gee materials by

Article
Dynamics of Frenkel Excitons in Pentacene

Sonja Gombar'”, Petar Mali *, Milan Panti¢, Milica Pavkov-Hrvojevi¢ and Slobodan Radosevié

Department of Physics, Faculty of Sciences, University of Novi Sad, Trg Dositeja Obradovica 4, 21000 Novi Sad,
Serbia; df.sonja.gombar2@student.pmf.uns.ac.rs (S.G.); mpantic@df.uns.ac.rs (M.P);

milica@df.uns.ac.rs (M.P-H.); slobodan@df.uns.ac.rs (S.R.)

* Correspondence: petar.mali@df.uns.ac.rs

Received: 29 September 2018; Accepted: 6 November 2018; Published: 8 November 2018

Abstract: The dispersion relation for noninteracting excitons and the influence of perturbative
corrections are examined in the case of pentacene structure. The values of exchange integrals are
determined by nonlinear fits to the experimental dispersion data, obtained by the inelastic electron
scattering reported in recent experiments. We obtain theoretical dispersion curves along four different
directions in the Brillouin zone which possess the same periodicity as the experimental data. We also
show that perturbative corrections are negligible since the exciton gap in the dispersion relation is
huge in comparison to the exchange integrals.
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1. Introduction

In the last few decades organic molecular solids have been a matter of intense theoretical and
experimental study, due to their potential applications in novel organic devices [1,2]. The recent
advances in experimental methods have provided detailed insight into their microscopic properties [3].
Among the energetically lowest excitations in such systems are Frenkel excitons; electron-hole pairs of
small radius [4]. The general theory of Frenkel excitons in molecular crystals is described in detail in
Reference [5], and some references on applications and progress are provided in References [6-9].

The method of inelastic electron scattering was used for direct measurement of the exciton
band structure within the reciprocal a*b* plane of pentacene at room temperature (T = 300 K) in
Reference [3]. Results of measurements along four different directions in the Brillouin zone were
presented and, on that basis, the authors of Reference [3] argued that the model of noninteracting
Frenkel excitons is inapplicable for description of pentacene (see also Reference [10] for measurements
at T = 20 K and Reference [11] for similar experiments on picene). They also suggested that
charge-transfer (CT) excitons must be included in the model Hamiltonian of pentacene in order
to achieve better agreement with experiments. Following these experiments, a significant theoretical
work was conducted in order to obtain the properties of pentacene from first principles, i.e., starting
from many-body electron-hole Hamiltonians [12-16].

The present paper deals with the problem of obtaining exciton dispersion in pentacene by relying
on a correspondence between the Paulion Hamiltonian and anisotropic XXZ Heisenberg ferromagnets.
Unlike previous theoretical work, based on many-body Hamiltonians containing electron and hole
creation and annihilation operators, we present calculations based on an effective Hamiltonian [17-19].
In other words, we start from Frenkel excitons as low lying degrees of freedom and obtain an effective
form of their interactions, which are considered to the one-loop order.

Whereas our results confirm that exciton dispersion in pentacene cannot be satisfactorily described
within the Frenkel model alone, they also suggest that the influence of other excitations may not be as
large as originally proposed.
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The paper is organized as follows. The model Hamiltonian and pentacene structure are introduced
in Section 2, while exciton dispersion in noninteracting model is obtained in Section 3. Finally, we
discuss the effects of exciton—exciton interactions within the two-level model in Sections 4 and 5.

2. Model Hamiltonian and Pentacene Structure

The basic Hamiltonian that governs the dynamics of excitons in a two-level system (only one
electronically excited molecular state is considered) is given by:
+ X -+
H = Hy+A)Y PfP,— EZP,, Pyia
n n,A

Y
2 ZAP;P”P:HPHA' M)
n,

where P, and P, are standard Pauli operators on site n, and X and Y are parameters describing
hopping and interactions of excitons, respectively [5,20]. Using the exact one-to-one correspondence
between Pauli and spin operators in the case of S = 1/2 [21], we obtain the anisotropic (XXZ)
Heisenberg Hamiltonian in an external field:

I* _ I?
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where {1} denotes vectors connecting neighboring sites, z; is the number of nearest neighbors, and:

F=Y, [F=X, yH:A—Izzzl. ®)
Equivalently, the inverse relations are:
A Izzzl+yH, Y=F X=TI,
Hy = -ha MR @

Due to the isomorphism of the spin and Paulion Hilbert spaces on every lattice site and the
relations in Equations (3) and (4), the original problem of exciton dynamics governed by Equation (1)
can be completely mapped onto the equivalent effective spin model in Equation (2). It should be noted
that this correspondence is purely formal—it will allow us to investigate the exciton system with the
help of a vast number of existing theoretical tools developed for spin systems [21-29]. According to
Reference [5], the Pauli Hamiltonian of Equation (1), which is as we have shown here equivalent to
the anisotropic Heisenberg Hamiltonian of Equation (2), can be used in the description of pentacene.
This fact will enable us to examine the dispersion of noninteracting excitons as well as the influence of
their interactions with a leading order (one-loop) approximation. One should also note that, in many
practical cases, the set of neighboring sites connected with hopping integrals splits into several subsets,
determined by the lattice structure and values of the hopping parameters.

We shall analyze now the pentacene structure. A schematic sketch of a pentacene thin film
lattice is shown in Figure 1. The lattice parameters within the ab layer of the single crystal of
pentacene are |a| = 627A, |b| = 7.78A, <«(a,b) = 87.8° [30]. The central motive in Figure 1
has three types of neighbors: two neighbors at points A1 = {a, —a} coupled trough the exchange
integral I;, two neighbors at points A, = {b, —b} coupled through the exchange integral I, and
four neighbors at points A3 = #, %H’, —“TH’, —%*b} coupled via the exchange integral I5.
As we have already noted, the transition from Pauli to Heisenberg Hamiltonian requires anisotropic
exchange integrals. Therefore, each of the mentioned exchange integrals splits into x and z components:
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I — (I ]?‘, I]-Z), where j = 1,2 or 3. The results from a recent paper [31] showed that the most important
hopping paths in the pentacene crystal are in the planes perpendicular to the ¢* axis. Thus, to a good
approximation, the real pentacene crystal can be effectively described by a two dimensional model.
Finally, by following common practice [3], we shall present numerical results for the approximate
pentacene lattice, defined by the additional constraint a - b = 0.

Figure 1. Schematic presentation of the pentacene lattice. A pair of exchange integrals corresponds to
each set of the lattice vectors {a, —a}, {b, —b}, and {“TH’, %“’, - “TH’, —= 2+b } (see the text).

3. Dispersion of Noninteracting Excitons

Bearing in mind the remarks on pentacene structure from the previous section, we obtain the
Hamiltonian of Equation (2), adapted to the pentacene structure, which in the Bloch approximation is:

1 1
H = Hj-— EZI]?‘ Y. BiBuia, + 521]? Y B}B,
j mA; j nA;

+ wHY BB,
n

I¥ IZ
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n

where B} (B,) are Boson creation (annihilation) operators. The same Hamiltonian in k space has
the form:

~ ~ IF IZzl
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where z; = zp = 2, z3 = 4 and the corresponding geometric factors are defined by:

11(k) = 1Zei’”‘l _1 (eik‘“ +e_ik'“) = cos(k - a), (7)
2 W 2
Uy ikry 1 (kb —ikeb
'yz(k):fZe 2 == (e +e ) = cos(k-b), (8)
2 N 2
1 ik,
13(k) = 7)e
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1 k-(a+Db) 1 k-(a—0)
= 2cos{ 7 }—kzcos{ 7
= cos (’2‘1) Ccos (kéb> .
From:
H = Hy+ Y E(k)B{B, (10)
k
we obtain the dispersion relation:
IZ I
E(k) = I [1}‘ —cos(k - a)} +5 [Ii —cos(k - b)]
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Iz . .
+ 2I3 Li — Cos (kzu) cos <k2b)] +uH.
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E(k) = A—Ifcos(k-a)—I5cos(k-b)

— 23 cos <k2a> cos <k2b> , (11)

where we have defined the exciton gap:

That is:

A=+ +20 + uH. (12)

The exciton dispersion law of Equation (11) is plotted along (100) in Figure 2. Note that the
orthogonality condition a - b = 0 allows us to determine Ij = 5.7 meV and I5 = 23.4 meV by fitting
Equation (11) to experimental data along this direction only (see Reference [32] for a discussion on
the determination of exchange integrals from dispersion relations in a similar context). The value
A =1.83 eV is taken from [33]. The last parameter I3 = 3.4 meV is extracted from the experimental
data on exciton dispersion along the (210) direction (see Figure 3). By using this set of parameters,
we have plotted the exciton dispersion along the (110) and (120) directions and compared them to the
experimental data from Reference [3]. Since we have used a single set of model parameters, the plotted
dispersion law displays the unique limit A — I — IJ — 21} = 1.7741 eV as |k| — 0 for all four directions
in the Brillouin zone. This is clearly seen from Figures 2-5. Finally, a 3D plot of the exciton dispersion
E(kx, ky) is given in Figure 6.
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Figure 2. Exciton dispersion along the (100) direction. Experimental data are taken from Reference [3].
The theoretical curve is obtained for: A = 1.83 eV [33], I = 5.7 meV and I5 = 23.4 meV.
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Figure 3. Exciton dispersion along the (210) direction. Experimental data are taken from Reference [3].
The theoretical curve is obtained for: I} = 3.4 meV and the remaining parameters are the same as in
Figure 2.

The disagreement between the dispersion of excitons predicted by the noninteracting Frenkel
model and the experimental data, which is evident from Figures 2-5, should be attributed to the
existence of other excitations (CT excitons) in the system, according to Reference [3]. Specifically, the
difference between the theoretical curve and experiment was the most prominent along the (120)
direction in Reference [3], since the calculated and measured dispersions do not share the same
periodicity. Even though the agreement between theory and experiment is the best for the (100)
direction, the theoretical curves presented here possess the same periodicity as the experimental data
within the Brillouin zone, for all four directions. Thus, the influence of CT excitons may not be as large
as originally suggested in Reference [3].
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Figure 4. Exciton dispersion along the (120) direction. Experimental data are taken from Reference [3].
The parameters used for the theoretical fit are as in Figures 2 and 3.
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Figure 5. Exciton dispersion along the (110) direction. Experimental data are taken from Reference [3].
The parameters used for the theoretical fit are as in Figures 2 and 3.

Figure 6. Exciton dispersion in three dimensions. The parameters used for the theoretical fit are as in
Figures 2 and 3.

The exciton dispersion in Reference [3] is given by:

E(k) = Eo+tgcos(k-a)+tycos(k-b)
+  2t,, cos (kz_a) cos (%) . (13)
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Since the effective mass of excitons in pentacene is large [34], the hopping parameters in
Equation (1) are positive and small, such that the corresponding Heisenberg Hamiltonian of
Equation (2) describes a ferromagnet. By comparing Equations (11) and (13) we find:

ta=—I' <0, ty=—I<0, ty=—If<0. (14)

Therefore, without fitting the dispersion to experimental data, we conclude that t,, t,, and ¢,
must be negative, which is in accordance with Reference [3].

4. Perturbative Corrections

In the previous section we saw that the model of noninteracting excitons gives a dispersion law
which lies within error bars for almost the entire Brillouin zone. The question, which naturally follows
this observation is: could the agreement between theory and experiment be improved by including
the effects of exciton—exciton interactions? By answering this question we could provide additional
support for the hypothesis proposed for the first time in Reference [3], according to which additional
excitations (CT excitons) need to be taken into account for the correct description of pentacene.

A careful examination of traditional methods for studying the effects of interactions in models
based on the Pauli/Heisenberg Hamiltonians of Equations (1) and (2) reveals that they possess certain
flaws. To avoid them, we employ the perturbation theory developed in References [35,36]. The main
advantage of this method is that Boson representations of spin operators are unnecessary. In other
words, exciton—exciton interactions, which are partially hidden in the spin Hamiltonian and partially
in the corresponding Hilbert space, are explicitly given through interaction pieces of the Lagrangian.
Therefore, perturbative corrections may be calculated more systematically. This is extremely important
for S = 1/2 spin Hamiltonians, since 1/S is not a small parameter that can control perturbative
calculations.

As it is well known, the Lagrangian that reproduces the Landau-Lifshitz equation is [18,37,38]:

arU'U? — U F?
1+ U3 2

Lo =2 o, U9, U + ZuHU®, (15)
where two excitation fields are collected into the unit vector U := [U! U? U3]|T = [r(x), U3(x)]T,
> = NS/V,and F is a constant to be determined later.

The corresponding free part of the Lagrangian is:

x F2
Lie = 5 [ —0um! | + e 2ud0e 4 Zpiie?, (16)

and the interaction part up to a quartic approximation (which is sufficient for one-loop calculations) is:

F? F?
Lint = §n2aaa,¥ - §7r27r - 0404 TT. (17)
To obtain the Hamiltonian suitable for a perturbative calculation, we apply canonical quantization
and incorporate the structure of the lattice presented in Figure 1. Basically, this means that we wish
to construct the free Hamiltonian with lattice exciton fields that reproduces the exciton dispersion of
Equation (11):

Hy = —20—131 Y 9D+ uHoo Yo'y, (18)
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where vy = ab, ¥ and y* satisfy canonical commutation relations for Schrodinger fields, and D? and m
are the discrete Laplacian and a parameter defined in such a way that Equation (18) reproduces the
dispersion in Equation (11). It can be readily checked that D? is given by:

where:
Vi = o ;( Plx+A) = p(x)),
i = 1,23 (20)

are the discrete Laplacians for the three sets of neighbors (see Figure 1) and:

m =

1 X
oF2°

I§|As)2 @

Further, it is useful to introduce the eigenvalues of the discrete Laplacians. They are given by:

2 ikx _ 12 _ikx
Vine™ " = —kie™,

~ 2D

k)= (1=70), (22)

and the exciton dispersion is obtained from Equation (18) by a Fourier transform, which may be
written as:
LMP By 1AL K

—_—— 7772 p— _—
i +2M|21xk +2|M21xk =0+, ()

Az
E(k) = wH + 01+ 6y + 65 + = |3| [

where §; = I]? -1 ]x Thus, the Hamiltonian of Equation (18) is equivalent to the Bloch Hamiltonian of

Equation (10). Note that the discrete Laplacian D?, which defines local changes of the excitation fields,
depends on the ratios I /I3 and I5 / I5. Thus, the full symmetry of the pentacene lattice, which reflects
itself through the energies of free excitons, can be implemented within the effective model only by the
right choice of exchange integrals. The exciton—exciton interactions, which modify exciton dispersion
to the one-loop level, can now be written as (see References [35,36]):

Hine = H{" + HY”, (24)
with:
HY = 700271 )-D?rt(x), (25)
Hib) = ——00271' )D? 72 (x),
and:

Y = \/z[n2+irc2}. (26)

Now we can calculate the one-loop correction to the exciton dispersion. It is determined by
the one-loop self energy which, in turn, may be calculated by the diagrammatic rules introduced
in References [35,36]. In short, we see from Equation (25) that the excitons interact via derivative
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couplings, so that internal and external lines on Feynman diagrams carry eigenvalues of the discrete
Laplacians [17]. These are denoted by colored propagator lines. The exciton propagator, written in
Matsubara formalism, is given by:

Dix—ym—7) = (T{p(xwy (1)} 27)

(T
1 = 1qx y)—iwn (e —1y)
- 3 2/

n=—oo

—iwy

where:

D
/,, = /IBZ én)"D, (28)

and IBZ denotes the first Brillouin zone.
Within the one-loop approximation, there are four types of diagrams. They can be easily

evaluated to:
6 p
k k 1o '
0 /< > |:k2

A(@) = —=—J40 + —~=—dof—=— = S 2mg } (29)
k k k k 1 vy —2

4(b = 4(b 4(b = ——— _

) —=—J4(b) + (b)) F—=— Ssz/p<n,,>ok p, (30)

with k2 defined in Equation (23) and (n,)¢ denoting the free exciton Bose distribution. An explicit
expression for the exciton self-energy is found by using the relation:

2
~2 ~2 Mj| ~2 A2‘|
7

—_— 2 _ :
‘/q<nq>o P—a= ,/q<”q>0 Py TG~ 5p P 90

and is given by:

R @2
__0 1) 2
E(k) = oL As(T) + 5 L Ay (T) + 5 2 A (T). (31)

The temperature dependent factors A;(T) are:

2 |/\1‘2 Ix 5
Al(T) = ZD |/\ ‘2 Ix 0/<”q>04(1)'
b2 A2 IS R
A(T) = 75 I/\iz I o/<”q>oq(22), (32)

2|A5)? _
A3(T) = |25| Uo/q<”q>0‘7é,)-
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They are dimensionless quantities that capture the effects of exciton-exciton interactions in
two-level system by renormalizing the exchange integrals I]?‘ — 1 ]x (T). Finally, the renormalized
exciton energies are [18]:

Er(k) = E(k) — 2(k), (33)

and the influence of exciton—exciton interactions at one-loop order can be seen in Figure 7.

20}

0.0F: ‘ ‘ ‘ ]
280 285 290 295 300
T[K]

Figure 7. Renormalizing factors A;(T) defined in Equation (32).

As noted in the Introduction, the experimental data on exciton dispersion along the (100) and
(110) directions at lower temperatures are available [10]. One can see from Figures 8 and 9 that the
effective model of Equation (18), with parameters A = 1.90 eV [33], [ = 5.7 meV, I; = 3.4 meV,
and I = 23.4 meV gives an exciton dispersion that satisfyingly agrees with the experimental one.
The only difference between the two sets of parameters, describing experimental data obtained at
300 K and 20 K, is the value of the parameter A, which originates from the change of magnetic field H
in Equation (2).
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k[A™]
Figure 8. Exciton dispersion along the (100) direction. Experimental data are taken from Reference [10].
The theoretical curve is obtained for: A = 1.90 eV [33], I{ = 5.7 meV, [5 = 3.4 meV and I = 23.4 meV.
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k[A™]
Figure 9. Exciton dispersion along the (110) direction. Experimental data are taken from Reference [10].
The theoretical curve is obtained for: A = 1.90 eV [33], I{ = 5.7 meV, I5 = 3.4 meV and I3 = 23.4 meV.

5. Discussion

As seen from Figure 7, the influence of exciton—exciton interactions is negligible at room
temperatures. There are two main reasons for this. First, the exciton gap is huge—nearly two orders
of magnitude larger than the greatest exchange integral. Second, excitons are derivatively coupled
via interactions that are of the type occurring in the nonlinear ¢ models. Since these interactions
include Laplacians, they tend to vanish at low energies. In fact, recent studies [39,40] have shown that
scattering amplitudes in a system governed by such interactions disappear as the momenta of particles
tend to zero. This interpretation is similar to the one given by Dyson in his analysis of ferromagnetic
systems [41,42]. On the other hand, since the scattering amplitudes tend to zero regardless of exciton
gap (i.e., the fictitious external magnetic field of the corresponding ferromagnetic system), it contradicts
the “hard sphere” picture of exciton dynamics from Reference [20].

It is important to compare results from the present paper to the ones obtained by solving
the Bethe-Salpeter (BS) equations for a many-body electron-hole system [13,14]. First, the exciton
dispersion obtained here is closer to experimental values. This is clearly seen by comparing Figures 2-5
from present paper to the results of Cudazzo et al. (see Figure 3 in Reference [13]). Second, the
exciton dispersion obtained with the help of the effective model in the present paper is much more
robust against perturbative corrections. This may also be seen from Figures 3 and 4 in Reference [13];
the dispersion obtained using flat HOMO-LUMO bands yields exciton dispersion close to 3.5 eV, while
those obtained using HOMO-LUMO with full dispersion are between 1.77 eV and 1.8 eV along the
(100) direction.

To conclude, we have analyzed the exciton dispersion in pentacene relying on the correspondence
between the Pauli (Equation (1)) and Heisenberg (Equation (2)) Hamiltonians. By fitting exchange
integrals to the experimental data, we have obtained exciton dispersion that possesses the same
periodicity as the experimentally observed one. Also, our results provide an indirect confirmation that
the 2D model is indeed a minimal one that describes available experimental data on exciton dispersion.
Further, we have shown that exciton—exciton interactions produce negligible effects to the one-loop
order. Due to that, we suggest that the influence of CT excitons in pentacene, which need to be taken
into account, may be less important than indicated in previous studies. It would be interesting to see
experimental data on exciton dispersion along c* axis and how this data would fit into the existing
models. Also, it is important to understand how to improve the calculations based on BS equations
to reach better agreement with experimental data on exciton dispersion and to test that approach for
all four directions of the Brillouin zone considered in Reference [3]. Therefore, further experimental
and theoretical work is necessary before drawing the final conclusion regarding the influence of CT
excitons in pentacene.
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