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1 Introduction

Optical harmonic generation has been extensively used for
assessing molecular structures and structures of ordered molecular
aggregates since 1960-ties."™ The second harmonic generation
(SHG) technique®® is very efficient for studies of nano-fabricated
materials, such as, eg, hollow gold nano prisms’ or nano-
fabricated meta molecules® and meta materials.” SHG is symmetry
forbidden in centro-symmetric media, therefore symmetry
breaking is achieved with molecules deposited on surfaces, or
ordered molecular aggregates embedded in 3D matrix, or macro-
scopically organized biological samples.’®™* The ordered macro-
molecular aggregates within the biological tissue are routinely
visualized with SHG microscopy."*'* While SHG imaging is widely
used in microscopy,””™" the interpretation of generated signal is
not straightforward due to non-resonant excitation conditions,
coherent nature of the signal and due to the molecular orientation
dependent SHG response.

The efficiency of SHG is characterized by the second order
susceptibility tensor, y®. Components of the y® are, in
general, complex valued, which provides information about
retardancy between the different susceptibility tensor
components.'® The real and imaginary parts of second order
susceptibility tensor components can be directly measured with
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field we find a compact expression which combines dipolar, quadrupolar and magnetic contributions.
A detailed derivation of the response is performed to specifically isolate the quadratic coupling terms,
which we denote as the K coupling. Applying the theory to a helical macromolecule we find that the
dipolar and quadrupolar contributions

reflect the symmetry properties of the system and its

homogeneity, while the K coupling contribution reveals inhomogeneities of the system.

double Stokes-Mueller polarimetry.'®?° The relative magnitudes
between the susceptibility components and retardancies, i.e. the
phase shifts between the nonlinear susceptibility components,
can be used to extract structural information about the
samples.*

The presence of retardancy between susceptibility components
requires nonlocal description beyond the dipolar approximation.
The quadrupolar and magnetic field interactions are the lowest
order sources of retardancy in linear spectroscopy. They are
sources of linear polarization rotation, what is denoted as the
optical activity.>®> These contributions to the response were
previously employed for calculating the nonlinear optical
properties of molecules.'®**** However, at the second order to
the response there is an additional component due to square of
vector potential magnitude |4|> in the minimal coupling
description or due to magnetic field square B®> in multipolar
description.*® Such contributions do not contribute at linear
response (as they are originally quadratic) so they can be neglected
for linear optical activity, however, they should be studied for
nonlinear techniques, e.g. SHG and sum-frequency generation
applications.

Intermolecular interactions may affect amplitudes of various
susceptibility tensor components. Compact molecular aggregation
happens either by self-assembly or by biological replication in e.g.
biological systems.*® It is well known that circular dichroism (CD)*
in such samples is due to chiral molecular aggregation.>”
Complicated nature of the full interaction Hamiltonian, that is
nonlinear with the excitation field,**® can introduce additional
contributions at second order to the field that are explored in this
paper. As the atomistic molecular structures are known, in this
paper, we revisit theoretical aspects of SHG generation in the
molecular systems and extend it specifically to the case of
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macromolecules. The non-local description of susceptibility
components is employed in minimal coupling Hamiltonian, which
directly combines dipolar, quadrupolar and magnetic interactions.
A charge-density induced interactions via |A|* terms are described
in detail. Using the tight-binding description of molecular
excitation Hamiltonian and local dipolar approximation of each
site, we demonstrate that inter-site interactions are responsible for
generation of quadrupolar contributions. Specifically it is found
that the charge-density induced components via |A|> terms
originate only in the case of symmetry-broken systems and thus
are directly amplified by structural inhomogeneities.

The paper is organized as follows: In Section 2 we define the
susceptibility tensor for the SHG, in Section 3 we revisit the
microscopic nonlinear optical response theory, where all non-
vanishing contributions to SHG are derived in the minimal
coupling Hamiltonian formulation. In Section 4 we narrow the
focus onto the SHG of molecular systems with a single band of
excited states and keep terms to the first order in wavevector.
This defines the leading non-local terms for the optical
response. Developed theory is applied in Section 5 for a helical
model macromolecule, which is modeled as an excitonic
system of multiple localized oscillators. In Section 6 we discuss
relation of our modeling with the multipolar expansion
approach, and present the conclusions. The details of how
the induced current is related to the induced polarization and
magnetization is presented in Appendix A. The selection of
dominant contributions to the SHG is described in Appendix B.
The article concludes with the SHG of generic excitonic model
presented in Appendix C.

2 Second order non-local response
function and susceptibility

SHG, which is the lowest order nonlinear optical process, has
been implemented as an image contrast mechanism for optical
microscopy of biological samples.>® The second harmonic
generation can be expressed via second order induced polarization
P? according to the relation**°

PP = ,PEE, 1)

where E is an incident electric field and 1(2) characterizes the
second order response of the media. The two basic principles
are fundamentally related to generation of SHG: (1) spatial
isotropic system cannot generate SHG, as can be demonstrated
by performing the space inversion operation, (2) systems
described by linear equations of motion cannot evoke the
second harmonic generation.

This can be easily demonstrated by using a simple nonlinear
oscillator system, for example the Morse oscillator, whose
potential is V(x) = D,(1 — exp(—nx))>, where D, is the classical
ionization energy of the oscillator and # is the width in
coordinate space x, which represents the classical dipole
moment. Expanding the potential up to cubic terms we can
find the classical equation of motion

#+ wo’x = 0x” + F(0). (2)
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F(¢) is an additional time dependent external force. We denoted
the fundamental oscillation frequency wo® = 25°D,, and the
quadratic anharmonicity «, = 37°D,. By using the time
dependent harmonic force, F(f) = A,, cos(wt), with amplitude A,,
and frequency w, we can determine various non-linear effects.
By denoting the corresponding oscillatory dipole evolution as
follows:

x(t) = ap + a; cos(wt) + a, cos(2wt) + . .. (3)

we find that the external force induces the linear response via
oscillating dipole with amplitude a; = A4,/(w,"> — ®?). The
formation of static polarization, represented by a static shift of
equilibrium from origin to a, # 0 is observed a, = 0,a,%/(2,°),
and the second harmonic is generated, with the amplitude a, =
tpay (o’ — 4w?)”'/2. We can define the SHG susceptibility via

a = 1N w)A,?, 4)
which yields

1 2%

(SHG) () = —
(@) 2 (@ — 40?) (0 — w2)27

z (5)
i.e. the SHG susceptibility is purely material property, proportional
to the quadratic nonlinearity (cubic anharmonicity of the potential).
Two types of resonances could be observed: when w ~ , and
when @ =~ 2m,. In the off-resonant case, the dependence on
frequency is weak. Also, the relation a, = aowo /(> — 40?)
demonstrates that the SHG amplitude is directly proportional to
the difference between the static dipole in the equilibrium state
(ao = 0 before excitation) and in the excited state (a, # 0 after
excitation). It is, thus, a direct consequence of the asymmetry of the
potential surface.

A dipole approximation is usually accepted for optical response
when considering the dominant contributions. The double
Stokes-Mueller polarimetry (DSMP) experiments allow to isolate
retardancy effects in SHG, i.e., the susceptibility becomes complex
with real and imaginary parts,'® therefore nonlocal description of
susceptibilities becomes necessary for interpretation of the
results. Accordingly, we will use the induced current and the
vector potential description in our derivations: the vector potential
completely describes electric and magnetic fields of an electro-
magnetic wave, while the oscillating induced current becomes the
source of electromagnetic emitted field according to Maxwell
equations.”>*'?> Microscopic nonlocal material properties in this
representation are described in Appendix A.

External optical field in the Coulomb gauge is described by a
single vector potential, A(r,?), as a function of space r and time
t, instead of electric, E(r,t), or magnetic B(r,t), fields. They are
related by

E(r,t)= f%A(r, 1), (6)
B(rt) = V x A(r0). (7)

The optical field affects anharmonic material and induces
various types of optical response. For spectroscopic detection,
induced current is the property of interest (see Appendix A).

This journal is © the Owner Societies 2021
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In accord with the microscopic description, we define the non-
local second order response function, S&Z,Qy, (a tensor) with
respect to the induced current®

_/'5((2)(1‘,1‘) = “ d3r2d371 [J d‘L'zd‘L'l
JIv JJo

X ﬁzSﬁ,(rﬂ‘mV1T27T1)A/3("27t—Tz)Ay("hf—fz —11).
(8)

Here ry,r, and 74,7, are space and time integration variables,
respectively and «,f3,y denote polarization components. Spatial
integration involves the sample volume, V, while the time
integration limits denote the causality principle. The integration
variables correspond to positions and moments of excitations.

Using Fourier transforms (defined in Appendix A) we have
equivalent expression, which additionally relates the incoming
field frequencies with the signal frequency suggesting the
phase matching condition

:(2—;)7[ J Fkd* k' doda'§(ws—o— o)

X Zso(/?;{(ksv _k7 _k/7w+w/7w/)Aﬁ(k7w)A}’(k/7w/)a
By

]19 (ks, c05)

)

where k and w are the variables of the Fourier (reciprocal) space
conjugate to the coordinate r and momentum ¢, respectively.

This expression is self-consistent and cannot be reduced for
an arbitrary field. However, a continuous wave (CW) field can
be used in the SHG experiment. A focusing of laser beam in
SHG microscope setup leads to a broad range of optical modes,
which impinge onto the sample. The incident field in this case
can be considered from any two waves with the same carrier
frequency, but with different wavevectors:

A(r, 1) = Z a, exp(ik,r — imgt) + c.c.
u=12

(10)

a, is the amplitude vector of the u-th field mode denoting the
electric polarization direction (see eqn (6)). Detection of the
second harmonic field with frequency, ws = +2w,, will be
associated with o polarization component. By dropping the
conjugate part we can isolate the terms with frequency
doubling, hence, expressing the second harmonic induced current

JUSHO) (kg o) = 213 (s — 2ap)
% Z Z So(jg;(ksv —ky, —ky, 2w, wo)au/;aw/..

wy By
(11)

a,p denotes the f component of vector a,. Notice, that the field is
generated only with double frequency, wg = 2w, and for the signal
wave vector we have |ks| = wy/c. However, the direction of the wave
vector is arbitrary in near-field detection. Accordingly we can have
non-collinear measurement. So the signal becomes dependent on
incident field polarizations and wavevectors and on the signal
wavevector and polarization.

This journal is © the Owner Societies 2021
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The picture gets simplified in the case of colinear setup.
In this case SHG from a single mode can be considered and the
field propagation direction is also parallel to the incident field.
The SHG susceptibility tensor can thus be defined as:

SN2k ,20) = 1@l @)asa,. (12)

Here k = kw/c, hence, the unit vector k defines the propagation
direction of the field, ¢ being the speed of light. The subscript
of w, is dropped from now on for convenience. We then find a
simple relation of the susceptibility with the response function.
SHG 2

Koy (@) = Ppy Sy (2he, —ke, —k, 200, ). (13)
Here Py, Y, = (1 — 94,/2) (Yp, + Yyp) is the permutation operator.
In the following Sections 4 and 5 we will consider such
collinear setup.

3 Response due to high frequency
electronic excitations

In the following we consider the optical field in the region
relevant for electronic molecular excitations. Quantum electro-
dynamics of optical response in this case is described as in the
book by Craig and Thirunamachandran.>® In the minimal
coupling representation, the Hamiltonian of the material system —
a molecule + classical field - is then given by

P, —en AR

g:;< ) (i)

Here p, is the n-th particle momentum operator, m, its mass, e, -
its charge, V({R,}) is the many-particle molecule potential energy
depending on the positions of all particles {R,} = Ry,R,. . .. AR,,,f) is
the vector potential at the position of n-th particle. The first term is
the field-affected kinetic energy operator. The second term includes
all interactions between charged particles without involving the
external field. The kinetic energy (p — eA)® = p> — 2¢p-A + €*|A|*
contains the material p* term, related to isolated material system.
Together with V({R,}) this term describes the isolated molecule.
The system-field interaction is of two types. The p-A term
constitutes the first type of molecule-field interaction due to
induced current, while the |A|* term is the second type of inter-
action, related to absolute charge density. Additionally, notice that p
and A(R) in general do not commute due to dependence of vector
potential on space, however, to first order in wavevector, permuta-
tion of these operators yields a constant shift of the vector potential
that does not contribute to system-field interaction. In the
commonly used semiclassical description the field is taken to be
classical cnumber and the complete Hamiltonian is then as follows

A A

(14)

2m,,

H = Hy + Hing (15)
where
N bz «
=35+ v({&:}) (16)
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Hin = JVdr(ff(r) A(r, 1) + K(r)|A(r, t)\2>. (17)
Here
Jny=>" 9,1%5(1‘ —R,), (18)
e
K@) = Z o(r—Ry,). (19)

m
n n

o(r) = 6(x)0(y)d(z) is the three-dimensional Dirac delta function.
We thus find the velocity-based excitation current operator f(r)
as a vector field and a scalar field, K(r), given by absolute charge
density. Accordingly, the vector potential A(r,t) is conjugate to
J(r) and the scalar field |A(r,t)|* is conjugate to K(r). The scalar
field part can be combined with electromagnetic scalar
potential,®® however, |A(r,t)|> should not be neglected in
general for nonlinear response. In the following we refer to
the two types of coupling as pA type and K-type.

The present approach relates the incoming vector field with
the momentum of the system, that is the basis for the so-called
velocity representation of the interaction Hamiltonian. The other
representation of polarization (or length) times electric field is
also often adopted. Notice that inequivalence of the velocity and
length representations of system-field interaction representation
have been demonstrated analytically and computationally
(see ref. 34 and references therein). Transformation between repre-
sentations lead to non unitary shifts of the Hamiltonian, irrespective
of whether the transformation can be described as a gauge
transformation. It has been shown that the two representations
can yield very different results in strong electromagnetic fields*>>® or
in chiroptical signals.*”*® For high-order harmonic generation in
diatomic molecules at large internuclear separation, a good
agreement with the semiclassical three-step mechanism was
observed only in velocity gauge.*® As we show in Appendix A the
differences must appear at higher than linear order in wavevector.

Usually only the pA term is included while considering the
optical response. This is often denoted as the minimal coupling
term. Indeed the K-coupling term does not contribute at linear
response, where the induced property is linear in A. Additionally
K-coupling term does not contribute in impulsive regime when
pulse overlap is excluded e.g. in time resolved spectroscopy.*’
However, it must contribute to the signal at the second order CW
experiment, therefore, in the following we derive the complete
optical response function including all interaction contributions.

Accordingly, we rewrite the interaction Hamiltonian as

Hine = A + AR

The interaction term Hﬁ)t ~ A is to the first order in the field,
while A{2) ~ A2 is to the second order. The time evolution of the
system density matrix in the interaction representation is
described by the Liouville equation®®*°

(20)

ihdpl(z) _ £§1)(l)P1(t) + EEZ)U)PI(T)’

T (21)

here 7 is the reduced Planck’s constant. Subscript I denotes the
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interaction representation according to zero-order Hamiltonian
H,. For an arbitrary operator, X, we have:

X‘vl(t) — eilflot/h)?(t)efil:lot/h, (22)

n % (1) 9%
£ ()X = (7" (). X), (23)
Hgn)(t) _ eil:lot/hljlgﬁ)t(t)efiﬁlot/h, (24)

with n = 1,2. Now the equation of motion can be formally
integrated as

i 1 2
=] (@4 lO)ne, @)
with the boundary condition such that at time ¢ = —co the
density matrix is at equilibrium py(—c0) = p,, so we find at the
first order a single contribution?®

1 iff 1
o0 =] e, (26)
and at the second order we have two contributions
2 N[ ° M)y p0)
oy )([) = (7ﬁ) J d‘L’zJ d‘L'1£I (1.'2)[:1 (‘L’l)po
iff )
3| 4P @ (27)

Specific physical observable is related to some specific
quantity of interest, defined by the operator ¥(#) and its
expectation value by y(r,t). In principle ¥(#) can be an arbitrary
operator, related to the detection apparatus. So at the second
order to the field we find:

N 2t 2

i N
e = () | o] an(nencd e @)

Pt

i ~

- ﬁ[_ dey (V1(r, 0L (2)).
(28)

(... =Tr{...po} denotes the trace with respect to the equilibrium
state. Next, we change the time variables by introducing delays

between interactions ¢ — ¢, = 1,, t — t, — t; = 74. Also note that
t > 1, > 14. We thus get

y (1) —-(—%)2dehjﬁlh1<YjU7OC?)U——Q)EgRI—t2—ZQ>

0 0

—ijxdzz<?l () LP (- z2)>.

njo
(29)

We can write both terms in the same representation with respect
to the time integrations using
{o.0)

y<2><r,z>:(;§>zj xd”L dn{( N1 =)y (-1=10))

0

+ih5(t1)<Yl(r,t)£§2>(tftz)>}.

(30)
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Now we substitute expressions of the superoperators Lfl) and

lliz). Using

T1(r ) X=[e 0/ ] (p)e~ ot/ x|, (31)

K1 (r,0)p=[e™0"" K (r)e= ol p]. (32)

we have a general expression for an observable y in interaction
representation:

Yy (r,1)

— (%) 2”dr2dr1 ”()dzgdzl {(Y 1) T 1p(r2st— 1) T 1y (11,1 —2—11))

+ih5(r1 —r2)5(zl)5m.< Y](V,l)/C](l‘l ,[—l2)>}

XA/;(VQJ—lz)A (I’] 7l—lz—l‘l);

y

(33)

where summation over f,y = x,y,z is implied.

In SHG experiment the detector measures the newly
generated field. Its source is the induced current (see
Appendix A). So the induced-current related (Y = f,() response
function tensor, defined in eqn (8) in the interaction
representation is given by

-\ 2
! 2
Si?},(r,l’bl"],lbll) = (%) 9(l1)9(12){<‘]a(l’,l1 +[2)j/g(l’2,l1)

X J},(l’1,0)> + ih5(1‘1 — Vz)é(ll)éfgy

X Ox(r, lz)lc(l‘l R 0)>}

(34)

Heaviside functions, 6(¢), are inserted to guarantee causality.
The susceptibility can then be obtained from eqn (13).

4 SHG susceptibility of a molecular
system for non-resonant excitations

Assuming that system Hamiltonian eigenstates with energies ¢,
and wavefunctions , are all known, we can expand all operators
in the eigenstate representation. Expressions in the eigenstate
basis can be represented by Feinman diagrams shown in Fig. 1.
Here we assume that ground state is separated from other states
by energy gap much larger than thermal energy. States a,b label
various system states including the ground state. However,
notice that when a = b = g all contributions interfere destructively
and the result is zero. Reading each diagram from bottom to top
we start from equilibrium ground state population g. Then we
have two excitations (either on the left or the right) and last is the
detection process, represented by arrow on the left. Diagrams on
the first row of Fig. 1 represent pA interaction, while two
diagrams on the second row represent K-coupling induced
process (Fig. 1c). Notice that in the resonant case only the left-
most diagrams would contribute to the signal, as described in
Appendix B. In resonant conditions, when the optical field
matches a specific molecular transition, we can obtain the

This journal is © the Owner Societies 2021
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Fig. 1 (A) Feinman diagrams representing all possible second order inter-
action pathways induced by pA interaction. g denotes the ground state. a,b
are an arbitrary states (including the ground state). t; and t;, are the time
delays between interactions. While all pathways in principle give nonzero
contributions in non-resonant measurement, the leading terms originate
from the left-most diagram if excited state energies are much larger than
the dephasing parameters. (B) Scheme of the SHG experiment. «,f,y
denote field polarization components, k denotes the field propagation
directions. (C) Feinman diagrams representing possible second order
interaction pathways induced by K-interaction. In this case t; = 0 and
there is a single delay time t,.

frequency dependent SHG spectrum. In the off-resonant case
the dependence on frequency is minor.

Let us first consider only pA excitation. Expanding all super-
operators in the Heisenberg representation for operators of eqn (34)
(first row) and restricting 14,7, > 0, the four types of contributions
induced by pA coupling to the response are as follows:

\ 2
. i (o .
Siélf>(k3,k2,k1,z2,zl):(—ﬁ) {<J< (ks t1+0)jP) (ka,11)

30 (ky,0)) = ( jP (ky11)j P (k3,11 + 1)
50 (k10)) = (77 (k10)7) (s, 1y + 1)
xj P ey, 1)+ (7 (k1 0)1P (o, 1)

x j ) (k3,11 +12)) }7
(35)

where /* = j.a indicates o-th polarization component at the
detection step, # and y are polarizations of excitation field (see a
scheme in Fig. 1b); J in superscript indicates only one part of
contributions. This form is very convenient as we can now expand
traces in matrix elements as demonstrated in Appendix A.

All terms could in principle contribute to the response in off-
resonant regime. The full final expression of the response
function is given by eqn (85) together with eqn (88). However,
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since all terms involve the same transitions, different terms
with the same set of transitions can be compared by
frequencies in denominators. We then include the dominant
contribution, what is sufficient for qualitative evaluation of the
effect. Then from pA interaction we obtain the leading
contribution from the left-most diagram on Fig. 1a. According
to eqn (13) we have

(@) (B) A7)
(SHG) (1) LP Z/ge (2K)j o1 gg (—H)Jrg (=)
Lwpapy \P) = 32l Q2w —e)(w—¢gy)

ee

(36)

Here e runs only over the excited states and we denoted
diagonal elements as differences jee/oo(k) = jee(k) — jog(k) while
off diagonal elements are the transition moments between
states Jeeoe(k) = jee'(k). € is the frequency corresponding to
excitation energy of state e. Diagonal terms, e # €', in eqn (36)
represent incoherent components, which are induced by
excited states independent from each other, while the coherent
terms, e = €', involve delocalized collective excited states and
transitions between these states.

The terms in eqn (36) are related only to induced current
contributions. Next we add contributions from K-coupling. For SHG
we obtain (with the same normalization as for pA susceptibility)

_(SHG:K) Jge (2k)K, (—2k)
L ke)oupy (w) o 5/?» Pg, Z Qw—¢) (37)
It is thus a diagonal tensor. So the total susceptibility
HE(@) = i () +i ) (38)

It becomes important to evaluate and compare the absolute
values of eqn (36) and (37). Dimensions of both expressions are
the same: notice that J dimension is [charge-distance/time] (in
the dipole approximation according to eqn (75), |J| = |ou]),
while ZwK has dimension [charge-distance/time]’, consequently
JJ can be compared to oK. If for example we assume a single
dipole of 1 D, made up from two charges (e.g. 0.2082 electron
charge separated by 1 A) with charge masses equal to the mass of
electron, and being affected by 500 nm wavelength optical field,
we find | J| = 0.3768 D ps ™', while at zero order to wavevector
V/|hoK| =317.2 D ps~', what seems to be a very significant
value. However this value does not contribute to the response
(as it is the property of the isolated ground state) and it only
shifts the absolute energy. In Appendix A we find expression to
first order in wavevector, which indeed contributes to the SHG as
we show in Section 5.

We can now use eqn (36) to calculate the SHG susceptibility
tensor using operator matrix elements in eqn (76). Using Appendix
A the SHG susceptibility can be expressed in terms of matrix
elements of dipole, quadrupole and magnetic moment operators:
d,p, qﬁff), m,;, respectively. In the dipole approximation

( ) d}g“)d(ﬁ)/ d('r')
SHG ¢ Yool [gg™el g

=7 " E —_ 39
X(k:())xﬂy(w) ((U)p[i, — (2(,() _ b'g)((,() — 54}’)’ ( )
here k = 0 denotes independence of the wave vector, Z(w) = 2iw*h >

is a constant amplitude factor at given optical frequency.
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This expression defines the dominant source of SHG in a wide
range of systems and has been utilized in quantum chemistry
simulations.>*****! However, spatially extended systems allow to
include the contributions to the first order in wave vector, where
both the pA and K induced terms become relevant at the level of
magnetic and quadrupole moments:

SHG:J
Liags (@)=

d B d(“/')

el /gg"e'g

d d®
W ge Yo e
Z(w)PM Z j ; '/ggd s

e

+dge qwr/ggdég 2126

(2o —e)(w—e.)

<(° ucud d & m, /> “'?/)’hudg('e)m( ) d< )+3xhu’n£7e)d(ﬁ) d</u)>

+_ o /g8 e [gg"'e'g e [gg™el g
¢ Co—s)(@—s0)
(40)
(SHG:K), ~ Dd{é?dé?
Koy (@) =Z(@))_—ibp 50 (41)

Here we combined universal constants into a single term,
D ="e/(mc), having the units of dipole moment, equal to 0.0185
D, k is the wavevector polarization component. &,,, is the Levi-
Civita symbol, which expresses the cross product. We thus have the
expressions in the dipole approximation and beyond the dipole
approximation having the same dimensions and thus can be
directly used for comparing various contributions.

SHG is often considered for crystals®'" or partially oriented
systems, which are formed on surfaces. It is also used for
microscopic imaging of macromolecules that tend to align on
surfaces.'>'®'® Here we specifically assume a well defined
configuration, therefore we do not include orientational aver-
aging. For example, helical proteins possess one specific axis of
symmetry. Such axis we denote by z. Having such geometry we
have nine possible independent SHG tensor components
(including optical wavevector). Using notation (k)afy we have:
W)xxx, (y)xxz, (¥)x2z, (v)2xx, (¥)2X2, (¥)222, (2)X2%, (2)XXY, (2)XYY. In
the following we calculate these tensor components for a
helical supermolecule.

Notice that we do not have here components like (x)xyz since
in collinear setup such configuration would violate the trans-
versity of the field condition. Such components (on micro-
scopic level in the vicinity of the molecule) require non-
collinear configurations of optical fields so that transversity
of the field is maintained. However, in that case the notation
(k)afy is not sufficient since wavevector directions of all fields
should be explicitly stated, e.g. (r,pr,)efy. Here x,x gk, denote
wavevector components of the three fields, while «fy are their
polarization components. In this paper we do not consider
such components.

5 Application to a helical
supermolecule

As a model test system we consider a helical excitonic macro-
molecule. Such system can be associated with e.g. a single

This journal is © the Owner Societies 2021
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polypeptide backbone excitation. Helical geometry can be
characterized by using a linear chain of sites wrapped around
a cylinder, a single site representing a peptide unit. The
structure is parameterized by diameter of the cylinder d., pitch
of the screw (distance between chains along the cylinder) p.,
and the angle ¢, that the nearest neighbor sites make when
rotated around the cylinder axis (see Fig. 2). Distance between

sites along the chain is given by l:%\/nzdcz-i- pZ. The

following are the excitation parameters of the units. These
are the orientations of dipoles (transition and permanent) in
the cylinder coordinate system. It is sufficient to define physical
parameters of the single site and then all sites will be obtained
from that one by applying rotation and translation operations.

For a reference the lattice site n = 0 can be used. The
molecular frame is taken such that z axis is pointed along the
cylinder axis. The rotation matrix around this axis, associated
with site n and angle n¢. then is given by X" where

cos¢p, —sing, 0
X = sing, cosp. O (42)
0 0 1

Assuming the homogeneous conditions, where all sites, being
twisted around the cylinder, are otherwise identical, and angle
¢./(2m) being a rational number, translationally periodic struc-
ture emerges and periodic boundary conditions can be easily
implemented. Let us assume that the M-th unit is simply
translated by Pp. along the main helix axis with respect to
n = 0. P is the number of loops needed to match the 0-th and
M-th sites in xy plain. The twisting angle thus satisfies M¢. = 2rP.
M and P must be taken as smallest integers satisfying the relation.
Accordingly, X = 1 and the chain length, necessary to fulfill the
periodic system is L = M, while the length of the unit-cylinder is Pp..

Fig. 2 Scheme of a cylindrical macromolecule. Geometrical parameters
shown are: diameter of the cylinder d, pitch of the screw p., and the angle
¢ between the nearest neighbor sites, when rotated around the cylinder
axis. o and @, are the angles that ground state dipole D% and transition
dipole D of a single site, respectively, make with the symmetry axis of the
cylinder.
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. . . .4, .
For spatial positions taking a point Ecx on site n = 0, the

corresponding points of all sites are then expressed by
simultaneous rotation and translation operations:
¢

de ~ .
R, ==X"x 4+ p.(n —ny)z.

= — 4
2 27 (43)

For electronic excitations of the macromolecule we consider
the excitonic model (for details see Appendix C). We restrict the
model to the nearest-neighbor interactions J and site excitation
energy E independent of site position. Since distance between
various sites in the helical geometry does not simply decay
uniformly, we could have considerable interactions across the
winding direction. The nearest neighbor interaction is thus a
rough approximation. However, including non-nearest
neighbor interactions would not change the results considerably
as the excitation wavefunction symmetries would remain the
same and in off-resonant regime the exact excitation energy is
not that significant.

Eigenstates of the macromolecule (denoted as excitons) are
obtained by diagonalizing the zero order system Hamiltonian.
For the electronic ground state (all sites are in their ground
states), which we label by |g), the original system Hamiltonian
contains only one state with energy 0. This state is not coupled
to all other (excited) states when the optical field is off. Next is
the manifold of excited states |e). These are obtained from the
ground state by promoting one of the sites to its excited state.
The number of excited states is thus equal to the number of sites.
The excitonic system Hamiltonian of the simple linear chain as
described in this section within homogeneous conditions can be
easily diagonalized, which yields exciton energies

E(q) = E + Jcos(ql). (44)

Here g is the lattice “wavevector” along the chain, wrapping the
cylinder. The wavevector q is discrete: using dimensionless units,
it has M values with the step 2n/M. The normalized eigenvectors
are then given by Bloch wave

l// — 1 eiqn
nq :

VM

Such situation corresponds to the strong coupling or
homogeneous case when J is much larger than fluctuations of
the zero order Hamiltonian due to inhomogeneities. In the
opposite, for the weak coupling or inhomogeneous case, the
eigenstates simply correspond to local excitations with wave
functions ¥,, = J,4, and energies equal to site energies
&(q) = E. Both cases will be studied separately.

The dipole approximation with respect to the single site
allows simple definition of excitation parameters relevant for
the SHG process. All transition amplitudes will be expressed in
terms of dipolar moments of different sites as described in
Appendix C. Site-related dipolar moments - the permanent
ground state dipole, transition dipole and the permanent
excited state dipole - are denoted as D), DY, D'V, respectively.
These vectors can be generated from the first site by performing the
rotation operation D, =X"D," ). So we find that for the response

(45)
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of the whole macromolecule the important contributions include:
the dipole and quadrupole contributions for the electronic ground
state, the transition amplitudes, and the excited state permanent
and transition amplitudes.

The eigen vectors enter the matrix elements of the induced
current (see Appendix C). Dipole moment matrix elements are
obtained by transforming the site dipoles to the macromolecule
eigenstate representation, and for the periodic system can be
listed explicitly. For the eigenstate matrix elements of the
homogeneous model we use superscript (exh), while for the
inhomogeneous model we will use (exi). The ground state
permanent dipole moment is just a sum of moments of all
sites in both homogeneous and inhomogeneous cases. Since

View Article Online

PCCP

Also notice that states gl = +¢. have the same energy
(are degenerate). So we find two degenerate transitions that are
conjugate to each other and are transverse to the cylinder axis,
while the single longitudinal transition is oriented along the
cylinder axis."” Finally the matrix elements for the excited
manifold dipoles for both models are given by

m#n

1 o
do9 L e qw(Z D +D,gl>>.

This yields the following nonzero elements: for homogeneous
model diagonal g = ¢’ elements dfﬁ;‘h) =z((M — 1)DY + DY), and
off-diagonal are nonzero for (¢ — )l + ¢. = 0:

(47)

the sites are simply rotated around the cylinder, the sum of all D(();) + iD(()y

site dipoles within the full period yields the dipole parallel to the (exh) 1

cylinder symmetry axis, dg;'/ M = MDYz. Ground-to-excited state dq,q:Fd)C ) ;iD(()L) + D(()ly) : (48)
transition dipoles, now depend on the type of wavefunction. In 0

the inhomogeneous model for g = n we have dg;i),, = DY. For the
homogenous model dg;‘h) = Xn: 1#an£,‘) the result splits into two

groups. For exciton g = 0 a real-value transition dipole moment is
dh) = M'?zD{Y), while for condition gl + ¢. = 0 we find the
complex-value perpendicular dipoles
0 L
Dy, £ D,
(exh) VM )

For the inhomogeneous model only diagonal elements are not
zZero: dgeqxi) = z((M — 1)DY + D{Y). The corresponding quadrupole
moments are more complicated. They have been calculated
numerically for both homogeneous and inhomogeneous
models. Having these properties, the susceptibility is calculated
from eqn (40) and (41).

For demonstration, we assume the simplest possible helical

=0t = 3 | F D{) + Dg? (46) system - a three-site transitionary invariant unit, M = 3, ¢. = 2n/3,
P = 1. Cylinder diameter and pitch are the scaling parameters,
0 while we assume d. = 5 A, p. = 3 A. These are typical parameters
20 0.15 20
-0 R(y)xxz L Ry)zxx 1] y | Boos
0.1
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Fig. 3 SHG tensor amplitude for an ideal helical system of uncoupled sites. Tensor elements are denoted as (k)affy. A grid of 20 x 20 points is used for

angles ¢g and ¢ (for definitions see the scheme in Fig. 2). R stands for real parts. All other tensor components in the dipole approximation or beyond dipole
Y

approximation vanish. For convenience the constant factors are renormalized: h—;w& = 1. Note, different ranges of the amplitude values for the color-bars.
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for polypeptide backbone in proteins. Orientations and amplitudes
of various dipoles lead to very large parameter space. We restrict
ourself to the case when all dipoles lie on the cylinder surface.
Coordinates of the zero-th site are (x,2) = (d./2,0,0), then we
include two angles, ¢, and ¢, as free parameters that define
orientations of permanent and transition dipoles of the initial site:
DY) = (0,sin @y,c0s o) and DY = (0,sin ¢;,cos ¢,), while DY = 1.1DY.
Properties of all other sites are obtained from the zero-th site by
translation and rotation operations.

In Fig. 3 we present the system where all sites are independent.
In that case we have four nonzero tensor elements (y)xxz,(y)zxx,
)22z, and (z)xxy that originate with the dipole approximation.
These elements correspond to incoherent contributions from all
independent sites. All contributions beyond dipole approximation
vanish since the dipole approximation was assumed for all sites.
Eventually since the sites are independent they collectively do
not participate in the response and could be considered
independently.

By adding couplings between the sites surprisingly the
(n)xxz,(y)zxx,(y)222, and (2)xxy tensor components do not qualitatively
change, as presented in Fig. 4. Amplitudes are slightly smaller by
~10%, but they do not show qualitative differences. Consequently,
these tensor components carry information on the structure,
but do not depend on the coupling between sites. However, for
the coupled sites we obtain six more tensor components that
originate beyond the dipole approximation for the whole
macromolecule and are induced by quadrupole components.
They have a phase shift (i.e. are imaginary). Since we get
(2)xxx ~ (p)xxy =~ 4(z)xxy with identical patterns, only four
are presented in Fig. 4. Compared to the uncoupled dipole
approximation we have additionally two types of novel patterns
(¥)xzz and (y)zxz that can be employed for structure
determination.

We additionally find an unexpected result that due to the
structure regularity the K-coupling induced contributions
cancel identically for all cases. Consequently, this signifies that
K couplings could be sensitive to structural inhomogeneities.

20
1o Ry)xxz

E——— -
201/ (2r) 20p1/(27) '

View Article Online
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To simulate such scenario we assume that excitations are
completely local, hence inter-site coupling is not present and site
dipolar moments have random contributions to orientations and to
amplitudes. Starting from the ideal structure we add independent
random vectors (x),2) = 0.01(0;0:41,0:40), With J; being a
random number from the Normal distribution, to all site dipoles
(permanent and transition). To include ensemble averaging we use
a helical system with 3000 sites. Also notice, since for each
configuration of angles ¢, and ¢, we have to recreate the whole
helix, we have also the new randomization.

As a result we obtain the whole spectrum of dipole induced
and beyond dipole tensor components that are presented in
Fig. 5 and 6. In the dipole approximation we find the same
strongest components as in Fig. 4. The other tensor components
are ~1000 times weaker. Additionally we obtain quite strong
K-coupling induced tensor components presented in Fig. 6. There
are only six possible configurations since we have requirement
p =y and we find (p)xxx = (y)xzz, )22z = Y)2xx, (2)xxx = (y)xzz.
As these components are induced purely by the disorder we do
not obtain any structure, but the nonzero amplitude signifies
explicitly structural inhomogeneities. Additionally notice that for
such model all quadrupolar contributions vanish identically as all
excitations are purely local. Thus now the imaginary components
are all originating from K coupling.

6 Discussion and conclusions

The second harmonic theory presented in this paper describes
nonlocal second order response theory of cylindrical super-
molecules. Such response is employed for second harmonic
generation experiments in various polarization configurations.
We specifically find tensor components that are induced using
the dipole approximation and show that by accounting for
quadrupolar contributions additional set of components is
induced. Additionally, since the second order response is due
to A® terms we find that non-standard interaction Hamiltonian
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Fig. 4 SHG tensor amplitude for an ideal helical system of coupled sites. Tensor elements are denoted as (k)afy. A grid of 20 x 20 points is used for

angles @o and ¢ (for definitions see the scheme in Fig. 2). R and / stand for real and imaginary parts, correspondingly. Real components originate in the

dipole approximations, imaginary components — to first order in optical wavevector. For convenience the constant factors are renormalized:
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Fig. 5 SHG tensor amplitude components in the dipole approximation for a disordered helical system of 3000 uncoupled sites. Tensor elements are

denoted as (k)affy. A grid of 20 x 20 points is used for angles ¢g and ¢ (for definitions see the scheme in Fig. 2). R stands for real part. For convenience the
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constant factors are renormalized: h—2w03 =1.
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Fig. 6 SHG tensor amplitude components at first order in wavevector for a disordered helical system of 3000 uncoupled sites. A grid of 20 x 20 points is
used for angles ¢o and ¢4 (for definitions see the scheme in Fig. 2). I stands for imaginary part. For convenience the constant factors are renormalized:
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elements, specifically, due to charge density or K-coupling as we
denote it, has to be included in the theory. We first find
that this type of coupling is important only beyond dipole
approximation. Thus it should be compared to quadrupolar
or magnetic contributions. Second, the K-coupling can be

20210 | Phys. Chem. Chem. Phys., 2021, 23, 20201-20217

20,1 /(2)

100

100

15 20 20

10 15
20¢1/(2m)

ignored in the case of linear optical response. Correspondingly
it is not important for well defined circular dichroism spectro-
scopy and other optical activity experiments. Regarding the
higher order nonlinear optical techniques, the K-coupling has
to be included when optical fields overlap, like in CW setup.
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It thus is not important in pulsed laser spectroscopies
when pulses do not overlap. However it is important with
overlapping pulses, or SHG generated with a single beam
pulsed laser.

We thus find that in principle K-coupling is important for
SHG amplitude. We find that for the systems with high level of
symmetry the K-coupling contribution averages out. This may be
related first of all to symmetry properties of separate molecules.
Second, the orientational averaging imposes additional symmetries
to the system which can also average out the K-contributions.
However, these contributions thus become very sensitive to
system fluctuations that break the symmetries. As our simulations
demonstrate this type of coupling specifically originates due to
inhomogeneities and could be observed in microscopy setups with
polarimetric SHG microscopy imaging.'®

Our theory is used to derive SHG susceptibility in the off
resonant regime. In this case we obtain specific expressions
which barely depend on system excitation energies. In resonant
case we would obtain much fewer contributions, hence the signal
expressions would be much simpler, and specific resonances
would amplify specific contributions. SHG spectrum, the
amplitude as a function of excitation energy, would reveal very
delicate information about the systems.

Also, our approach assumes that the molecular excitation
energies are much higher than optical field frequency.
Other regime could be considered when molecular excitation
energies would be with much smaller energy. In that case
we could consider molecular vibrational contributions to
the SHG.

The other system-field interaction model is obtained by
using the gauge independent electric and magnetic fields as
basic components. The interaction Hamiltonian becomes
especially simple for linear terms. We thus obtain polarization
and magnetization terms

Hine ~ PE; — Q;ViE; — MB,. (49)
where we have polarization P, quadrupole Q and magnetization
M operators. This Hamiltonian is not complete at higher
orders. More complicated B> contributions appear? that could
contribute to e.g. SHG. Instead of using many terms in inter-
action Hamiltonian, we choose to use more simple minimal
coupling interaction Hamiltonian. Instead of five terms of full
interaction Hamiltonian in PE representation we have only two
terms and thus our response function becomes relatively
compact. However, even using the Coulomb gauge, the vector
potential is still not experimentally observable quantity and
retains freedom of the reference. The experimentally measurable
quantities are the electric and magnetic fields, £ and B. They
are related to derivatives of the vector potential. An
arbitrary constant vector can thus be added to the vector
potential and could in principle affect definition of the
optical response. In principle this amounts to redefining the
material momentum operator, the absolute reference point of
the energy and the overall optical response should remain
unaffected.

This journal is © the Owner Societies 2021

View Article Online

Paper

Specific tensor components of the response tensors are
often associated with molecular chirality. Macroscopic chirality
is addressed in isotropic samples, where full 3D orientational
averaging is implied. CD is one example of such approaches:
dipolar and magnetic components of the optical response
become sources of CD signals. The most important is the
property that the dominant type of microscopic chirality
determines the sign of various spectral features: inverting the
chirality changes the sign of the feature. This can be simply
demonstrated by performing space inversion, what changes the
sense of chirality: The space inversion inverts coordinates,
dipoles and all fields. At second order space inversion changes
the polarization, while input, being A> stays the same.
The susceptibility thus changes signs. In this respect the
dipolar part of the SHG tensor is thus chirality-dependent.
The terms beyond dipole are thus chirality-independent.
The same symmetry applies to K-coupling. As it involves
two dipoles, the susceptibility is thus non chiral (as linear
absorption).

Much richer picture emerges in the case of non-collinear
experiment configuration as described in Section 2. In this case
the optical response and the susceptibility is not a simple
tensor, but depends on all three propagation directions of the
two incident fields and on the signal field. In the microscope
geometry the incoming beam forms a cone, so the amplitude of
SHG field involves a sum over all possible incoming modes.
Consequently for specific incoming field polarization from
eqn (9) we can write:

UG (ke 0,) = 218 (03 — 2009

d3k2[ d3k; 5
X — —_— S1 .,(k 77k2,—k1,2w0,w0)
JVC 8m3 ), 8m3 ; pyATS

x ag(ky)a,(ky),
(50)

here C denotes the full volume of the focusing cone. a(k) is the
polarization vector of the field at the sample as a function
of wavevector. Notice that amplitude vector components ag(k,)
also depend on the propagation directions: even if the
amplitude |a| is fixed, when k, rotates, different components
of polarization vector change because the field is transverse,
a-k, = 0. Consequently, summation over  and y includes all
three cartesian components. The response function is given by
the sum of eqn (85) and (88) with transition current amplitudes
given by eqn (75) and K-coupling in eqn (79). The internal fields
can be expressed via “‘external” fields, where only polarizations
are the quantities of interest. For example, consider the laser
beam propagating in x direction before focusing. Optical
polarization f, for example y, is perpendicular to beam
propagation. After traversing the lense a specific optical mode
is bent - the new propagation direction is k. Optical
polarization is reoriented if k-y # 0. It gets x (longitudinal)
component equal to —cos(¢) = —y-k; here ¢ is the angle
between vectors k and y. The remaining y component of
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polarization is equal to sin(¢) = |y x k|. Consequently we can
construct susceptibility

3
dk; { 2 (ks,—ko,—k1,2w0,0)

Tnws) = | |
Lapy\ s Vc8n3|k2| Vc8n3|k1| ofty
X |Bx kol [y x k| — Sy (e, —ha, —K1, 2000, 00) | B % Ko

x (y-ki) — S (ky,—kz, k1, 2w0,00) (B k2) |y x ki

Y

+ SC(L.%()x(kS7_k2>_k172(007(00)(ﬁ'k2)(y'k1)}'
(51)

In this case non-collinear polarization tensor components,
such as xyz becomes possible and measurable. Notice that
non-collinear field emission in SHG process violates phase
matching or momentum conservation, i.e. ks = k; + k, appears
only when |k;| = |ky| = wo/c and |ks| = 2w,/c are in collinear
configuration. In non-collinear conditions additional momentum
should be obtained from system by changing momentum g of,
e.g., collective vibrational mode or acoustic phonon. We thus have
ks =k, + k, + q in 3D. Essentially this is possible only in spacially
organized systems such as atomic or molecular crystals and
macromolecules.

Additional pecularity is related to the situation when specific
orientation of the molecules can be defined in the sample.
The fields in the vicinity of the molecule of interest should be
defined in the molecular frame. In that case, the susceptibility
tensor in the laboratory reference frame y,,. can be related to
susceptibility tensor y,g, in the molecular reference frame via
rotation matrix:

Xabc = TubeﬁTchoc[)’y» (52)

where T,, are the matrix elements of rotation matrix. In rotated
molecular coordinate system various susceptibility components
contribute to the measured susceptibilities in the laboratory
frame. A 2D or 3D complete polarimetry can be performed to
obtain complex valued laboratory frame susceptibility
components.'®'%*!

Another property that becomes accessible from SHG is the
excitation delocalization in spatially extended macromolecules.
We show that quadrupolar contributions originate explicitly due
to exciton delocalization. For local excitations the quadrupolar
components are not generated. This becomes tightly related to
inhomogeneities and K-couplings. K couplings do not originate
in symmetric system. Inhomogeneities are required to generate
K-induced contributions. Additionally, inhomogeneities cause
excitation localization. The variation of amplitudes becomes
straightforward: as inhomogeneities increase, exciton becomes
localized, hence quadrupole contributions decay and K-induced
contributions grow up. It should be noticed that noisy signal of
aligned macromolecules in the biological structure containing
intrinsic disorder has been observed experimentally and could
be attributed to K-coupling induced contributions.'®

Concluding, we have derived non-local microscopic SHG
susceptibility in the off-resonant case by including complete
set of interaction Hamiltonian terms. Specifically we obtain
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contributions from induced current and from K-coupling.
The K-coupling yields additional contribution beyond dipole
approximation at the same level as quadrupolar and magnetic
components. Performed simulations of SHG susceptibility
demonstrate that the above-mentioned symmetries hold for
the simple model of a helical macromolecule. In the simple
excitonic model the quadrupolar components are explicitly
generated. Presented theory can be easily extended to the case
of off-resonant molecular vibrations and to the resonant sum or
difference frequency generation spectroscopy. Additional tensor
components of non-collinear field configurations can be directly
obtained as well.
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A Microscopic material properties

According to classical Maxwell equations in Coulomb gauge,*
a transverse component of the induced current is the source of
an optical field. For the vector potential

1 0? 1
2L AN
<V 026t2>A(1,I) " Jji(ro).

(53)

Consequently, considering optical field generation, the material
quantity of interest is the induced current.

It is convenient to start with Fourier transform of the full
induced current j(r,t). We use the following convention for the
inverse transform for an arbitrary function F(rt)

dwd;k ikr—im,
Flr,1) = J e ) (54)
while the direct transform is
Fk, o) = Jdtd%e—fk'*iw(r, ). (55)

Whether the function is addressed in direct or reciprocal space
(and time) is denoted by specifying its arguments.
In the Fourier space we have

S()A(k, 0)) = miL(k, (l)).

(56)
Thus the generated vector potential is directly proportional to
the induced current in the material. The condition of non-zero
amplitude for the shifted frequency provide non-stationary
conditions, i.e. the generation and decay of the optical field.

The total induced current results from two parts — the
induced polarization, P(r,¢), and the induced magnetization,
M(r, 1),

jlr 1) = @ + V x M(r,1), (57)
or in Fourier space
Jjlk,0) = —iwP(k,w) + ik x M(k, o). (58)
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These classical relations can be completely defined using the
quantum field representation as follows.

For the system excitation induced by the incoming field we
consider the interaction Hamiltonian (eqn (17)). Having the
free material Hamiltonian, Hy, we extend the Hamiltonian by
including the free field (so the zero-order Hamiltonian becomes
H, = Hy + Hy; the second term corresponds to the free field),
and define the time evolution operator of the material system
and of the optical field, U(t) = Upn(¢)Ug(t), according to the zero
order Hamiltonian

EUM(z) Ur(t) = —%flo Uwm(t) Ug(2).

T (59)

All operators can be defined in the interaction picture with respect
to this Hamiltonian: the coordinate operator R,(t) = Up(— )R, Up(t)
and the velocity operator v,(t) = Um(—t)9,,Unm(t) with

N h
Yn = _l_vm

- (60

The jA part of the interaction Hamiltonian is also represented in
the interaction picture, where the field is taken as an operator
as well

Hing(1) = —JVdrf(r, 0-A(r,1). (61)

Here

A

Jrn=> e, UM(—t)%é(r —R,)Unm(1), (62)

and the vector potential can be expanded in the set of modes

A0 = Y wUr( (e de ) Ur), (@)

7
with a; the field amplitude of mode /, then k, and w, are the
wavevector and frequency of the mode, while & and ¢; are the
mode creation and annihilation operators. Notice that the field
operators commute with material momentum and coordinate
operators. We can now use

J 0y =" enby(t)e R0, (64)

with wavevector corresponding to the specific field mode. In
the long wavelength approximation (first order in wavevector)
by separating the molecular origin R, so that R, = Ry, + R,,
we find

U 1) = %R ST 6,8,(1) (1 - fk;,léﬂo(z)). (65)

This form can be transformed into the dipole representation
by using the Heisenberg relation for the position operator
D,(t) = dR,(¢)/dt. Using vector decomposition A x B x C =
B(A-C) — C(A-B) we obtain

d

Jlk;, 1) = e ko (a(zi(z) —ig(1) -kg) + ik, % ric(t)) (66)

or in Fourier space
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Jks,0) = e FRY(—jo(d(w) — iG(w)k,) + ik, x m(w)). (67)
Here we defined
d=Y"eRy, (68)
A €n 7 H
9op = Z?RnOaRnO/iv (69)
A [T A
I = sz Ry % p,, (70)

the dipole moment, the quadrupole tensor and the magnetic
moment, respectively. The quadrupole moment in this
representation is the symmetric tensor. Correspondingly we
can write the polarization and magnetization as

Plhs, ) =" (d(0) = ig() k). (71)

Mk, 0) = e FRom(w). (72)

A special care has to be taken when manipulating the
matrix elements of the interaction Hamiltonian in quantum
description. Inserting the vector potential eqn (63) into the
interaction Hamiltonian eqn (61) we have

Hin(t) = — Z Z eV (1) - a;N(E/z(l)e”‘k’-R” + Eju(t)e:*""/?R").
n 2
(73)

Since the material system and the optical field complement
each other to the closed quantum system, the changes in the
field state directly correspond to the changes in the material
state, since total energy must be conserved. Consequently an
arbitrary transition in the system corresponds to emission or
absorption of a photon. The frequencies in eqn (67) can thus be
substituted by frequencies of corresponding photon modes.
We thus can write

JlI,0) = R (—ioy(d(w) — i§(o)k;) + ik, x m(w)),
(74)

and thus we obtain complete correspondence in the dipole
approximation with the multipolar interaction Hamiltonian,
ie. jA = PE.

As we are interested only in transverse component of the
induced current, we can consider the projection of the total current
onto the polarization vector b, which is perpendicular to k, ie.
aj = aj, . Additionally let us assume that we know eigenstates of
the zero-order Hamiltonian, y, with eigenvalues ¢,. In the Schroe-
dinger picture the induced current can be written as

—ik;Ro;

ajab(k/l) = —e l(lJi(d'ﬂab(k)_)), [75)

with

. k;
Rap (k;) = dﬂh - lk,{ “Gap + _A X Mg, (76)

(2%

defined as the generalized transition amplitude (vector) containing
the dipole, quadrupole and magnetic contributions. Notice
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that the momentum operator p entering the magnetic
moment is imaginary compared to the coordinate. Thus, the
magnetic moment enters at the same level as the quadrupole
moment.

Since we have used the Taylor expansion with respect to
R,k s0 R, must be chosen so that R, are smallest possible.>
A mass center of the molecule for R, is then the most reasonable
choice for the origin point. Additionally, notice that the origin
dependent terms cancel in the final signals since they enter at
linear order to wave vector and we have the phase matching
condition relating the incoming and outgoing field wavevectors,
kout + Zkin =0.

The second quantity which enters the optical response is the
interaction amplitude K(r) related to the charge density
(see eqn (19)). After spatial Fourier transform and using
the long wavelength approximation we have in Schroedinger
representation

K (k) = e"ikRo Z%@ - ikﬁ,zo). (77)

n

The first term in the brackets is just a constant so it contributes
only to diagonal matrix elements

—ikRy n . R )
e s 2m” ik <a‘ no |(l>

However, this diagonal element does not contribute to the
response (see eqn (37)). The off-diagonal element K, gives
contributions only at first order in wavevector. Assuming states
a and b to be electronic, in the Frank Condon approximation
disregarding electronic-vibrational couplings, we find that only
electrons contribute to the off diagonal amplitude. Then electron
charge absolute value and mass are universal constants, and we
can write

sz (k) =

(78)

neel
Kk, t) = —ik™ ”‘RO  k <a|Z€Rno |b>
=—i *”‘RU—k-del 1). 79
ie M0 a5 (1) (79)
Here dS)(t) is the electron-only contribution to the

transition dipole moment for the transition between electronic
states a and b. This quantity is calculated with respect to
the mass center of the molecule, i.e. the same reference as
before.

B Derivation of dominant
contributions to the SHG

Response function consists of the products of the induced
current. One of them can be rewritten by using summation
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over operator matrix elements:
<j(k3a H+ lz)j(k27 151 ).i(kl ) 0)>
= e MY " e (K Vg (K )iy (K1)
b
(80)

+ e_’”tl‘HZ‘ E e_”’fc/tl

+e Rl T ety (ks )y (ko g (K1 -
ab

k3 Jga(kz)]ag(kl)

Here decay of correlations is implied with assumption n <«
£4,00. It would come in more complicated form if we include
the environment explicitly. The response function includes this
correlation function only at positive times ¢,t, > 0. Its
contribution to the SHG response function for the fields with
frequency w, after Fourier transform is

j’l)(k3)jl77(k2).i”(k1)
RSy = 8 8 88
Z(

2m0 — & + in)(wo + in)

jgg(k3)jga(k2)jag(k1)
+ Z (2o + in)(wo — &, + in)

(81)

i Z ]gb k3 Ibu(kz)]ag(kl)
(2w — ey + in)(wo — &, + in)’

According to eqn (35) the second, third and fourth

contributions are

WSy = Z Jog (K3 )gp (K2)ige (K1)
(200 + & + in)(wo + in)

+ Z jga(k3)jgg(k2)jag(k1)
— (200 — &4 + i) (w0 — &4 + in)

+ Z jba(k3)jgb(k2)jag(k1)
— (Qwo + &y — &4 + in)(wo — &4 + in)’

(82)

hQSC _ Z jbg(k3)jgg(k2)jgh(k1)
(200 + & + in)(wo + & + in)

+ Z ]ga k3 Jag )’gg(kl)
(2w — &4 + in)(wo + in)
+2

]ba k3 ./ag(k )jgh(kl)
— (200 + & — &4 + in)(wo + & + i)’

(83)

Sp =

jgg(k3)jbg(k2)jgh(k1)
Z (2wo + in)(wo + & + in)

+Z( jag(k3)jga(k2)jgg(k1) (84)

2m0 + &, + i) (wo + in)

+ Z .]ag k3 .lba(kz).]gb(kl)
— (2w + &4 + in) (o + & + in)

Summations are only over the excited states. By denoting
Jaalgs = Jaa — Jgg @s the difference between permanent matrix
elements, while jgp; = ju» We can combine terms so that the full
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PA coupling induced response function is given by

hzsfgm(h, Ky, Ky, 200, @)

(o (B (y
.y I (R3)ih) )iy (her)
o (20)0 —&p + il/])(wo — & + in)

ab
j,(,? (ks)f((,f}gg(kz isi (ky)
(20 + & + in)(wo + &4 + in)

¥ T U3 ) (e2)j) (k)
— (2wo + &5 — &4 + in)(wo — &, + in)

(85)

I Ui ()i (k)
2wy + &4 — & + in)(wo + &4 + in)

For the non-resonant case in principle all contributions
could contribute. However, we still can separate the dominant
contributions for specific experiment configuration. First of all
dephasing rates n are much smaller than electronic frequencies.
In this case all i can be dropped. Second, it is easy to notice that
the four terms contain the same absolute amplitudes. When
electronic transition frequency ¢, and w, are of the same order
of magnitude (while still off-resonant),
lwg — &4 |og + &o| " and |20 — &t > (2w0)”
Consequently, the first term becomes dominating for the same
set of optical transitions.

The response function then takes the form

we certainly have
1

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

) oy (3 Vi) o (K2)i? (K1)
(20 — &) (w0 — &)

oy (k37k27k172w07 (/J())

23

ab

(86)

This expression can converted to dipolar form using eqn (75)
and (76) in the collinear configuration:

(cc)

th‘(fz;;ﬁy (2k07 _k07 —k072(,0(),(1)0)

72160012—
(20 —&4) (o —&p)

0 1P ® )
X (déa dub/ggdbg +ikg" (dga o) by
(87)
(KB) () B )
"‘d ‘lab/ggdbe 2(1( dab/ggdbg)

W 4 ereud@m®, 4o

Mg ga "ab/gg”bg

1
. (o) 7(B)
= (el

B) )
gy Db 5g g ) )

where ¢, is the Levi-Civita tensor and summation over x
taking values x,y,z is implied.

For the K-coupling terms we similarly take the dominant
contribution. Starting from real-space time domain expression
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eqn (34) after Fourier transform we have

hS;?;)ocﬂy(k37k27k17w27 wl)

= dp, Z{Jga (k3)Kag (k1 + k2)

Wy — &+ iR

Jag (k?) Kea(ky + k2)
Wy + e, +in ’

(88)

Taking the dominant contribution we have for SHG in collinear
configuration

(2ko) Kug(— 2ko)

FISK afy (Zk()7 k()7 —k07 26&)07 u)() = (3/;« Z]ga 20)0 e

(89)

Inserting the expression for K matrix elements and assuming
electronic contributions to the dipole moments we find

(@) (k)
2 o(2) DY) he dga dag
h SK;“ﬂ},(2k0,—ko,—ko,Zwo,wo)f21w0 (—l—) Op, E 7(2(0078“).

(90)

Notice that eqn (85) and (88) are general and hols for all
possible tensor components beyond collinear setup.

C SHG of excitonic model

In this section we consider a system, that is partitioned into
distinct units, where electron exchange between these units could
be neglected. Then electrons can be identified with distinct units
and all summs over charges can be grouped accordingly.

An alternative expression for the induced current can be
obtained in that case. Starting from eqn (64) we decompose the
sum into two sums: one - over molecules and the other over the
charges of molecules:

ko 0) ik Riy (1)

E E ei, Vi, (t

m lm

(o1)

Using the dipole approximation for separate units we obtain

§ —ik; R §
¢ " iy, vlm

im

(92)

and
Jlkyt) = —iw e ®R(1 — K;Rypo)Di (93)

Comparing to eqn (75) we find the alternative form of the
interaction amplitude

Map(k;) = Dgp — ik;-Qqp (94)

with

= a] Y Dulb), (95)

being the sum of dipole operators of different units in the
supermolecule and

0, = (d| Z D, ® R |b)

m

(96)
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as a non-symmetric quadrupole operator. In this description
the magnetic moment is zero. The important parameters thus
become the dipole moment matrix elements of various groups.

In the Heitler London approximation excitation characteristics of
such macromolecule are described by properties of units and inter-
unit interaction. The zero-order system Hamiltonian is then given by

m#n

HO = ZEHB Bn + Z Jmn m

hn

©7)

Here E, is the excitation energy of n-th unit, J,,, is the inter-unit
coupling. B}, and B,, are excitation creation and annihilation opera-
tors (we make an assumption that the unit can be described by a
single optical transition). Set of states of such macromolecule
consists of the ground state |0) and excited states |e), also given in
terms of localized excitations of different units:

&)= V,Bl0).

The stationary states are eigenstates of the Hamiltonian: energy of
state |0) is 0, excited states are defined by

(98)

(E] —8g) Ji iz l//le

Joi (E> — &) .. 2%
0. (99)

J31 I3 (E3 — &)... V3e

Using the eigenstate basis we find the net ground state dipole

moment Dgz,) = %:D , transition dipoles D %: Ve DY,
net dipoles of the excited state manifold
A (0)
“"’ gg 5“ + Zl//nel//m ( D ) (100)

where DY = (0]D,,|0) is the ground state dipole of unit m, DY =
<O|ﬁmé2;’l|0> is its transition dipole and DY = (0|1§ml3m1§,'n|0> - its
excited state permanent dipole. The corresponding quadrupole

matrix elements are Qi,g) =YD @ R, transition quadrupoles
i m

(0 ( i
e = %:1//,,%,0,,’1) ® Ry, and the net quadrupoles of the excited

state manifold

0 = 0Rbw + 3 Wiy (B, (101)

_p"’ >) SR,

For this model we find very simple expression for the SHG
response function

ékmn
2(,0() bu

S (2ko, — ko, —ko, 2000, 9)

- h2w03 Z

kmn

o — ‘Sb)

m

< (D0 Dy ploty
+ ik (R + Ry~ 2RY)

m n

x DU plloI®) D(r)(y)),

(102)
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where we denoted &, and DO =

= Zb lwbltal//malwb;;zhl//nb
al

DY — Y. Independence of the coordinate origin is now clearly
expressed as well as importance of excitonic delocalization. For
the localized excitations we have &, = Oxmdmn and quadrupolar
contributions vanish due to coordinate cancelation.

The excitonic model for K-induced contribution, following

eqn (90) and using &,,, = > ., V., yields

Sﬁ;m (2ko, —ko, —ko, 200, @)

2% L[ he DY DiMe,,
=, ) _—
2 ( > /}’Z 20 — &

mn

(103)

In K coupling only transition dipole moments matter.
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