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The structure of the functions x;;x(E) of nonlinear crystals is
considered. These functions represent an interlink between the
microscopic quantum-mechanical description (band spectra) and
macroscopic (experimental) parameters of materials. Their study
is the central problem of nonlinear optical materials science.
In this work, we investigate such nonlinear crystals as KTP
(KTiOPOy4), proustite (AgzAsS3), etc. The matrix elements
of the corresponding dipole transitions and the parameters of
nonlinear optical oscillators are determined. The possibilities of
purposeful variations of nonlinear crystal parameters by means
of doping, changes of the composition of solid solutions, and
radiation processing are analyzed. This opens new prospects for
the development of programmable technologies of synthesis of new
nonlinear optical materials for laser radiation converters.

1. Introduction

In modern materials science, a new promising area
which can be called nonlinear optical materials science
has appeared. Its purpose consists in the synthesis
and investigation of crystals with improved nonlinear
optical characteristics. Till recently, such investigations
were generally of empirical character and concerned
elementary compounds [1]. At the same time, the basic
representatives of such objects have a complicated
crystal-chemical structure (for example, KTiOPOy,
LiB305, BaNaNbsO;5, etc.), which complicates the
implementation of the corresponding a priori estimates.
For the majority of these compounds, there are no
calculations of bands. Even if such attempts were
sometimes made, their level did not provide the
agreement with experimental results, first of all with
optical and photoemission spectra. That is why, it was
prematurely up to now to discuss the possibility of a
theoretical prognosis of nonlinear optical parameters.
The influence of local disturbances of various kinds
(impurities, defects, excitons, or surface states) on
nonlinear susceptibilities was not investigated as well.
At the same time, the doping and the structure
ordering along with creation of solid solutions represent
the main directions of the purposeful improvement of
the characteristics of these materials. All estimations

ISSN 2071-0194. Ukr. J. Phys. 2009. V. 54, N 1-2

including the problem of choice of processing modes
require the study of the specificities of chemical bonds
and the electron density distribution. That is why a
reliable search for the corresponding materials calls
for the theoretical investigation of electron parameters.
Based on the solution of these two interrelated problems,
one can solve the central task — the purposeful control
over properties and synthesis of nonlinear materials with
specified parameters.

In the proposed work, we present a complex approach
to the prognosis of nonlinear optical susceptibilities. It
includes, on the one hand, the theoretical calculation
of the band structure, electron density, and functions
Xijk(E) and, on the other, the experimental correction
of model parameters aimed at their maximal agreement
with experiment. First of all, this concerns the nonlinear
materials being in good market demand. In our
consideration, we fix attention on such nonlinear crystals
as KTP and proustite.

2. Optical Spectra, Band Structure, and
Electron Density Distribution

A complex crystal-chemical structure of the mentioned
materials complicates the problem of first-principles
calculations of their band structure from the viewpoint
of a reliable agreement of the calculated structure with
experimental data. In order to overcome this difficulty,
we have proposed an approach whose essence consists
in that the model parameters of band calculations are
corrected with the use of the data obtained on the
basis of the measured structure of polarization spectra
in a wide energy range in the depth of the fundamental
absorption band and on the basis of their group-theoretic
identification. As a rule, we obtained such data with the
help of synchrotron radiation sources.

Figure 1 shows the reflection polarization spectra
R(E) of a single-crystal KTP sample in the (XZ) cross
section, as well as the dielectric functions &1(F) and
e2(E) calculated by the Kramers—Kronig relations. The
spectra are characterized by a significant anisotropy that
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Fig. 1. Spectra of reflection R(E), real €1 (E) and imaginary e2(E)
parts of the complex permittivity of KTiOPOy4 crystals for the
light polarizations E||X (a) and E||Z (b)

can be explained in view of the symmetry selection rules
(the space group of the KTiOPO, crystal is C5, =
Pna21). According to our group-theoretic analysis, the
following interband transitions are allowed for the I'
point of the Brillouin zone (BZ):

B|IX | E|Z
I's - I ' -1
Ty =Ty Iy — T2

I's - I's
I'y —-T4

Using the consistency conditions and the generally
accepted notations of high-symmetry points of the
Brillouin zone [2], we obtained the system of allowed
transitions that explains the anisotropic structure of the
KTP spectra:

F1—>A1—>Zl—>U1—>X1_>D1_)Sla
I‘2—>A2—>Z2—>U1—>X1—>D2—>S2,4,

F3—>A3—>Zg—>U1—>X1_)D1_>Sla
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Fig. 2. Band structure of KTiOPOy4 crystal

'y Ay —Zy - Uy — X1 — Dy — Ss4.

When calculating the band structure of KTP, we
took the basis functions 4d Ti, 2p O, and 2s,p P into
account. With regard for the group-theoretic technique
of projection operators, the dimensions of the secular
equation of the Hermitian matrix did not exceed 16x16.
The contribution of the 2s O and 4s K terms was
calculated in the framework of perturbation theory. As
was noted above, the parameters of the secular equations
were adjusted by the scale corrections in order to obtain
the maximal agreement of the calculated bands with the
experimental function eo(E).

Figure 2 presents the band structure of a nonlinear
KTiOPOy4 crystal which we have obtained for the first
time. The genetic origin of the specific band states
and the corresponding electron density distributions are
depicted on the left of the figure. These distributions
were obtained on the basis of the KTP eigenfunctions.
The calculation technique is described in [3] in detail.

The similar investigations were performed for
Ag3AsS3;, [(-BaB;Oy4, LiB3Os;, LiNbOg, and other
nonlinear crystals. For example, Figure 3 demonstrates
the R(E), e1(E), and e3(F) spectra of AggAsS; crystal
(space group CS, = R3c). From the symmetry analysis,
we obtained the allowed transitions for the E||C' and
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Fig.3. Spectra of reflection R(FE), real €1(F) and imaginary e2(E)
parts of the permittivity of AgszAsSs crystal for the polarization
E1C

E1LC polarizations in the dipole approximation (see
Table 1).

The band structure of proustite is shown in Fig.4.

T able 1. Allowed band-band transitions in AgzAsSs
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Fig.4. Band structure of proustite

The interpretation of band structures and the
calculation of electron densities allowed us to simulate
the space distribution of electron charges for the most
principal clusters of the crystals under study. These
patterns give a possibility to estimate the nature of
chemical bonds and, therefore, their influence on the
functions of nonlinear susceptibilities.

Polarization Points of the Brillouin zone
T [ N ZY P
E||C rh—no A1 — A 31—
Ty =T Ao — As Yo — Yo
I's - T's A3z — Ag Y3 — X3
T'y —TIy Ay — Ay Y4 — 3y
I's - T'5 As — As
T'e —T'g Ag — Ag
ELC 't —»TI's A1 — As Y1 =
I'; —»I's A2 — A3 Yoo ¥+ X0
'3 =T +T2413 A3 — A1 + Az + A3 Y3 — X343
{T'4+T5}—Ts Ay — Ag ¥4 — 33+ 3,
I'e > {Ty+ D5+ T6} As — Ag

A — Ay + A5 + Ag
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Fig. 5. Contours of the electron density in a [TiOg| cluster of KTiOPOy single crystals

Fig. 6. Electron density distribution in the [AsS3] and [S-Ag-S] clusters of AgzAsS3 single crystals

3. Nonlinear Susceptibilities and Nature of

Chemical Bonds

Figures 5 and 6 demonstrate the diagrams of the electron
density distributions for [TiOg] of KTP crystal and
[AsS3] and [S-Ag—S] clusters of AgzAsSs crystal. Based
on these data, we determined the covalence parameters
fn as the ratio of the electron charge at the middle of a
chosen chemical bond (p.) to the averaged charge near
atoms (pg): fn = pe/pa- For [TiOg|, we obtained fp=
0.89; for the [AsSs] triads, f,= 0.85; and for the [S—Ag—
S| chains oriented along the Z-axis of proustite, fr=
0.48. The corresponding bond ionicities are as follows:
FITOel = g.11; f1455] = 0.15; and f574575 = 0.52.

By the example of three chosen clusters, we will
clarify the factors that determine the corresponding
charge distributions. As one can see from Fig. 5, the
local electron charge distribution in a [TiOg] cluster
is caused by the elongation of the oxygen p-orbitals
in the direction of the cation, whereas the p—p anion
bonds are weakly hybridized. In the case of an [AsSs]
cluster, it is clear from Fig. 6 that the contribution
of the S-S component is essentially lower than that
of the Ag-S component of the chemical bond, which is
explained by peculiarities of the geometric (pyramidal)
structure of the cluster. Finally, a completely different
pattern of the charge distribution is characteristic of
the [S—Ag-S] chain cluster. The covalence degree for
these bonds is the lowest, because the charge localization
near the silver ion is rather high. At the same time,
the presence of two elongated charge couplings testifies
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to the defining contribution of the hybridized 5sAg-3pS
bonds.

In order to clarify the effect of the chemical bond
nature on nonlinear susceptibilities, we traced the
variation of the x;;i(FE) function under conditions of
the substitution of potassium ions in KTP. Changing
the composition of a substitutional solid solution and
thus varying the quantity f;, we established that, at
fn =2 0.17, the quantity x;;x in the neighborhood of the
basic maximum essentially increased. This fact forces to
perform a more detailed investigation of the dependence
of xi;x(E) on the chemical bond parameters.

Our specially performed investigations of the system
of solid solutions AgsAs,Sb;_,S; demonstrated [4] that,
at x = 0.1, x4 kreaches its maximum at the oscillation
frequency of a neodymium laser.

As for other nonlinear crystals, in particular borate
oxides, the dominant contribution to the nonlinear
susceptibility in these materials is made by the s B—
p O bonds. Varying the geometry of chemical bonds
or substituting components, one can influence the
susceptibility x;;x in the necessary spectral region. As we
have demonstrated by the example of these materials,
a change of the relative position of clusters essentially
influences the nonlinear coefficients. In particular, the
nonlinear susceptibilities in LiB3Os and [-BaByOy4
are larger by orders of magnitude than those in
lithium tetraborate (LizB4O7) single crystals due to the
reorientation of boric clusters.

Quantum-chemical estimates made in [5] yield the
optimal value of the covalence parameter f, ~ 0.17—
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0.20 in the case of localization of the nonlinear
susceptibilities.

4. Dispersion of Nonlinear Susceptibilities

The problem of the dispersion of x;;x(E) is the least
investigated one in the physics of nonlinear crystals.
It is due to the fact that, in the same way as
in the calculations of electron density distributions,
a preliminary information on the band structure of
crystals should be available.

The electron component of the second-rank tensor of
nonlinear susceptibility was calculated according to the
standard technique of perturbation theory:

Xz]k
(Ol alilB){BIK0) . (Olilaalk]8)(8lil0)
T Ea —2B)(Ey — B) T (Bt Ey) (e E) } @

where P denotes the commutator, i.e. the operator of
permutations for all band sates, GE% is the geometric
factor, £ and 2F are the interband and double
resonances with participation of virtual states, 0 is the
index of the actual lower (filled) band states (V-zones),
« are (3 are the indices of the upper (empty) band states
(C-zones), («|i|8) is the dipole matrix element of the
transition between the a-th and 8-th band states:

(@lilg) = [ U, gexplif(: ~ e Aidal; g

x exp|—ik(7; — M) d*F = U, zU c|kéaép Ay, (2)
€4,€3 stand for the vectors of the corresponding
orbitals, and A; is the vector-potential of the incident
radiation.

As one can see from (1), x;;x(E) is determined by
three dominant factors: the matrix elements of dipole
transitions, collection of virtual states, and geometric
factor of basic clusters. It is easy to see that the
contributions of the imaginary part of the permittivity
e2(E) in the region of the interband and double
resonances, i.e. €2(F) and €3(2F), will be defining for
the structure of the x;;x(E) function.

The real part of the nonlinear susceptibility is derived
with the help of the Kramers—Kronig relations.

To calculate (1), we used the tetrahedron technique,
i.e. the integration was performed by means of the
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partition of segments of the irreducible BZ into
parallelepipeds which were divided into still smaller
tetrahedral cells with energy derivatives obtained
from the band dispersion E(k). In this case, it was
assumed that the matrix elements inside each cell
are constant. The accuracy of calculations increased
with decrease in the partition step. The summation
was performed over many (above 90) points of the
BZ. All computer calculations of the matrix elements
were carried out with the use of the Gaussian
form of wave functions. According to the analysis
performed on the basis of quantitative estimates of
the data, the most important as for the contribution
to the nonlinear susceptibilities are two conduction
bands (C, C7) and two valence bands (V, V7).
The primed notations correspond to virtual band
states.

The results of calculations of the most important
matrix elements at point I' of the BZ for the nonlinear
crystals under study are presented in Table 2. These
results indicate the contribution of the specific subbands
to the nonlinear susceptibilities.

5. Parameters and Nature of Nonlinear
Optical Oscillators

The dispersions of the second-order mnonlinear
susceptibilities for KTiOPO4, AgzAsS3, and LiNbOsj
crystals are presented in Fig. 7. The function y;;x(E)
for KTP that covers the region below 13 eV has three
dominant peaks at 4.19, 5.06, and 5.45 eV caused by
transitions between the p-orbitals of oxygen, which
form the top of the valence band, and the C-zone. The
intermediate states 3pP and 2pO serve as virtual ones.
The other maxima are less intense.

T a b 1e 2. Matrix elements for the nonlinear crystals

Crystal | Transition type ‘ Matrix element, rel.un.
KTiOPO4 vV-c 0.287
V-C 0.376
v'-c’ 0.289
c-C’ 0.065
Ag3AsS3 v-c’ 0.205
v-C 0.312
v'-c’ 0.223
c-c’ 0.056
LiNbO3 v-C’ 0.427
v-C 0.539
v'-c’ 0.323
c-C’ 0.101
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Fig. 7. Dispersions of the nonlinear susceptibilities x;jx(E) of
AgsAsS3 (1), KTiOPO4 (2), and LiNbO3 (8) single crystals

The typical structures of the functions x;;x(E) are
also observed for other crystals. In this connection, they
were resolved into partial components. In the framework
of the model of nonlinear oscillators, we determined the
oscillator strengths by the relation [6]

7V uc?
F= ﬁEOiHiX?;ZXv (3)
where V is the volume of a unit cell, H; is the half-
width of the i-th component of the function x;jx(E),
and ”e";‘ Zconst. All calculations were carried out in
relative units. The obtained results are given in Tables
3 and 4, where 7; indicates the partial contribution of
the corresponding nonlinear oscillators to the nonlinear
susceptibility.

As one can see from Table 3, the dominant
contribution to the nonlinear susceptibility of AgsAsSs
crystals is made by the first long-wave oscillator (F =
4.56 eV). It is related to transitions from the hybridized
V-zone (4pAs — 3pS) to the C-zone 5s Ag, as well
as the 2F-contribution due to the resonance 4p As
levels. The other transitions are characterized by small
matrix elements. A certain increase of x;;ir(E) in the
region close to 12.1 eV results from the transitions with
participation of the 4dAg, 3sS, 5pAg, 4pAs, and 3pS
band states.

T a bl e 3. Parameters of nonlinear optical oscillators
for AgzAsSs3

A characteristic feature of KTiOPQOy single crystals
consists in that their nonlinear susceptibility is
determined by two oscillators — the first and third
ones (Table 4). The first oscillator (4.19 eV) represents
the superposition of the FE-transition from the top of
the [POy4| valence band to the 3d band of titanium
that forms the bottom of the conduction band, as well
as transitions from the lower [TiOg] branch of the
valence band. However, the most intense oscillator is
formed due to the superposition of two lower subbands
genetically formed by the hybridized [PO4| and [TiOg]
subbands contributing to 2 E-terms. The contribution of
the upper C' band is less by an order of magnitude. The
largest matrix elements appear along the Y-I" and I'-Z
directions of the Brillouin zone.

6. Conclusions

Investigations of the dispersion of nonlinear optical
susceptibilities give a possibility to estimate the
contribution of various clusters to their formation.
Thus, technologists possess a reliable instrument for the
purposeful control over nonlinear optical parameters.

Based on the proposed approach, one can estimate
the partial contribution of a certain structural fragment
to a specific component of the tensor of corresponding
rank, determine the contributions of the electron and
lattice subsystems, plan possible variations of the
composition of the corresponding clusters and their
geometric arrangement aimed at the optimization of
nonlinear optical susceptibilities.

Of basic importance is the choice of the basic
structural fragment, since variations of its composition
can influence YN, In particular, for AggAsSs, such
fragments are [AsSs] triads and [S-Ag-S| chains.
Substituting cations or anions, one can change
parameters of the chemical bond and, therefore, the
susceptibility. A change of the structural ordering of
clusters is especially efficient, which is confirmed by the
example of borate oxides.

T a b le 4. Parameters of nonlinear optical oscillators in
KTiOPO4

(max)

Eo,‘, eV Hl‘, eV iik Fi, rel.un. Mi, %

FEo;, eV H;, eV (max) F;, rel.un. i, % .
0i, () Xijk © R 4.19 1.84 5.94 45.80 23.7
4.56 2.30 4.06 42.58 46.8 4.98 0.58 4.20 12.13 6.0
6.16 0.52 2.02 6.47 7.1 5.99 2.21 4.81 63.67 32.9
7.06 0.62 0.93 4.08 4.5 7.10 0.83 3.02 17.79 9.2
8.07 0.58 0.76 3.56 3.9 7.62 0.12 2.03 1.86 0.96
8.96 1.11 0.84 8.35 9.2 8.12 0.71 3.12 17.98 9.3
11.01 0.56 0.63 3.88 4.3 8.51 0.44 3.15 11.79 6.1
12.12 1.05 0.91 11.58 12.7 8.94 0.54 2.98 14.38 7.5
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It is worth noting that not every crystal has a
reserve to increase the corresponding susceptibility.
For example, BeO single crystals are characterized by
much lower susceptibilities than those of isostructural
crystals CdS, CdSe, and SiC. The doping or the creation
of radiation defects will result in the disorientation
of the geometric structure, which makes such a
procedure unpromising for the improvement of nonlinear
properties.

The knowledge of the parameters of nonlinear
oscillators gives a possibility to foresee a change of
the susceptibility in the case of the formation of a
solid solution by means of the substitution of an
anion. The point is that the cation substitution results
mainly in a change of the electron s-states. An increase
of the corresponding susceptibility requires at least
one additional oscillator, moreover an anisotropic one.
For example, it can be an oscillator that genetically
originates from p- or d-orbitals of the corresponding
chemical element. For example, the dominant role for
binary compounds belongs to an oscillator genetically
related to the p-anion bonds.

I feel my pleasant duty to express the respect and the
sincere gratitude to unforgettable Antonina Fedorivna
Prykhot’ko. I am also grateful to Mykhailo Semenovych
Brodyn and many friends from the Institute of Physics
of the NAS of Ukraine.
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IIPOBJIEMA JUCIIEPCII HEJIIHIMHIX
CIIPUVHAT/INBOCTEN KPUCTAJIIB

A.0. Jloseut
Peszowme

PosruianyTo crpykTypy dynkuiit x;jx(E) neminiiinux kpucrasis.
IIi dysxnil € 3B’A3y109U0I0 JIAHKOIO Mi?K MIKPOCKOIIIMHUM KBaH-
TOBOMEXAHIYHMM ONUCOM (30HHI CIIEKTpU) Ta MaKPOCKOIIYHH-
Mu  (eKCIIepuMeHTATbHUME) IapaMeTpaMi MaTepiasis. IX BuB-
YeHHS € IEHTPAJIBHOIO IPOOIEMOIO HEJIIHIHHOOITHYIHOIO MaTepia-
Jo3HaBcTBa. Jlocmigzkeno taki HesiHiiHI Kpucrtaau, gk KTP
(KTiOPOy4), npycrur (AgszAsS3) Ta in. Busnaueno sermamHn
MATPUYHUX €JIEMEHTIB BIJIOBIIHUX JIMIIOJIBHUX IIEPEXO/IB Ta Ia-
pameTpu HemiHiffHEX onTmuHuX ocumaaTropis. IIpoanamizoBamo
MOXKJIMBICTh IIJIECIIPSIMOBAHUX 3MiH ITapaMeTPiB HEJIHIMHUX Kpu-
cTajiB MeTOJaMU JIETyBaHHs, 3MiH CKJaJy TBEPAUX DPO3YHHIB,
pazianiitnol o6pobku. lle BigkpuBae mepCHEKTHBH PO3POGIIEH-
Hsl IIPOrpaMOBaHUX TEXHOJIOTIM CHHTE3y HOBUX HeJiHifiHOONITHY-
HUX MaTepiajiB s IePEeTBOPIOBAYIB JIA3€PHOTO BUIPOMIiHIOBAH-
Hsl.
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