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Abstract

The charge density response function and the exchange hole are closely related to each other via the fundamental fluctuation-
dissipation theorem of physics. A simple approximate model of the static response function is visually compared on several
examples in order to demonstrate this relationship. This study is completed by illustrating the well-known isomorphism between
the exchange hole and the square of the dominant localized orbital lying in the space region of the reference point of the exchange
hole function. The implications of these relationships for the interpretation of common chemical concepts, such as delocalization,
are discussed.
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1. Introduction

To establish links between the wave function and chemical
concepts characterizing the structure and reactivity of atoms,
molecules, solids and interfaces has always been a consider-
able challenge for computational and theoretical chemistry. Al-
though this is a subject which has been in the focus of scien-
tists since the very beginning of quantum chemistry, the de-
velopment of Conceptual Quantum Chemistry tools remains
even in our days a dynamically developing domain, producing
new ideas and leading to a deeper understanding of old con-
cepts. This research activity betrays a natural need for having
a sound basis of quantitative or semi-quantitative characteriza-
tion of chemical objects and their interaction in the framework
of concepts, which are most often deeply rooted in chemical
thinking. Technically it means that one has to extract specific
parameters from many-electron wave functions of high com-
plexity, which are able to quantify or illustrate concepts.

If we are to identify some trends in the evolution of concep-
tual tools over the decades, one of the most remarkable feature
is that the definition of extracted quantities become more and
more independent of any specific approximation scheme and
are rooted more and more in true observables. On the one hand,
at the beginning, quantities like bond orders and atomic popula-
tions were constructed directly from intermediate quantities of
popular quantum chemical approximations (molecular orbitals,
populations analysis in a given basis set, valence bond config-
urations, . . . ) which could not be interpreted outside the scope
of a given computational scheme. On the other hand, in the
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course of the last 20 years, researchers made an effort to define
generally applicable conceptual measures and indices, which
are valid independently of any quantum chemical approxima-
tion method. Emblematic examples of such approximation-
independent concepts are atomic multipoles defined on the ba-
sis of the topological partitioning of the electron density [1], de-
localization indices between topologically defined atoms [2–6]
or, more recently, the total position spread (TPS) [7], based on
the localization tensor of Resta [8]. Various measures of elec-
tron localization, like the electron localization function (ELF)
[9–11], and other analogous functions of the three-dimensional
space [12–14] are also defined in a universal manner, without
referring to specific notions which would be valid only in the
realm of a particular approximate electronic structure method.
Such a philosophy has not only the advantage of making pos-
sible a judicious comparison of results obtained from different
electronic structure methods (e.g. atomic charges obtained from
Gaussian and plane-wave basis set calculations), but opens the
way to the comparison of theoretical values directly with the ex-
periment. For instance, atomic charges and Laplacians derived
from the QTAIM (Quantum Theory of Atoms In Molecules) of
Bader can be derived not only from computed, but also from
experimental electron densities obtained from high-resolution
X-ray diffraction data [15–18].

Inspired by the works of Parr and his coworkers [19], a
whole family of functions have been defined in the framework
of the Conceptual Density Functional Theory, leading to a for-
mally rigorous interpretation of the chemical potential of an
electronic system as the functional derivative of the electronic
energy with respect to the number of electrons, and of the linear
charge density response function as the functional derivative of

Preprint submitted to Computational and Theoretical Chemistry December 2, 2015



the electronic energy with respect to the external potential [20].
One can define quantities like hardness, softness, Fukui func-
tion, . . . via various higher order and mixed derivatives [21]. It
has to be stressed that these definitions are fully general and
valid not only in DFT but, in principle, at any level of modern
electronic structure theory. Among all these quantities, we are
going to be concerned mainly by the softness, more precisely
by the softness kernel.

The relevance of the linear charge density response func-
tion, which is called by some authors linear response kernel

and which is equal to the negative of the softness kernel, for
the characterization of localization/delocalization properties of
an electronic system has been recognized in the past by sev-
eral authors. The remarkable correlation between atom-atom
softnesses i.e. atomic partition of the linear response functions
and atom-atom delocalization indices have been pointed out
through the example of Y-conjugated compounds [22, 23]. The
properties of the linear density-density response and its eigen-
value decomposition have been used by Savin and his cowork-
ers to analyze the strong density-dependence of the Kohn-Sham
potential in density functional theory [24] and the radial density-
density response function has been analyzed for a series of atoms
along the adiabatic connection path [25].

More recently, in a series of papers [26–32], Geerlings and
his coworkers have analyzed the distribution of the charge den-
sity response in the space for atoms and molecules. One possi-
bility to study this quantity is to calculate the atom-condensed
linear response parameters, corresponding to the charge-flow
polarizabilities in the general distributed polarizability theory of
Stone [33, 34]. Distributed polarizabilities can be implemented
in the context of various definitions of atoms in molecules (AIM).
The possibilities cover a wide range of definitions of AIM, go-
ing from the partition of the basis functions to the Hirshfeld-
like fuzzy [35] or to the QTAIM [1] discontinuous partitioning
of the space. QTAIM charge-flow polarizabilities have been in-
troduced first in [36].

The full non-expanded density-density response kernel, cal-
culated in the uncoupled perturbed Hartree-Fock theory, has
been plotted in Ref. [30] for a few planar metallic and sim-
ple organic systems in view of characterizing their aromatic-
ity. The connection of the response kernel to the delocalization
and to induction and resonance effects have been discussed in
Refs. [26, 27].

In the present contribution, we discuss not only a few more
examples to illustrate the behavior of the linear density-density
response kernel for molecular systems as plots of the charge
deformation due to a perturbation in a fixed point in the space,
but we attempt to point out and to demonstrate the possible re-
lationships between the response kernel and the exchange (or
Fermi) hole function. Furthermore, the well-known connection
between the exchange hole and localized orbitals is also illus-
trated.

2. Basic relationships

2.1. Exact response and exchange-correlation hole functions

Using the definition of the two-particle (pair) density opera-
tor n̂2(r1, r2) in terms of the one-particle density operator n̂(r1)
and of δ(r1, r2), the Dirac delta function defined later:

n̂2(r1, r2) = n̂(r1)n̂(r2) − δ(r1, r2)n̂(r1), (1)

and the definition of the exchange-correlation hole in terms of
the expectation values n(r1) and n2(r1, r2):

hxc(r1, r2) =
n2(r1, r2)

n(r1)
− n(r2), (2)

one can deduce the following relationship:

n(r1)hxc(r1, r2) = n2(r1, r2) − n(r1)n(r2)

= 〈n̂2(r1, r2)〉 − 〈n̂(r1)〉 〈n̂(r2)〉

= 〈n̂(r1)n̂(r2)〉 − δ(r1, r2) 〈n̂(r1)〉 − 〈n̂(r1)〉 〈n̂(r2)〉

= 〈δn̂(r1)δn̂(r2)〉 − δ(r1, r2) 〈n̂(r1)〉 , (3)

where 〈Ô〉 = 〈Ψ0| Ô |Ψ0〉 denotes a ground state expectation
value, and we use the decomposition of the density operator as
a fluctuation δn̂(r1) around its mean: n̂(r1) = n(r1) + δn̂(r1).
The Dirac delta function δ(r1, r2) = δ(r2−r1) is usually defined
in the most general terms via its sifting property [37]

∫
dr1 f (r2) δ(r2 − r1) = f (r1). (4)

There are numerous options to represent δ(r2 − r1) by the
limiting value of a series of functions, like in Eq. (13).

Eq. (3) leads to:

〈δn̂(r1)δn̂(r2)〉 = δ(r1, r2)n(r1) + n(r1)hxc(r1, r2). (5)

The right-hand side of the above equation is usually referred
to as the static form factor (cf. Ref. [38]). As we can see,
Eq. (5) establishes a relationship between the density-weighted
hole function and the fluctuations of the charge density, fluctu-
ations that are themselves related to the response function by
the virtue of the (zero-temperature) fluctuation-dissipation the-
orem. In the following we derive an approximate relationship
between Eq. (5) and the static response function.

We proceed by the technique of effective denominators, usu-
ally related to the name of Unsöld [39] and which has been later
generalized by others, e.g. [40–42]. The aim of this technique
is to replace the state-specific energy denominator in the sum-
over-states expression of the response function by a constant
and to transform the sum over the excited states in the numera-
tor to a ground state expectation value by invoking the resolu-
tion of identity.

Using the shorthand notation for the transition density as-
sociated with the α excited state nα(r1) = 〈Ψ0| n̂(r1) |Ψα〉 and
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Figure 1: Sectional drawings, for the molecules of ethylene (top left), butadiene (top right), water (bottom left) and naphthalene (bottom right), along three
orthogonal planes of the isocontours of (1) the response function corresponding to the reference point r0 indicated by the black dot labelled "Q" and of (2) the
mathematical object defined by the right-hand side of equation Eq. (8), shown for the same reference point r0. The isocontour levels are in the range ±0.002 for the
response function and static form factor of the ethylene and butadiene molecules, in the range ±0.005 for the response function and static form factor of the water
molcule, in the range ±0.0005 for the response function of the naphthalene and ±0.00025 for the static form factor of the naphthalene. The isocontours are separated
by 0.0005 in the cases of the ethylene, butadiene and water molecule, by 0.0001 for the response function of the naphthalene and 0.00005 for its static form factor.
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with the excitation energy ωα, the static response function can
be written as:

χ(r1, r2; 0) = 2
∑
α,0

nα(r1)nα(r2)
ωα

=
2

ω(r1, r2)

∑
α,0

nα(r1)nα(r2)

=
2

ω(r1, r2)
〈δn̂(r1)δn̂(r2)〉 (6)

≈
2
ω
〈δn̂(r1)δn̂(r2)〉 , (7)

where, disregarded the hypothesis of working with real wave
functions, only the last step involves an approximation. While
the position-dependent effective denominator functionω(r1, r2)
in line (6) is able to maintain the equality, its reduction to a
position-independent constantω necessarily leads to an approx-
imate expression of the response function. We have used simi-
lar approximations in earlier works [23, 38]. Comparing equa-
tions Eq. (5) and Eq. (7) allows us to write:

ω

2
χ(r1, r2; 0) = δ(r1, r2)n(r1) + n(r1)hxc(r1, r2), (8)

which is the desired (approximate) relationship between the
static response function and the right-hand side of Eq. (5), the
static form factor. Note that the two contributions to the static
form factor, corresponding to the density multiplied, on the one
hand, by the Dirac delta function and on the other hand, by the
xc-hole function, ensure the correct charge conservation sum-
rule. Indeed, the response function on the left-hand side of
Eq. (8) integrates to zero, while, on the right hand side, the
Dirac delta function integrates to plus one and the exchange-
correlation hole function to minus one.

In the following we are going to simplify the problem and
instead of working with the exact response function and the
exchange-correlation hole function, we are going to consider
the noninteracting (or bare) response function and the exchange
hole function, which arises in an independent particle model.

2.2. Noninteracting response and exchange hole functions

In this subsection we are going to apply the effective de-
nominator technique to the zero-frequency bare or noninteract-
ing response function:

χ0(r1, r2) = 2
occ∑

i

virt∑
a

φ∗a(r2)φi(r2)φ∗
i
(r1)φa(r1)

ǫa − ǫi
, (9)

where φi, ǫi (φa, ǫa) are occupied (virtual) orbitals and orbital
energies. Using a position-dependent effective denominator,
ω(r1, r2), this yields:

ω(r1, r2) χ0(r1, r2) = 2
occ∑

i

virt∑
a

φ∗a(r2)φi(r2)φ∗i (r1)φa(r1). (10)

The summation over the virtual orbitals is transformed into
a sum over all the orbitals minus a sum over occupied orbitals:

ω(r1, r2) χ0(r1, r2) = 2
occ∑

i

all∑
p

φ∗p(r2)φi(r2)φ∗i (r1)φp(r1)

− 2
occ∑

i

occ∑
j

φ∗j(r2)φi(r2)φ∗i (r1)φ j(r1),

(11)

where φ j is an occupied orbital and φp designates an arbitrary
(virtual or occupied) orbital. In this last expression, we recog-
nize the usual definition of the exchange hole hx(r1, r2) for a
single determinant wave function:

n(r1) hx(r1, r2) = −2
∑

i j

φ∗i (r1)φ j(r1)φ∗j(r2)φi(r2), (12)

and the resolution-of-identity expression of the Dirac delta func-
tion:

δ(r1, r2) =
∑

p

φ∗p(r2)φp(r1). (13)

Note that the above representation of the Dirac delta func-
tion holds strictly only in the case of a complete orbital basis.
We obtain:

ω(r1, r2) χ0(r1, r2) = 2δ(r1, r2)
∑

i

φi(r2)φ∗i (r1) + n(r1)hx(r1, r2),

(14)

where we can use the Dirac delta function to see the expression
of the charge density n(r1) emerge in the first term:

ω(r1, r2) χ0(r1, r2) = δ(r1, r2)n(r1) + n(r1)hx(r1, r2). (15)

As seen before, the simplest approximation to this poten-
tially exact relation is to replace ω(r1, r2) by a position-inde-
pendent constant, ω:

ωχ0(r1, r2) ≈ δ(r1, r2)n(r1) + n(r1)hx(r1, r2). (16)

Compared to Eq. (8), which relates the exact interacting
static response function to the exchange-correlation hole, equa-
tion (16) involves the noninteracting static response function
and the exchange hole.

Our average energy denominator approximation is expected
to fail in reproducing the nodal structure of the response func-
tion in all its details, but the major features are expected to be
preserved. In the present article all the numerical examples will
be limited to the noninteracting (bare) response function and to
the corresponding exchange hole.
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2.3. Exchange-hole and localized orbitals

The idea that localized orbitals are closely related to the ex-
change hole has probably first appeared in the work of Luken
[43, 44] at the beginning of the eighties and it has been later re-
iterated by Tschinke and Ziegler [45] as well as by others [46].
The central idea is that the definition of the exchange hole for
a single determinant wave function of Eq. (12) can be consid-
erably simplified if it were possible to use strictly localized or-
bitals. Indeed, strictly localized orbitals are such that the "dif-
ferential overlap" φ∗i (r1)φ j(r1) is (almost) zero for i , j and it
is |φi(r1)|2 for i = j. Therefore we can write the hole function
as:

hx(r1, r2) = −2
∑

i

|φi(r1)|2

n(r1)
|φi(r2)|2 . (17)

Let us consider a partition of the physical space to approx-
imately disjoint regions Ωi [38], each belonging to a strictly
localized orbital φi. In every region only one localized orbital
contributes to the electron density, i.e. |φi(r1)|2 ≈ n(r1). Using
the window function Θi(r1) (which is equal to unity if r1 is in
Ωi and zero otherwise) it is possible to write that:

hx(r1, r2) = −2
∑

i

Θi(r1) |φi(r2)|2 , (18)

i.e. that the exchange hole associated with a reference point r1

is approximated as the negative of the square of the localized
orbital k which is situated in the space domain of this point and
satisfies Θk(r1) = 1, that is to say:

hx(r1, r2) = −2 |φk(r2)|2 for r1, r2 ∈ Ωk. (19)

In Section 3, it is shown in several illustrations how far this
reasoning holds in different systems characterized by different
degree of localization of their electrons.

3. Picturial comparison of response functions,

exchange holes and localized orbitals

3.1. Computational details

A software has been written to calculate the two-variable
functions χ0(rk, r0), δ(rk, r0) and hx(rk, r0) appearing in equa-
tions (9), (13) and (12) on regular grids {rk}, for a fixed ref-
erence point r0, permitting us to generate visual representa-
tions of both sides of Eq. (8) and Eq. (19). The program takes
as input the orbitals and the total electronic density of a sys-
tem in the CUBE file format using the MOLPRO program [47].
The calculations have been done at the Kohn-Sham level us-
ing the LDA functional and the aug-cc-aVTZ basis set. The
sum rules

∫
drk χ0(rk, r0) = 0,

∫
drk hx(rk, r0) = −1 and∫

drk δ(rk, r0) = 1 have been checked to verify the suitabil-
ity of the grid by simple summation over the grid points. The

Dirac delta function has been represented by a spherical Gaus-
sian model: δ(rk, r0) ≈ w

2πe(− 1
2 w2 |rk−r0 |

2). The half-width param-
eter w = 2.5 has been found on our grids to produce a normal-
ization integral closest to 1 for all studied systems. Localized
orbitals were generated using the Foster-Boys localization cri-
terium [48, 49].

3.2. Response function and exchange hole

In order to visualize the relationship between the response
function and the hole function, we present contour plots of the
noninteracting response function,

χ0(rk, r0; 0) and δ(rk, r0)n(rk) + n(rk)hx(rk, r0),

in cross sections of the molecule lying in the xy, yz and zx

planes.
Figure 1 shows the correspondance between the static re-

sponse function χ(rk, r0; 0) and the static form factor, i.e. the
function appearing on the right-hand side of Eq. (8). We have
used as example the ethylene, butadiene, water and naphtha-
lene molecules. The reference points r0 are labelled with a "Q"
on the Figures. The quality of the ressemblance between the
static response function and the static form factor does not de-
pend on the choice of the reference points, but these are placed
on symmetry planes or axis for each molecule and are chosen
such that they coincide with a grid point. Due to the relatively
rough grids, an arbitrarily placed reference point would have
destroyed the symmetry of the resulting figure. For the ethy-
lene and butadiene molecule the reference point is near the C-C
single bond, outside of the plane of the molecule. In the case of
the water molecule, the reference point is on the bisector of the
H-O-H angle. The reference point for the naphthalene molecule
is near the central C-C bond, above the molecular plane.

Overall, the correspondance between the two functions is
of rather acceptable visual quality, in spite of some discrepan-
cies, which can be attributed to the relative crude model of the
response function, supposing a simple, position independent,
proportionality with the form factor. The incompleteness of
the model can be conjectured from the fact that linear response
functions possess a richer topological structure, as compared
to the form factor based model. The mathematical structure of
the form factor makes clear that the dominant feature in both
functions should be a positive peak centered on the reference
point r0 and an essentially negative region corresponding to the
exchange hole.

The comparison of the butadiene and the naphthalene clearly
shows the difference in the extent of the delocalization in these
two systems. While in the former case the response function
describes an induced change of the charge which extends out
only slightly from a central perturbation to the terminal car-
bon atoms, in the case of the naphthalene the charge density is
quite significantly perturbed on the entire molecular skeleton.
We can observe also an alternating sign of the charge density
variations. The topology of the corresponding independent par-
ticle form factor function shows a reasonable resemblance with
the behavior of the linear response function, although some fea-
tures seem to be different on the two contour plots. For instance,
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Figure 2: Sectional drawings, for the molecules of ethylene (top left), butadiene (top right), water (bottom left) and naphthalene (bottom right), along three
orthogonal planes of the isocontours of (1) the exchange hole corresponding to the reference point r0 indicated by the black dot labelled "Q" and of (2) the square
of the localized orbital which centroid is situated in this space domain. The isocontours are in the range ±0.03 and separated by 0.005 for the ethylene molecule, in
the range ±0.05 and separated by 0.005 for the butadiene, and in the range ±0.005 and separated by 0.0005 for both the water and naphthalene molecule.
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Figure 3: Effect of the choice of the reference point, r0, denoted by Q4 and Q7, respectively for the water (left) and ethylene (right) molecules. The reference point
is moving outwards along a symmetry axis of the molecules, remaining in the same bond domain. Column (1) represents the response function in the xy plane,
column (2) illustrate the mathematical object defined by the rhs of Eq. (8), both shown for the reference point r0 .

the multiple maxima observed in the response function plot of
the naphthalene molecule seems to be absent on the form factor
plot. In the case of the butadiene the strong positive peaks at the
on the opposite side of the molecular plane with respect to the
reference point under the C1 and C2 carbon atoms are almost
invisible on the form factor plot.

The contour plots in Figure 1 depend on the choice of the
reference point. We have examined the sensitivity of the re-
sponse function and of the form factor with respect to the posi-
tion of the reference point. Since the shape of these functions
is expected to change radically if the reference point is moved
from one electron pair domain to another, we focused our atten-
tion to relatively small displacements within the same domain.
As illustrated by Figure 3, the shape of the response function
does not change appreciably; we have the positive peak, associ-
ated in the form factor model with the Dirac delta function and
a negative region related to the exchange hole in the form factor
model. However, according to the selected examples, the water
and ethylene molecules, some details may change in the case of
a shift of the reference point along the symmetry axis and ad-
ditional critical points may appear in the negative (red) regions
of both the response function and the form factor model.

3.3. Exchange hole and localized orbitals

Figure 2 illustrates the relationship seen Eq. (19) between
the localized orbital and the exchange hole, by plotting

hx(rk, r0) and − |φk(rk)|2 .

The reference points r0 for the exchange hole have been
chosen at the centroids of the localized orbital φk, obtained
by the Foster-Boys localization criterium. The following or-
bitals were selected: the C-C bonds for the case of the ethylene
molecule, the C-C simple bond of the butadiene molecule, one
of the oxygen lone pairs for the water molecule and the cen-
tral C-C bond of the naphthalene molecule. The grids are con-
structed such that the reference points coincide with one of the
grid points.

In the case of the small water and ethylene molecules and
even in butadiene the contour plots of the exchange hole and of
the square of the localized orbital are practically indistinguish-
able. Although the agreement is very good in naphthalene as
well, the squared localized orbital seems to be slightly more
extended on the naphthalene rings than the exchange hole.

It has been observed for a long time that bond polarizabil-

ities are remarkably transferable from one system to another.
This point was discussed from the theoretical chemistry view-
point by Claverie [50] by identifying bond polarizabilities and
localized orbital polarizabilities. The isomorphism of the local-
ized orbitals and of the exchange hole, which in turn is related to
the local charge density response puts this observation in a new
context a provides a sort of explanation in terms of the model
independent exchange hole through its close relationship with
the linear response function itself.
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3.4. Discussion

From a conceptual point of view it is quite obvious that the
notion of delocalization is primarily connected to the question
"How electrons respond to an external disturbance?". The ba-
sic physical observable in this respect is the charge density re-
sponse function, unfortunately its direct use in routine studies
is made difficult by some obstacles.

The main difficulty is that the response function depends
on two space variables so its full pictorial representation in
the three dimensional space or in any lower dimensional cross-
section (plane or line) should be done as a function of the ref-
erence point, which should, in principle, scan the whole space.
Geerlings and his co-workers have recently published a series
of articles, which present and discuss response functions (lin-
ear response kernels) for a series of systems [32]. These studies
have been done most often on the noninteracting response func-
tion, which requires significantly less computational resources,
than the analogous plots of the interacting response, e.g. at the
coupled perturbed Kohn-Sham or Hartree-Fock or correlated
(coupled cluster) level.

A way to get rid of the second variable would be to construct
domain-averaged quantities, in analogy to the domain-averaged
Fermi holes (DAFH) [51–53]:

χΩA
(r1) =

∫
ΩA

dr2 χ(r1, r2). (20)

To the best of our knowledge this quantity constructed from
the response function has not yet been proposed in the liter-
ature. For instance, it is expected that the shape of the atomic
domain-averaged response function provides information about
space regions where the electrons of this particular atom are
expected to be delocalized. A detailed study of such domain-
averaged response functions will be be the subject of a forth-
coming publication.

A further simplification in the characterization of the linear
response function can be achieved by a double domain average,
leading to a quantity identical to the charge-flow polarizability
in the distributed polarizability formalism:

χΩA ,ΩB
=

∫
ΩA

dr2

∫
ΩB

dr1 χ(r1, r2). (21)

χΩA ,ΩB
measures the propensity of the charge density in ΩA

to flow towards the domainΩB under the effect of an electric po-
tential difference between the two domains. Application of the
above definition to QTAIM domains defined by Bader [1] leads
to atom-atom charge flow polarizabilities [36, 54]. Although
relatively small systems were studied in these works, clear sig-
natures of strong delocalization have been observed for the di-
cyan (NCCN) and benzene molecules. In the former case, the
end-to-end charge flow is remarkably high (-0.499) which is to
be compared to the charge flow polarizability between bonded
nitrogen and carbon atoms (-1.256) while the charge flow be-
tween non bonded carbon and nitrogen atoms is very small (-
0.042). In the benzene, the strong para charge-flow is remark-
able (-0.316) and the opposite sign meta charge flow (+0.103).

Such a behavior is in good agreement with well-known reactiv-
ity rules in substituted benzenes.

Our attempt to model the main features of the response
function in terms of the density-weighted exchange hole was
motivated in a great extent by the observation that the charge
flow derived from the linear response function by a double atomic
domain average correlates well with delocalization indices, which
can be calculated from the exchange hole. Although the model
presented in this work does correctly reflect the main trends, it
can and should be improved in the future. One possible way
consists in finding a simple model for the position-dependent
effective excitation energies. Work in this direction is in progress.

A recent exhaustive review by Geerlings and his coworkers
[32] came to our knowledge after completing our work. Their
paper discusses in depth various chemical applications of the
linear response function, like mesomeric effects, delocalization,
aromaticity, reactivity, etc of the response functions and quan-
tities derived therefrom.

One of the roles of the density-weighted exchange hole is to
establish a link between the most general delocalization mea-
sures, the response function and the localized orbitals, which
are usually considered as outdated. The quality of the conven-
tional localized orbitals depends on the localization criteria. It
is interesting to notice that one can derive one-electron func-
tions, which play an analogous role as the localized orbitals, di-
rectly from the exchange hole. In this respect, one should men-
tion the Fermi hole based localized orbitals of Luken and Cul-
berson [44, 55], the natural orbitals derived from the domain-
averaged Fermi hole by Ponec̆ [53], the domain natural orbitals
(DNO) [56], which were further generalized by diagonalization
of the n-th order cumulant density matrices, leading to Natu-
ral Adaptive Orbitals (NAdOs) [57]. In this respect one should
mention Cioslowski’s isopycnic transformation method to ob-
tain localized natural orbitals from correlated (many-determi-
nantal) wave functions, based on the invariance of the Fermi
hole [58].

4. Conclusions

The basic physical model that the (de)localization of elec-
trons is intimately related to fundamental physical observables
like the charge density response function of the system on the
one hand and to the exchange-correlation hole function on the
other, has been illustrated on a few selected examples. Note that
in independent particle theories we can consider the exchange
hole and the noninteracting linear response function, which are
much simpler to calculate than the full linear response and the
full many-body exchange-correlation hole.

Pictures of two-dimensional cross-sections of the molecu-
lar space provide a detailed insight to the relationships which
have been established earlier between charge-flow polarizabil-
ities and atom-atom delocalization indices. Further and more
rigorous comparisons should be done in the future, since the
visual shape of the contour plots may be strongly dependent
on the choice of the contours, selected here on a linear scale
and uniformly for all the presented pictures. The still objec-
tively existing discrepancies are expected to be removed by an

8



improved, position-dependent effective excitation energy mod-
ulating the form factor function, as indicated previously.

The relationship between localized orbitals and the exchange
hole, first observed by Luken more than 30 years ago, permits
an a posteriori justification of the use of localized orbitals in
qualitative interpretations of bonding and localization. In the
mean time this analysis underlines some inherent limitations of
the localized orbital picture.

There are several physical implications of the relationships
which we attempted to make more plausible via graphical illus-
trations. First, we can see that the charge density of an elec-
tronic system at point r2 responding to an external perturbation
applied in r1 can be quite reasonably predicted from the ex-
change hole. Roughly speaking, the response will be nonzero
essentially in those region where the exchange hole is nonzero
too. Furthermore, it may be surprising that the charge density
response in genuinely localized systems remains local in real
space: it extends only to a few-atom region around the per-
turbation. An implication of this observation is that the charge-
flow between such regions, which are in close resemblance with
the exchange hole and by consequence to localized orbital do-
mains, can be relatively small. Selecting such domains for a
multi-center, distributed description of intermolecular forces, in
particular in the case of induction and dispersion interactions,
leads naturally to models without significant charge-flow con-
tributions. In contrast, in metal-like strongly delocalized sys-
tems the possible necessity of including charge-flow contribu-
tions [59] becomes obvious by the failure of finding localized
orbitals or in more general terms, by the inherently delocal-
ized nature of the density-weighted exchange hole. Since the
Resta localization tensor [8] or using a recently suggested al-
ternative name [7], the Total Position Spread Tensor (TPST),
is the second moment of the density-weighted exchange hole,
one can establish also a direct link [60] to the well-known near-
sightedness concept of Walter Kohn [61, 62], which provides a
general framework to discuss localization and delocalization in
solids but also in finite molecular systems.

Acknowledgement

J.G.A. thanks for the support of this research by the Euro-
pean Union and the State of Hungary, co-financed by the Euro-
pean Social Fund in the framework of TÁMOP 4.2.4. A/2-11-
1-2012-0001 ‘National Excellence Program’.

[1] R. W. F. Bader, Atoms in Molecules - A Quantum Theory, University of
Oxford Press, Oxford, 1990.

[2] R. F. W. Bader, M. E. Stephens, Spatial localization of the electronic
pair and number distributions in molecules, J. Am. Chem. Soc. 97 (1975)
7391–7399.

[3] J. Cioslowski, S. T. Mixon, Covalent bond orders in the topological theory
of atoms in molecules, J. Am. Chem. Soc. 113 (1991) 4142–4145.

[4] J. G. Ángyán, M. Loos, I. Mayer, Covalent bond orders and atomic va-
lence indices in the topological theory of atoms in molecules, J. Phys.
Chem. 98 (1994) 5244–5248.

[5] R. F. W. Bader, A. Streitwieser, A. Neuhaus, K. E. Laidig, P. Speers,
Electron delocalization and the Fermi hole, J. Am. Chem. Soc. 118 (1996)
4959–4965.

[6] X. Fradera, M. A. Austen, R. F. W. Bader, The Lewis model and beyond,
J. Phys. Chem. A 103 (2) (1999) 304–314.

[7] O. Brea, M. El Khatib, C. Angeli, G. L. Bendazzoli, S. Evangelisti,
T. Leininger, Behavior of the Position–Spread Tensor in Diatomic Sys-
tems, J. Chem. Theory Comput. 9 (12) (2013) 5286–5295.

[8] R. Resta, Kohn’s theory of the insulating state: A quantum-chemistry
viewpoint, J. Chem. Phys. 124 (2006) 104104.

[9] A. D. Becke, K. E. Edgecombe, A simple measure of electron localization
in atomic and molecular systems, J. Chem. Phys. 92 (1990) 5397–5403.

[10] A. Savin, A. D. Becke, J. Flad, R. Nesper, H. Preuss, H. G. von Schnering,
A new look at electron localization, Angew. Chem. Int. Ed. Engl. 30 (4)
(1991) 409–412.

[11] B. Silvi, A. Savin, Classification of chemical bonds based on topological
analysis of electron localization functions, Nature 371 (1994) 683–686.

[12] H. L. Schmider, A. D. Becke, Two functions of the density matrix and
their relation to the chemical bond, J. Chem. Phys. 116 (2002) 3184–
3193.

[13] M. Kohout, A measure of electron localizability, Int. J. Quantum Chem.
97 (2004) 651–658.

[14] P. W. Ayers, Electron localization functions and local measures of the
covariance, J. Chem. Sci. 117 (2005) 441–454.

[15] S. Kuntzinger, N. E. Ghermani, Y. Dusausoy, C. Lecomte, Distribution
and Topology of the Electron Density in an Aluminosilicate Compound
from High=Resolution X-ray Diffraction Data: the Case of Scolecite ,
Acta Cryst. B (1998) 1–15.

[16] A. Volkov, C. Gatti, Y. Abramov, P. Coppens, Evaluation of net atomic
charges and atomic and molecular electrostatic moments through topolog-
ical analysis of the experimental charge density, Acta Cryst. A 56 (2000)
252–258.

[17] C. Gatti, Chemical bonding in crystals: new directions, Z. Kristallogr.
220 (2005) 399–457.

[18] P. Garcia, S. Dahaoui, C. Katan, M. Souhassou, C. Lecomte, On the ac-
curate estimation of intermolecular interactions and charge transfer: the
case of TTF-CA, Faraday Discuss. 135 (2007) 217–235.

[19] R. G. Parr, W. T. Yang, Density-Functonal theory of Atoms and
Molecules, Oford University Press, New York, 1994.

[20] P. Senet, Kohn-Sham orbital formulation of the chemical electronic re-
sponses, including the hardness, J. Chem. Phys. 107 (1997) 2516–2524.

[21] P. Senet, Nonlinear electronic responses, Fukui functions and hardnesses
as functionals of the ground-state electronic density, J. Chem. Phys. 105
(1996) 6471–6488.

[22] J. G. Ángyán, Correlation of bond orders and softnesses, J. Mol. Struct.
Theochem 501-502 (2000) 379–388.

[23] J. G. Ángyán, Linear response and measures of electron delocalization in
molecules, Current Organic Chemistry 15 (2011) 3609–3618.

[24] A. Savin, F. Colonna, R. Pollet, Adiabatic Connection Approach to Den-
sity Functional Theory of Electronic Systems, Int. J. Quantum Chem. 93
(2003) 166–190.

[25] A. Savin, F. Colonna, M. Allavena, Analysis of the linear response func-
tion along the adiabatic connection from the Kohn–Sham to the correlated
system, J. Chem. Phys. 115 (15) (2001) 6827–6833.

[26] N. Sablon, F. De Proft, P. Geerlings, The Linear Response Kernel: Induc-
tive and Resonance Effects Quantified, J. Phys. Chem. Lett. 1 (8) (2010)
1228–1234.

[27] N. Sablon, F. De Proft, P. Geerlings, The linear response kernel of con-
ceptual DFT as a measure of electron delocalisation, Chem. Phys. Lett.
498 (1-3) (2010) 192–197.

[28] N. Sablon, F. De Proft, M. Solá, P. Geerlings, The linear response kernel
of conceptual DFT as a measure of aromaticity, J. Chem. Phys. 14 (11)
(2012) 3960.

[29] Z. Boisdenghien, C. Van Alsenoy, F. De Proft, P. Geerlings, Evaluating
and Interpreting the Chemical Relevance of the Linear Response Kernel
for Atoms, J. Chem. Theory Comput. 9 (2) (2013) 1007–1015.

[30] S. Fias, Z. Boisdenghien, T. Stuyver, M. Audiffred, G. Merino, P. Geer-
lings, F. De Proft, Analysis of Aromaticity in Planar Metal Systems using
the Linear Response Kernel., J. Phys. Chem. A. 117 (16) (2013) 3556–
3560.

[31] Z. Boisdenghien, S. Fias, C. Van Alsenoy, F. De Proft, P. Geerlings, Eval-
uating and interpreting the chemical relevance of the linear response ker-
nel for atoms II: open shell, Phys. Chem. Chem. Phys. 00 (2014) 0000.

[32] P. Geerlings, S. Fias, Z. Boisdenghien, F. De Proft, Conceptual DFT:
chemistry from the linear response function, Chem. Soc. Rev. 43 (14)
(2014) 4989.

9



[33] C. R. Le Sueur, A. J. Stone, Practical schemes for distributed polarizabil-
ities, Mol. Phys. 78 (1993) 1267–1291.

[34] C. R. Le Sueur, A. J. Stone, Localization methods for distributed polariz-
abilities, Mol. Phys. 83 (1994) 293–307.

[35] I. Mayer, P. Salvador, Overlap populations, bond orders and valences for
‘fuzzy’ atoms, Chem. Phys. Lett. 383 (3-4) (2004) 368–375.

[36] J. G. Ángyán, G. Jansen, M. Loos, C. Hättig, B. A. Hess, Distributed
polarizabilities using the topological theory of atoms in molecules, Chem.
Phys. Lett. 219 (1994) 267–273.

[37] T. B. Boykin, Derivatives of the Dirac delta function by explicit construc-
tion of sequences, Am. J. Phys 71 (2003) 462–468.

[38] J. G. Ángyán, On the exchange-hole model of London dispersion forces,
J. Chem. Phys. 127 (2007) 024108.

[39] A. Unsold, Quantentheorie des Wasserstoffmolekuelions und der Born-
Landeschen Abstossungskraefte, Z. Physik 43 (1927) 563.

[40] B. Linder, K. F. Lee, P. Malinowski, A. C. Tanner, On the relation
between charge-density susceptibility, scattering functions and van der
Waals forces, Chem. Phys. 52 (1980) 353–361.

[41] P. Malinowski, A. C. Tanner, K. F. Lee, B. Linder, Van der waals forces,
scattering functions and charge density susceptibility. II. Application to
the He-He interaction potential, Chem. Phys. 62 (1981) 423–438.

[42] J. A. Berger, L. Reining, F. Sottile, Efficient calculation of the polarizabil-
ity: a simplified effective-energy technique, Eur. Phys. J. B 85 (9) (2012)
326.

[43] W. L. Luken, D. N. Beratan, Localized orbitals and the Fermi hole, Theor.
Chim. Acta 61 (1982) 265–281.

[44] W. L. Luken, Properties of the Fermi hole and electronic localization, in:
Z. Maksic (Ed.), Properties of the Fermi hole and electronic localization,
Springer Verlag, Berlin, 1990, pp. 287–320.

[45] V. Tschinke, T. Ziegler, On the shape of spherically averaged Fermi-
hole correlation functions in density functional theory. 1. Atomic systems,
Can. J. Chem. 67 (1989) 460–472.

[46] M. A. Buijse, E. J. Baerends, An approximate exchange-correlation hole
density as a functional of the natural orbitals, Mol. Phys. 100 (2002) 401–
421.

[47] H.-J. Werner, P. J. Knowles, G. Knizia, F. R. Manby, M. Schütz, Molpro:
a general-purpose quantum chemistry program package, Wires Comput
Mol Sci 2 (2) (2011) 242–253.

[48] J. M. Foster, S. F. Boys, Canonical Configurational Interaction Procedure,
Rev. Mod. Phys. 32 (1960) 300–302.

[49] S. F. Boys, Localized orbitals and localized adjustment functions, in: P. O.
Löwdin (Ed.), Quantum Theory of Atoms, Molecules, and the Solid State,
A Tribute to John C. Slater, Academic Press, New York, 1966, pp. 253–
262.

[50] P. Claverie, Elaboration of approximate formulas for the interaction be-
tween large molecules: Application to Organic Chemistry, in: B. Pull-
man (Ed.), Intermolecular Interactions: From Diatomics to Biopolymers,
vol.1, Wiley Interscience, New York, 1978, p. 69.

[51] R. Ponec, A. J. Duben, Electron pairing and chemical bonds: Bonding
in hypervalent molecules from analysis of Fermi holes, J. Comp. Chem.
20 (8) (1999) 760.

[52] R. Ponec, Electron pairing and chemical bonds. Chemical structure, va-
lences and structural similarities from the analysis of the Fermi holes,
Journal of Mathematical Chemistry 21 (3) (1997) 323–333.

[53] R. Ponec, Electron pairing and chemical bonds. Molecular structure from
the analysis of pair densities and related quantities, Journal of Mathemat-
ical Chemistry 23 (1/2) (1998) 85–103.

[54] C. Hättig, G. Jansen, B. A. Hess, J. G. Ángyán, Topologically partitioned
dynamic polarizabilities using the theory of atoms in molecules, Can. J.
Chem. 74 (1996) 976–987.

[55] W. L. Luken, J. C. Culberson, Localized orbitals based on the Fermi hole,
Theor. Chim. Acta 66 (1984) 279–293.

[56] E. Francisco, A. Martín Pendás, M. A. Blanco, A connection between
domain-averaged Fermi hole orbitals and electron number distribution
functions in real space, J. Chem. Phys. 131 (2009) 124125.

[57] E. Francisco, A. M. Pendás, M. García-Revilla, R. Á. Boto, Computa-
tional and Theoretical Chemistry, Comp. Theoret. Chem. 1003 (C) (2013)
71–78.

[58] J. Cioslowski, Isopycnic orbital transformations and localization of natu-
ral orbitals, Int. J. Quantum Chem. Symp. 24 (1990) 15–28.

[59] A. J. Misquitta, J. Spencer, A. J. Stone, A. Alavi, Dispersion interactions

between semiconducting wires, Phys. Rev. B 82 (7) (2010) 075312.
[60] R. Resta, The Insulating State of Matter: A Geometrical Theory, Eur.

Phys. J. B 00 (2011) 0000.
[61] W. Kohn, Theory of the Insulating State, Phys. Rev. B 133 (1964) 171–

181.
[62] E. Prodan, W. Kohn, Nearsightedness of electronic matter, Proc. Natl.

Acad. Sci. 102 (2005) 11635–11638.

10


	Introduction
	Basic relationships
	Exact response and exchange-correlation hole functions
	Noninteracting response and exchange hole functions
	Exchange-hole and localized orbitals

	Picturial comparison of response functions, exchange holes and localized orbitals
	Computational details
	Response function and exchange hole
	Exchange hole and localized orbitals
	Discussion

	Conclusions

