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Abstract: It is shown that the electric dipole- and electric quadrupole-anapole polarizabilities,
denoted respectively by f; 8 and g;, By and the anapole magnetizability 4,4, are intrinsic properties
of the electron cloud of molecules responding to optical fields. fﬂ’qg is a nonvanishing property
of chiral and achiral compounds, whereas 4, is suitable for enantiomer discrimination of chiral
species. They can conveniently be evaluated by numerical integration, employing a formulation
complementary to that provided by perturbation theory and relying on the preliminary computation
of electronic current density tensors all over the molecular domain. The origin dependence of
the dynamic anapolar response is rationalized via related computational techniques employing
numerical integration, as well as definitions of molecular property tensors, for example, electric
dipole and electric quadrupole polarizabilties and magnetizability. A preliminary application of
the theory is reported for the R, enantiomer of the hydrogen peroxide molecule, evaluating tensor
components of electric dipole-anapole polarizability and anapole magnetizability as functions of the
dihedral angle ¢ = Z H-O-O-H in the range 0° < ¢ < 180°.

Keywords: anapole-electric dipole polarizability; anapole magnetizability; anapole-electric quadrupole
polarizability; electronic current densities induced by optical fields

1. Introduction

A time-independent magnetic field induces toroidal electron flow in chiral molecules [1-8],
giving rise to a static toroidal moment, which can be represented by a vector odd under
charge conjugation C, parity P and time reversal T. The optical fields associated with
a beam of monochromatic light, oscillating with frequency w, also induce the anapolar
response, which can be rationalized in terms of dynamic anapole polarizabilities and
magnetizabilities [9].

The relevance of the anapolar response cannot be overemphasized after the advent of
metamaterials, containing meta-atoms endowed with strong toroidal moments, used in a
wide series of promising technological applications [10].

Within the electric quadrupole approximation, two second- and one third-rank tensors,
depending on w, have been introduced [9], namely anapole-electric dipole polarizability
f;ﬂ, anapole magnetizability 4,5, and anapole-electric quadrupole polarizability g;,m.
Corresponding quantum-mechanical definitions have been reported within the framework
of time-dependent perturbation theory [11], and their magnitude, as well as fundamental
properties under C, P, and T symmetry operations [12], have been discussed. In particular,
the origin dependence of these tensors has been investigated, determining equations that
connect values corresponding to a passive translation of the coordinate system [9].

The present paper sets out to propose a derivation of f; B Oaps and g By alternative
to that arrived at via perturbation theory, allowing for optional definitions of quantum-
mechanical anapole moments in terms of electronic current densities induced by monochro-
matic light shining on a molecule. Instead of going along an earlier trodden path [9], our
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investigation aims to reconceptualize a few aspects of the anapolar response. In fact, this
novel approach is expected to throw light on fundamental physical mechanisms that come
into play in determining the anapolar feedback, as it preludes to future visualization of
current density vector fields, toroidal flow in particular.

The paper is organized as follows. An outline of notation is presented in Section 2 and
a short description of the theoretical methods employed to compute anapolar response
properties is provided in Section 3, introducing current density tensors which depend on
the frequency w of a beam of monochromatic light radiating on a probe molecule. An
application of theoretical methods relying on induced current densities is discussed in
Section 4 and concluding remarks are made in Section 5.

2. Outline of Notation and Theoretical Methods

Within the Born-Oppenheimer (BO) approximation [13], for a molecule with 7 elec-
trons and N clamped nuclei, charge, mass, position and canonical momentum of the k-th
electron are indicated, in the configuration space, by —e, me, 1, py, k = 1,2,...,n, using
boldface letters for electronic vector operators. Analogous quantities for nucleus I are Zje,
M;j, R;, and so forth, forI =1,2,...,N.

The imaginary unit is represented by a Roman i. Throughout this paper, SI units are
used and standard tensor formalism is employed; for example, the Einstein convention of
implicit summation over two repeated Greek indices is applied. The third-rank Levi—Civita
pseudotensor is indicated by €,4,. Capitals denote n-electron vector operators; for example,
for position, canonical and angular momentum,

n n n
R=Y'rn, P=Yp, L=Y1I,
k=1 k=1 k=1

except for the electric and magnetic dipole,

it = —eR, 1)
e 4

no= - L. 2

i T, 2

Electronic tensor operators are expressed, specifying the components; for example, for
the second-rank electric quadrupole operator

n

o = =5 L. () ©

k=1
for the diamagnetic contribution to magnetizability,
n

) (rzéaﬁ - rarﬁ)k, 4)

€ k=1

2
ad e
gzxﬁ - Am

for the magnetic quadrupole operator in Hermitian form

i (l}r,; + rﬁi”‘)k’ (5)

k=1

Map = 61,

and for the paramagnetic contribution to the anapole operator
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Gy = —geuplitap = g - k; Kr gy — r/gry) pp+ 1hr7} .
e PR
= T k; {(72% - Wv) Pp+ Pp (Vz% - rﬁr'r) } R (6)

A “perturbed” operator, linearly dependent on an external magnetic field B, is defined
via the relation,

df, = o +155Bg, @)
where the diamagnetic contribution is given by
2 n
d € 2
aaﬂ — ﬁeaﬁ7];<r 1’7>k (8)

Expressions for the polarization charge density and current density induced in the
electrons of a molecule by a monochromatic plane wave are obtained by time-dependent
quantum mechanical perturbation theory [11], assuming that the eigenvalue problem for

the time-independent BO electronic Hamiltonian H (O)T](p) = E](O)‘I’(,O) has been solved to

]
. . . (0) . . (0)
determine a set of eigenfunctions ¥ j and corresponding energy eigenvalues E e The

reference (ground) state is indicated by ‘I’,EO) and the natural transition frequencies are
0 0
Wijg = (E]( ) 7E5(, ))/h
A general definition of n-electron density matrices is used throughout this work
allowing for the McWeeny normalization [14],

y(xu¥) =n / ¥ (xy, X1) ¥ (¥, X1 )dX1. )

They are functions of electronic space-spin coordinates x; = r, ® s, k =1,2,...,n,
where
X1={xy,...,xn}, X={x1,X1}, dXy={dxy, ..., dx,}, (10)

thus, integrating over ds;, one gets from Equation (9),
YO = 21O
— / YO, x )20 (r, X1 )d X, (11)
for the reference (ground) state ‘I’,(IO) of the molecule. The probability current density [14] is
obtained from Equations (9)—(11) for the density matrix,

i) = —R[AY (1) ey 12)

in which one puts ¥’ = r after operating with the electronic mechanical momentum
ft = p+eA, (13)

adopting the Bloch gauge [15] for the vector potential A. The corresponding charge current
density is obtained multiplying by —e, that is, ] = —ej. The interaction Hamiltonian
considered in the present work does not contain terms depending on electron spin, therefore
the probability current density Equation (12) includes only orbital contributions.
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3. Current Density Approach to Anapolar Response Properties and Their Origin Dependence

The time derivative of the electric field associated with a beam of monochromatic light

impinging on a molecule induces an electronic current density J E (r) [16]. A corresponding
current density tensor (CDT),

jaEﬁ(r,w) = - Z(wz —wz) B

<o Galagly) [ 1 305000 0, 1)
- /Tgo)*(frXl)pa‘fj(-o)("/Xl)Xm<]'|ﬁ/3’11>}, (14)
to first order in the electric field, is obtained by differentiation,

Eg _ alf(r,w)
9 (r0) = (15

Allowing for the long-wavelength approximation, only electric dipole terms are
retained within the Goeppert-Mayer interaction Hamiltonian [17,18]. The electric field
of the monochromatic wave is assumed spatially uniform, and Equation (14) defines a
quantity independent of the origin of the coordinate system.

The mixed anapole-electric dipole polarizability induced by the time derivative of the
electric field of monochromatic radiation can be cast in the form [9]

1 2w
ap h ];1 w]%z — w? o | 5’
_ _é w/(1”25m _ T“V'Y>jfﬁd31’. (16)

The interesting feature of Equation (16), and of analogous relationships (34) and (41),
is that they provide computational recipes alternative to the definitions determined by
Rayleigh-Schrodinger perturbation theory [9] by expressing them as integrals of current
density tensors. Thus anapole polarizabilities and magnetizability can be calculated by
numerical integration using standard methods [19,20]. In this work, spatial integration of
the density functions has been performed using the Becke scheme, Ref. [21] adopting 131
angular points for the Lebedev’s quadrature of 59th order of accuracy [22] and 131 radial
points for the Gauss—-Chebyshev radial quadrature of the second-kind [23].

According to Equation (16), the behavior of the f] 8 polarizability under the funda-
mental symmetries is different from that of the anapole magnetizability a,p [5]. Whereas
the former is even under C, P and T, the latter is C- and T-even and P-odd, therefore only
Agp CAN be used for chiral discrimination [9].

Since the CDT in Equation (14) is invariant under a translation of coordinates, the
origin dependence of f; plis only due to the prefactor within brackets in Equation (16),
which will change in a passive transformation of reference system,

¥ =7 =+ +d, (17)

corresponding to an arbitrary shift d of the origin. In fact, a simple calculation allowing
for the second identity of (16) shows that two different observers, at the origin of refer-
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ence systems K’ and K”, would calculate, or measure, different anapole-electric dipole
polarizabilities related by

w E w E
Figt") = Splr) + Sds [(r5 =) P — L [(ry =) Ty P
5 (@60 — dadl) / T - “d, / (ro — 1) TP dPr. (18)

The fourth term on the r.h.s. of Equation (18) is soon evaluated via Equation (90) of
Ref. [24], as the argument (14) of the integral

[ et =i = SV LSRG} 09

j7a

defines an origin-independent density of dynamic electric dipole polarizability in the (R, P)
gauge, identical to that in the (R, R) and (P, P) gauges

2w; o
aly™ = Z _]a R ({alfali) (| fip]a)), (20)
j#a Y
g mzh ]; —w%{<“‘pw,j><j’ﬁﬁ|”>}f (21)
if the hypervirial theorem [25-27]
<a|15a|j> = —imewja<a|ﬁa|j>, <j|15a|a> = imew]-u<j|f{,x|a>, (22)

is satisfied [28].

Calculation of the other integrals appearing in Equation (18) is greatly facilitated by
employing a general and quite effective relationship for the moments of total electronic cur-
rent density [24]. According to Equation (82) of that paper, to first-order in the perturbing
fields of the monochromatic wave,

d ., . .
/ o ‘él) $A<.utx,3> +€o¢ﬁ’yA<m’Y>' (23)

Within the algebraic approximation [29], right- and left-hand sides of Equation (23) are
expected to yield different numerical results, unless the basis set is close to completeness,
or flexible enough to provide accurate representation of R, P and L at the same time, and
to satisfy hypervirial theorems [25-27] to a good extent. In fact, the current density tensors
in Equations (14), (26) and (27) are expressed in terms of p, whereas A< ﬁa5> is usually
evaluated within the dipole length gauge in Equation (28). Thus the degree to which the
equality (23) is fulfilled provides a measure of basis set quality.

This relationship is applied in Equation (18) by taking into account terms that depend
on the same perturbing fields at both sides. Therefore, within the electric quadrupole
approximation [16], it is properly used relaxing the long wave-length assumption, that is,
supposing that | /’55 (r, w) is not origin independent, since it varies according to the change
of electric field at different points within the molecular region,

EIS (1‘”) = EIS (1‘/) + d’YE"rﬁ' (24)

Atany rate, in Equations (23) and (24), both the electric field gradient V, Eg = E,g and
the magnetic field of the impinging radiation are assumed to be spatially uniform all over
the molecular domain. They are coupled with the electric quadrupole and magnetic dipole
operators, respectively, within the interaction Hamiltonian. This amounts to considering
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also the current density vector fields induced by the gradient VE and the magnetic field B,
that is,

1 . .
R RN (25)
in agreement with the electric quadrupole approximation.

The current density terms appearing in Equation (25) are taken into account introduc-
ing the corresponding CDTs [16],

T (rw) = —gjhjg(wfa—wZ)‘lwamm
< [ %) pet ) (r, X)Xy
- [ X0V xax gl | eo
and
JaBﬁ(r,w) _ _ ne 2 Z(Uja

Melt 7 @iy — w2
><§R{<a|rhﬁ|j>/‘P](O)*(r,Xl)ﬁa‘Yf,o)(r,Xl)Xm
+ [ x0p X)Xl )

2
e
— Tmeaﬁ7r7’y(0) (r). (27)

On the rh.s. of Equation (23), the electric quadrupole induced in the electronic cloud
is expressed, within the electric quadrupole approximation, in terms of intrinsic tensor
properties; see Appendix A,

A(fap) = 0qapEy + tapnsEsy — Dby apBrew™ (28)
An analogous expression is used for the induced magnetic dipole:
A(Tha> = —K}’%Eﬁw_l -+ Dz,x,‘BryE."/,Bw_l -+ CtxﬁBﬁ (29)

From Equations (18) and (23), one finds

[s = TEEr = g0l = sunfy (1), (30)
[trn =) TP = wg ), @)
[0 =D TF R = wga) — e (), )

hence the relationship connecting the anapole polarizability f; 8 for the different origins
becomes

w 1
fup(r") = fap(r) - i (dZ(sm - dtxdv) + 5";35(”)%75‘17
+% [ap 0 (r')dy — gy (r')da], (33)

the same as that arrived at via a more complicated procedure [9], allowing for the translation
of operators (6) and (7). Thus the origin dependence of f; g is fully determined by the
prefactor in round brackets in Equation (16).
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The mixed anapole-electric quadrupole polarizability induced by the time derivative
of the gradient E,g associated with the monochromatic beam [9] can be expressed in the
form:

1 2w JUNTNIIN
8upr = % Z R S{(aldalj) (jl fpy]a) }
j#a “Yja — @

—gw/ 1’25,3“5 — r,,m;) jfmaﬁr, (34)

even under C and T and odd under P, hence suitable for chiral recognition. A procedure
allowing for the second identity in Equation (34), analogous to that leading to (18), gives

g&,ﬁv(’ﬂ) = 80457( ')+ d/ -1l Eﬁ”d3 d /7’5—7’ ﬁvda
_*(d Ous — dads) /jEmd3r— gd(s/(ra—ra)j& BT 3. (35)

The integral in the fourth term on the r.h.s. of Equation (35) corresponds to the electric
dipole-electric quadrupole polarizability in the dipole velocity gauge [24]:

[t =l = S Gl )b 69

meh

identical to that in the dipole length gauge, reported in the Appendix A, Equation (A1), if
the hypervirial theorem (22) is fulfilled.
From Equations (23), (28) and (29) one finds

E

/(”e - r/e)jac Py = XBy,ea (1",) - ee(Sszg,‘By(r/)' (37)
E

[Ca=ar = ) o9
E

/(r,x —1) T dr = Xy as(t') — erxezSD(IS,;%y("/)r’ (39)

then the relationship connecting the anapole-electric quadrupole polarizability g; gy for
the different origins becomes:

gl’x,,g,y (1’//> = g:x,ﬁn, (1’/) — %065,57 (1’/) (d25a5 - dad(;)
+% ["‘ﬁ%rxé (r')ds — KBy, 56 (') da]
1
+§€M5€Dg,m (') de. (40)

Thus the prefactor within round brackets in Equation (34) yields only a few terms
linear and quadratic in the d shift, as shown by comparison with Equation (96) of Ref. [9].
Missing contributions would be recovered by coupling the prefactor to terms arising from

E
a change of origin of the 7, *” CDT. In fact, only the total first order current density (25) is
origin independent, whereas the three contributions on the r.h.s. interchange in a passive
transformation of the coordinate system [16].
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The anapole magnetizability is evaluated via a magnetic-field induced current density
tensor (27),

1
Ay = 6 (r 5047 rtxr'y>x7aB§d3r_ﬂ +ﬂ,y(), 41)
afs(w) = hZ R (alay |j) (jlries|a) }, (42)
j7a
agé = (a|a7§\a>, (43)

and a straightforward calculation using the first identity in Equation (41) for different
origins yields

ays(r') = ays(r') + dﬁ/ s — jw‘sdg’r— fda /( —r )J,XBédi%r
_7[1 / j“BédB'r _ 7(d251x’)/ d d /j35d3 (44)

The fifth term on the r.h.s. is expressed via the magnetic CDT (27), which is related to
a density of electric dipole-magnetic dipole polarizability [24],

/\ZXB‘S (r,w)d’r = —wK,’Xﬁ, (45)

and the other integrals are calculated allowing for Equations (23), (28) and (29). Thus
one finds

/ (rg—1p) T dr = wDjg (¥') + €ppalas (46)
[ = 1) TEBr = Dl () + e @)
/ (ra — 1) T d®r = —wDj,, (F), (48)

then the relationship connecting the anapole magnetizability a.; for the different origins be-
comes

w
a5(r) = ara(t) + LDy () — Dl ()]
1
+§dﬁ€ﬁ'}f}\€)u5 — % (dzéwy — ducd'y>7<¢/x(5 (1‘/) . (49)

Therefore, for the anapole magnetizability (41), only a few terms of those appearing in
Equation (93) of Ref. [9] are recovered, for the reasons explained in the discussion following
Equation (35).

For static anapole magnetizabilties, Equation (44) becomes [5]

1
Aos (1’”) = dys (1’/) + Eeam@;“dﬁ, (50)

thus the trace a., is invariant of the origin for w = 0. For a freely tumbling chiral molecule
in disordered media, the isotropic anapole moment induced in the direction of the static
magnetic field is A(dy) = (1/3)a,,Bs, whereas the isotropic magnetic dipole moment
induced by the curl of a static magnetic field B, thatis, C = V x B, is A(1i1y) = (1/3)a,,Cq.

4. Results and Discussion

A preliminary test of the theoretical scheme outlined in Sections 2 and 3 has been
conducted on the hydrogen peroxide molecule, by computing the anapole-electric dipole
polarizability £/ p- Equation (16), and anapole magnetizability a,p, Equation (41). The origin
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dependence of the former has been investigated via Equations (18) and (33), which account
for all the terms reported in a previous study [9].

Calculations have been carried out for the R; enantiomer of H,O; shown in Fig-
ure 1, evaluating both f; 8 and a,4 tensor components as functions of the dihedral angle
¢ = £ H-O-O-H, at the time dependent Hartree-Fock (TD-HF) level of theory, equiva-
lent to random-phase approximation (RPA), adopting a fairly large basis set, that is, the
uncontracted d-aug-cc-pVQZ [30-32] on hydrogen atoms and d-aug-cc-pVIZ [30-32] on
oxygen atoms. Both basis sets have been downloaded from BSE [33,34]. In our implemen-
tation, outlined in detail in a previous reference [35], transition amplitudes S; and T; and
corresponding transition energies have been obtained by means of TD-HF calculations.
The complete procedure for computing frequency dependent anapole polarizabilities f;,
and anapole magnetizabilities 2,4 has been coded within the freely available SYSMOIC
program package [36].

z
A

: a/
o—w v
X
Figure 1. R, enantiomer of the hydrogen peroxide molecule.

The results obtained via numerical integration [21] of Equations (16) and (41) for two
wavelengths, A = 355 nm and A = 589.3 nm, are displayed in the interval 0° < ¢ < 180°
in Figures 2 and 3 for the anapole polarizability and in Figures 4 and 5 for the anapole
magnetizability.

o1 Anapole Polarizability at A = 355 nm
. T T T T

XX

yx
yy
zz

-0.1 + \ av |
02F \ - - i

03| ~__ N 4

-05 .

0.7 F §

-0.8 - P .

0.9 I I I I I I I 1
0 20 40 60 80 100 120 140 160 180

H-O-O-H dihedral angle in degrees

Figure 2. Tensor components of anapole polarizability f; B for the R, enantiomer of the hydrogen
peroxide molecule computed at the TD-HF level by Equation (16) for A = 355 nm, as a function of
the dihedral angle.
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0.1

Anapole Polarizability at A = 589.3 nm
T T T T

01 F

-0.2

03+

04+

05F -

-0.7 -

-0.8 -

XX
Xy
yX
vy
zz
av

0 20 40 60 80 100 120 140 160 180

H-O-O-H dihedral angle in degrees

Figure 3. Tensor components of anapole polarizability f; B for the R, enantiomer of the hydrogen

peroxide molecule

at A = 589.3 nm, as a function of the dihedral angle.

As can be observed in Figures 2 and 3, the f;, component and the isotropic value
fia/3 of the anapole-electric dipole polarizability are nearly independent of the dihedral
angle ¢ = £ H-O-O-H for both A values, that is, insensitive to rotation about the O-O
bond, which nearly coincides with the y axis. Thus, the anapole moment induced in
the y direction by the time derivative of an electric field E, does not appreciably change
on varying ¢. The average anapole moment A(a) = (1/3)f,E is similarly unaffected

by rotation.

0.2

Anapole Magnetizability at A = 355 nm
T T T T

0.15 -

0.1

-0.05 -

-0.1

-0.15 !

L _ 1 I I

1
40 60 80 100 120 140 160 180

H-O-O-H dihedral angle degrees

Figure 4. Tensor components of anapole magnetizability 4, for the Ry enantiomer of the hydrogen

peroxide molecule computed at the TD-HF level by Equation (41) for A = 355 nm, as a function of

the dihedral angle.
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Anapole Magnetizability at A = 589.3 nm
T T T T

0.2
XX
Xy
yx
0.15 - w
—_— 2z
,,,/JJJW”’\ av
\\\ |
~
N
\\\\
§
— —
0.05 - i
01k 1
_0. 1 5 Il Il Il Il Il Il Il Il
0 20 40 60 80 100 120 140 160 180

H-O-O-H dihedral angle in degrees

Figure 5. Tensor components of the anapole magnetizability Ayp for the R, enantiomer of the
hydrogen peroxide molecule at A = 589.3 nm, as a function of the dihedral angle.

Quite remarkably, the curves representing isotropic anapole magnetizability in Figures 4 and 5,
for the frequencies A = 355 nm and A = 589.3 nm, vanish in the proximity of a dihedral
angle ¢ ~ 100°. The presence of an accidental null value of a,, for a geometrically chiral
conformation of hydrogen peroxide, also observed in previous studies of its static anapole
magnetizability [37], is due to a different sign of diagonal components: 4y, is positive and
quite large for ¢ ~ 100°, offsetting the algebraic sum of ay, and a...

A test of accuracy of computations is provided by results obtained via numerical
integration, reported in Table 1. The quality of the basis sets adopted, and of its ability
to give quite reliable representations of operators R, P and L, is evident by comparison
of electric dipole polarizabilities a,4 in different gauges (R, R), (P, R) and (P, P), as well
as electric dipole-magnetic dipole polarizabilities K;‘B in (R,L) and (P, L) formalisms:
computed tensor components are nearly coincident to three or more significant figures.

Table 1. Molecular tensors evaluated at A = 589.3 nm, in atomic units.

xx xy yx yy zz Av

;ﬁ (r) —0.4788 —0.1986 0.0441 —0.1374 —0.4130 —0.3431
anp(r') 0.0988 0.0992 0.0207  —0.0136  —0.1172  —0.0107
aiI;’R) (r") 11.9998 1.6039 1.6039 17.7995 11.0560 13.6184
afj;'l’ (") 11.9889 1.6014 1.6022 177779  11.0471  13.6046
fj;m (') 11.9889 1.6022 1.6014 177779  11.0471  13.6046
PPy 119783 15997 15997  17.7566  11.0385  13.5911
x; /f'L) (r") —0.0873 ~ —0.0006  —0.1601 0.0157 0.0668  —0.0016
K;(/f By —00874  —0.0006  —0.1598 0.0157 0.0670  —0.0016

Conversion factor for fyz: ¢?ag/h = 1.908750473 x 10~* Fm*s™"; Conversion factor for a,g: e*ay/me =

4.175756 730 x 10~ J T~2m; Conversion factor for a,g: ¢2a3 / Ey, = 1.648777273 x 10~*1 Fm?
Conversion factor for K‘;ﬁ: ezag/h =3.607015578 x 1073 Fm3s~ 1.
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A similar conclusion is arrived at by inspection of Table 2, reporting electric dipole-
electric quadrupole polarizability within dipole length (R) and dipole velocity (P) for-
malisms, Equations (36) and (A1).

Table 2. Mixed electric dipole-electric quadrupole polarizability within (R) and (P) formalisms, in
atomic units.

R P
0 0.9771 0.9768
Xz 0.2270 0.2283
P 0.4920 0.4917
Xz vy 0.9826 0.9806
Uy xz 1.2897 1.2893
Uy yz 1.0418 1.0395
Xy vz 0.5711 0.5702
Wy 0.8197 0.8202

The conversion factor is 62a8/ E,, = 8.724953 446 x 10-2 Fm?.

A further proof of the near Hartree-Fock accuracy of the present calculations is ob-
tained by comparing results from either side of Equation (23), fulfilling the off-diagonal
hypervirial relations (22) quite nicely. The electric dipole electric anapole f; p tensor ob-

tained by the integration of Equation (18) in the origin ¥ = (1,2,3) is

~23952 —0.0103  0.5099
flg(r) = [ 00559 —25953 07955 |, (51)
07178  1.6330 —1.1715

virtually identical to that obtained via Equation (33),

0.0560 —2.5955 0.7955
0.7177 1.6330 —-1.1714

foiﬁ("”) =

—2.3952 —0.0104  0.5099
. (52)

A broad discussion about the off-diagonal hypervirial relationship, concerning their
fulfillment within incomplete basis sets, can be found in Ref. [28]. Quite small differences
among (R, R), (R, P) and (P, P) gauges should only be imputed to basis set quality and
not to the numerical integration method.

5. Concluding Remarks and Outlook

The numerical results, arrived at in the present study within the theoretical scheme
outlined in Section 3 and the discussion in Section 4, show that frequency dependent
anapolar properties of chiral and achiral molecules responding to monochromatic radiation
can be easily computed by simple relationships expressed in terms of induced electronic
current densities.

Analogous procedures were found to be applicable to study the origin dependence of
anapole polarizabilities and magnetizability.

The method proposed and implemented in the present work is an alternative to the
conventional formulation based on perturbation theory. It appears to be practical to apply
and is computationally more advantageous, since it avails itself of numerical integration,
and is quite easy to perform whenever three-dimensional grids of values are available
for the current density vector fields induced by the magnetic field, the time derivative of
the electric field and of the electric field gradient associated with the impinging radiation.
Visualizations of these current densities, which will be available in future investigations,
are expected to yield very useful tools for the rationalization of mechanisms coming into
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play and giving rise to the anapolar response of electrons in a molecule. Effects due to
electron correlation will also be investigated in future work.
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Appendix A

Electric dipole-electric quadrupole polarizability

Yupy =5 ; R((alfalf) (il gy |2))- (A1)
j#a

Electric quadrupole-electric quadrupole polarizability

Raps = 3 ; R((alfapl) (il tre]2))- (A2)
j#a

Magnetic dipole-electric quadrupole polarizability
Dipy = i Z 5 S ({alri) (i gy [ ))- (A3)

Electric dipole-magnetic dipole polarizability

; 53 ((alftali) (g a))- (A4)

Magnetizability, diamagnetic and paramagnetic contributions,

lap = ad +¢§ﬁ, ciﬁ = (aléds)a), (A5)
e = % 2 R((alrialj) (jlmg|a)). (A6)
j#a @
Anapole-electric dipole polarizability
fuplw) = hZ 23 {(alaulj)(jlfp]a) }- (A7)
j#a @
Anapole-electric quadrupole polarizability
guc‘B'y = Fl 2 < |a06|] <]|:u.57| >} (A8)

j#a @



Chemistry 2021, 3 1035

Anapole magnetizability, paramagnetic and diamagnetic contributions:

2w;
T = Z —— R ({alaalj)(j]p|a)), (A9)
j#a @
q d 2 n
Ayg = <u ﬁaﬁ a> 12me€“ﬁ7<u Z (r Tv) > (A10)
Gap = abg+ ags. (A11)
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