)/x°(P)1dp
= AS" [y, 40 = / Ax(p)sy(p)dp =0,  (99)
where

57(p) = In[w(p)/7"(p)] = In bz (p) and 5,(p) =Inlx(p)/x"(P)] = In iy (p)
respectively denote the probability and phase surprisals in momentum space. The

corresponding terms of the resultant gradient measure of the Fisher-type information
distance are:
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Ai[(p, ¢0] — AI_CIGSS.[(;’ @0] + Al_nclass.[ga, @0],

yclass.p -~ =07 _ l 0 2
Al (¢, 0] = > [7(p) + 7 (P)[Vpsz(p)]°dp
_ / Han (DY sz (p)Pdp = AT [, 7% > 0,
ynclass.y = =07 _ l 0 2
Al g, @] = (2) /[x(p) + X (DIVpsy(p)1-dp

= / Xav.(P)[Vpsy (P)1Pdp = AT [x, x°1> 0. (100)

7 N-electron extension

Let us finally sketch the N-electron generalization of the above one-electron devel-
opment. The N-electron wave function of the position-spin coordinates {g,} = q in
r-space,

V(N) =¥({q D) = {q IV (N): g = (re, o), k=1,2,....N, (101)

represents the Fourier transform of its p-space analog depending on the momentum-
spin coordinates {u;} = u,

W(N) = ¥({m) = FIVN] = {u}WN); ug = (pro o), k=1,2,..., N,

(102)
and W(N) = .Z[¥(N)]}. These 3N-dimensional transformations read:

q—ou: YWN)= (2nh)*3N/2/.../dr1dr2... dry

exp [—i D i/ rk:| W(N):;

k

u—q: UN) = (2Tth)_3N/2/.../dp1dp2 ...dpy

exp [iZ(pk/m : rk] B (N). (103)

k

The one-electron (reduced) density matrices (spin-traced) in these two canonical
spaces,
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y(r.r) =N/.../\I/(ql,qz,...,q,v)‘-IJ*(q’l,qz,...,qN)

X(S 01 — (71 dm doidq,dqs...dqy and

v(p. ) N/ /\P(ul,uz, e wN)VF W un, o uy)

x3 (01 — o) doy dojdus dus ...duy, (104)

are then related by the 6-dimensional Fourier transformations [28]:

y(r.r) = (2nh)_3/.../dpdp’exp[i(p-r—p/~r’)/h])7(p,p’),

v(p.p) = (Znh)_3/.../drdr’exp [<ip-r—p' -r)/n]y(r.r), (105)

and determine the relevant electron densities: p(r) = y(r,r) and 7 (p) = y(p, p).

A majority of molecular wave functions is constructed from one-particle states, the
molecular orbitals, e.g., the natural orbitals (NO) ¥ = {¥,,(r)} [44,45] in terms of
which

y(ror') =D k() vk (r). (106)

where {%,} stand for the NO occupations. The Fourier-transforms {,(p) =
F [, (r)]}, called momentals [28], then determine the conjugate density matrix in
the p-space:

7(p. ') =D dn¥n(p) ¥k () (107)

In the HZM representation of DFT one constructs the N-electron Slater determinants
for the given electron density p(r) = po(r) = NPo(r) using the equidensity orbitals

{g1(r)} [32] of Eq. 31),
W(N) = W(N) = (N2 detor)) = |1, 92, - - -, onl, (108)

or their phase-transformed, equilibrium analogs {(pleq' (r)} [9,20-23] corresponding to
the resultant phases {®, (r)} of Eq. (32):

W (N) =W, (N) = (N2 det ({g]")) = @i, 05, ... on ] (109)

This orbital approximation also gives rise to the diagonal spectral expansions of Egs.
(106) and (107), for the single occupations {A,, = 1} of the N lowest MO determining
the ground-state electron configuration, e.g.,
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= Zwiqrrwf"'(r’)*
[Po(")Po Zexp [/ () — &/ ()]},

y“(r,r) = NPo(r) = po(r). (110)

The associated equilibrium momentals

@f‘f'(p)z(znh)—3/2/dr[Po(r)]l/zexp{i [®/"(r) — p-r/n]}, 1=1,2,....N.
(111)

similarly determine the conjugate density matrix in the p-space:
Veq. P P Z ¢ (p) ¢ )

= (2nh)’3//dr dr'Veq.(r.r') exp[—i(p - r — p’ - ') /1],

Yeq.(P, P) = (Zﬁh)ﬂ//dr dr' veq.(r.7') exp[ip - ' — r)/R] = 7T (p).
(112)

8 Conclusion

To accommodate the complex wave functions of molecular electronic states the
nonclassical (phase/current)-related supplements of the classical (probability) descrip-
tors of the entropy/information content are required. In the position representation
the quantum-generalized gradient measure of the Fisher determinicity-information
involves a contribution due to the probability current (phase gradient), which gives rise
to a non-vanishing information source. It is related to the dimentionless (“reduced”)
expectation value of the system electronic kinetic energy. The resultant entropy of the
Shannon indeterminicity-information descriptor similarly involves the negative aver-
age phase contribution, which complements the familiar Shannon functional of the
electronic probability distribution. This extension satisfies the requirement that the
relation between the classical Shannon and Fisher information densities extends into
the nonclassical (quantum) domain, between the entropy/information densities due to
the state phase/current. The gradient “entropy” descriptor has also been introduced,
including the negative nonclassical constribution. Both global and gradient measures
of the resultant entropy have been shown to give rise to the same phase solution
marking the system horizontal-equilibrium.

Similar generalized descriptors of both the resultant information content and
entropy-deficiency (information-distance) have been introduced in the p-space. The
continuity equation for the momentum density has been shown to exhibit a nonva-
nishing source. The Fourier transforms of the strong-stationary (zero-current) states
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in the position representation were shown to give rise to the weak-stationary (finite-
current) states in the momentum space. Such an observation strengthens the need for
the nonclassical information supplements in molecular quantum mechanics. This fully
quantum information development for a single electron has been naturally general-
ized into many-electron systems by using the HZM construction of modern DFT, for
generating the Slater determinants giving the prescribed electron distribution.

The generalized information principles in the momentum space have been exam-
ined, which determine the equilibrium states of molecules and their constituent
fragments in this representation. Two types of such entropic rules have been examined:
for the maxima of either the nonclassical entropy/information contribution alone, or
of the associated resultant measure. The former rule determines the so called vertical
equilibrium state, while the latter principle generates the system horizontal equi-
librium. The optimum p-space horizontal phase is related to the logarithm of the
momentum probability density, thus generating a non-vanishing momentum current,
and hence the finite nonclassical entropy/information contributions.

Open Access This article is distributed under the terms of the Creative Commons Attribution 4.0 Interna-
tional License (http://creativecommons.org/licenses/by/4.0/), which permits unrestricted use, distribution,
and reproduction in any medium, provided you give appropriate credit to the original author(s) and the
source, provide a link to the Creative Commons license, and indicate if changes were made.
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