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lonic organic terahertz crystals: a perspective
on design and solid-state phonon absorption

O-Pil Kwon 2 *2 and Mojca Jazbinsek (2 *°

lonic organic nonlinear optical crystals have been established as efficient terahertz (THz) wave
generators with a high generated THz power and a very wide bandwidth and can also be used as ultra-
broad THz detectors. In this perspective, we discuss various design strategies to obtain high-
performance ionic organic THz crystals. The introduction of aromatic coulombic interaction groups and
acentric head-to-tail cation—anion assembly groups, as well as the control of the van der Waals volume
of aromatic ions, are common to many top-level ionic organic THz crystals. Solid-state molecular and
phonon vibrations of these crystals strongly influence the characteristics of THz generation and
detection, in addition to their optical and nonlinear optical properties. The THz vibrational modes
depend on the chemical structure, intermolecular interaction ability, crystal structure, void volume, and
crystal density of organic THz crystals. To give a perspective on the future design of optimized ionic
organic THz crystals and the influence of their phonon modes on ultra-broadband THz applications, we
discuss both the structural factors that influence these modes and their specific influence on THz

rsc.li/materials-c optical properties.

1. lonic organic THz crystals

Organic nonlinear optical materials are very promising for
diverse terahertz (THz) applications as well as for high-speed
optical modulators for telecommunications."™” Achieving
second-order optical nonlinearity in organic materials requires
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a well-aligned, non-centrosymmetric molecular ordering of
nonlinear optical chromophores, which is mainly the case in
two types of materials: poled polymers and self-assembled
single crystals. In poled polymers, highly polar chromophores
are non-centrosymmetrically aligned from a randomly oriented
state by an additional poling process with a strong electric field,
e.g., few kv em™*
ture. This can lead to very large second-order nonlinear optical
susceptibilities, enabling for example electro-optic coefficients

of a few hundred pm Vv %72

, applied above the glass transition tempera-

However, it is extremely
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challenging to achieve long lifetimes of poled polymer devices
due to: (i) a strong tendency to randomize the orientation of
highly polar chromophores towards centrosymmetric molecu-
lar order, and (ii) a limited photochemical stability when using
high-power lasers.'®'® For THz applications in addition,
it is difficult to fabricate thick poled films with an in-plane
poling direction that is optimal for efficient THz generation
and detection.

On the other hand, organic nonlinear optical crystals have
several advantages compared to poled polymers, but there are
other challenges. In organic nonlinear optical crystals, (i) there
is no need for a poling process due to non-centrosymmetric
self-assembly of chromophores in the crystalline state, (ii) there
are no issues with temporal stability due to chromophore
reorientation, at least below the lowest phase transition tem-
perature (mostly melting temperature), and (iii) the photo-
chemical stability is relatively high due to the high density
(i.e., low oxygen content), resulting in a high damage threshold,
important for THz applications. However, only few types of
chromophores self-assemble with a non-centrosymmetric
molecular order in the crystalline state. Most push—pull chro-
mophores with high molecular optical nonlinearity - consisting
of a long n-conjugated bridge and various polar substituents —
result in a centrosymmetric crystal structure. For example, at
present, all chromophores that lead to poled polymer systems
with record-high electro-optic coefficients beyond 100 pm V"
crystallize in centrosymmetric arrangements or have difficulty
crystallizing. Although first organic nonlinear optical crystals
were already reported four to five decades ago,”** designing
organic crystals with a large macroscopic optical nonlinearity is
still challenging. In this perspective, we discuss the design
strategies to achieve highly efficient nonlinear optical organic
crystals, mainly targeting the specific requirements for THz
applications.

THz applications may require different crystal and optical
characteristics to high-speed integrated optics. Both applica-
tions profit from a large macroscopic second-order optical
nonlinearity. For example, the THz wave generation efficiency
and the THz detection sensitivity increase with the effective
second-order nonlinear optical susceptibility and the electro-
optic coefficient.* On the other hand, the involved frequency
ranges are distinguishable: while the modulation frequencies
in integrated optics are currently still in the sub-THz range,
they may extend to several THz to tens of THz for THz-specific
applications, such as THz spectroscopy and imaging. For both
applications also the materials properties at optical and (near-
)infrared wavelengths are important, defining the best velocity-
matching conditions. The origins of optical characteristics such
as refractive index, absorption coefficient and their dispersion are
different at optical and THz frequencies as illustrated in Fig. 1.>*
Consequently, although both applications are based on second-
order optical nonlinearity, the design strategies for organic crystals
for THz applications may have both similarities and differences
compared to those for integrated optics.”?

Organic THz crystals can generate intense THz waves with high
optical-to-THz conversion efficiency and broad bandwidth, by

This journal is © The Royal Society of Chemistry 2024
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using two different approaches for optical pumping, either
based on optical rectification of femtosecond laser pulses® >
or difference frequency generation of nanosecond or picose-
cond laser pulses.**™” For efficient THz wave generation and
detection, good phase matching between optical and THz
frequencies, as well as low absorption in both optical and
THz frequency ranges are required. The optical characteristics
in (near-)infrared and THz frequency ranges strongly depend
on the chemical structure and their crystal characteristics such
as molecular ordering features and crystal density (Fig. 1). The
optimal thickness of organic THz crystals is often in the range
of 0.1-1.0 mm for broadband THz applications (a few mm for
narrowband THz applications), while for integrated optics,
thin films and microstructures with thickness in the range of
0.1-10 pm are required.***

Therefore, to develop high-performance THz organic crys-
tals, the design strategy should simultaneously target (i) large
second-order nonlinear optical susceptibility resulting from
non-centrosymmetric ordering of highly nonlinear chromo-
phores with a high order parameter, (ii) low absorption in
optical and THz frequency ranges; e.g. a strong suppression
of molecular phonon vibrations for low THz self-absorption,
(iii) good phase matching between optical and THz pulses,
(iv) optimal thickness in the (sub-)millimeter scale, and
(v) good bulk single-crystal growth ability with high optical
quality and large-area plate-shape morphology.

Organic THz crystals can be classified into two types, based
on either non-ionic or ionic chromophores (Fig. 2).**® For
both types, main supramolecular interactions are intermolecu-
lar (and interionic) secondary bonds such as hydrogen bonds,
face-to-face and edge-to-face m-n interactions, and halogen
bonds. In ionic organic THz crystals, strong coulombic inter-
actions are additionally formed. Both non-ionic and ionic
organic THz crystals may exhibit excellent THz wave generation
performance: e.g., strong THz electric field of few MV cm ™" and
ultra-broad bandwidth of over 15 THz.>” Each organic THz
crystal, even within the same type (non-ionic or ionic), has
different THz wave generation characteristics, strongly depend-
ing on their intrinsic material properties, crystal orientation
and size, as well as extrinsic optical parameters of laser systems
such as the pulse width, repetition rate, pump fluence and
wavelength. Note that in many cases the melting temperature
of ionic organic THz crystals (typically above 200 °C) is higher
than that of non-ionic organic THz crystals. A higher melting
temperature is beneficial for high environmental stability and
reduced thermal stress during optical pumping.

During the last two decades, several new organic THz (and
nonlinear optical) crystals have been developed.>”37 03767
Many of those new crystals are presented in Fig. 2, including
also a few crystals reported before 2000.>*"® For both non-ionic
and ionic THz crystals, even a small change of the chemical
structure often leads to a radical change in the crystal structure.
In most cases, it is presently still not possible to predict the
resulting crystal structures based on the chemical structure
alone. For example, when modifying the chemical structure of
non-ionic polyene OH1 crystals, only two analogous crystals,
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(a) Parallel-type cation-anion assembly
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(b) Series-type cation-anion assembly

= = =
=zl () ==l
— — —

- D+ AN — BD__+ A
<) mem Gmxan() e

Molecular Ordering

()

Kramers-Kronig relation

Absorption

Refractive Index

Wavelength
Molecular Absorption

CH,
SoN

Hs

counter anion

cationic chromophore

Molecular Dipole Moment

==

(e) cation Contribution (Vis-IR)

(f) cation-Anion Contribution (THz)

3

Optical Group Index

NTHz

Solid-state Phonons 17 ]

/mm)

>

S
8
1

Abs. Coefficient (

8

o
(=]
8

OlTHz

> @
Refractive Index
8 8

L
=)

200 400 600 800 1000 1200 1400 1600 1800 12
Wavelength (nm)

8 6 4 2 0

Frequency (THz)

Fig. 1 Schematics of the design strategy for benchmark ionic organic THz crystals, self-assembly of nonlinear optical cationic chromophores and
counter anions. Non-centrosymmetric molecular ordering with a high order parameter, based on (a) parallel- and (b) series-type cation—anion assembly.
(c) Correlation between the molecular absorption and the refractive index via the Kramers—Kronig relation. (d) Dipole moment of chromophores
and anions. (e) and (f) Different contribution of cations and anions to the optical properties and solid-state molecular phonon vibrations of crystals
(HMQ-TMS crystals in this example). Reproduced and adapted with permission.?* Copyright 2023, Wiley-VCH.

OH2 and OH3 that exhibit a similar non-centrosymmetric
molecular ordering feature with high order parameter have
been identified (Fig. 2(a)),***° while other analogous deriva-
tives exhibited different crystal structures or even centrosym-
metric crystal structures.

In terms of chemical structure, a greater number of ionic
than non-ionic organic THz crystals based on highly nonlinear
styryl-type chromophores have been reported during the last
two decades (Fig. 2). Ionic organic THz crystals often allow
larger changes of the chemical structure of the corresponding
chromophores to achieve a similar non-centrosymmetric mole-
cular ordering with a high order parameter. For example, when
the chemical structure of the quinolinium electron withdrawing
group (EWG) of the cationic chromophore in ionic HMQ-TMS
(Fig. 2(f)) crystals is modified to benzothiazolium, benzimidazo-
lium, and halogenated quinolinium EWGs, the resulting crystals
HMB-TMS, HMI-TMS, HM7CIQ-T (Fig. 2(g)) exhibit similar mole-
cular ordering features with a high order parameter.**™"

13786 | J Mater. Chem. C, 2024,12,13784-13796

In addition, changing the chemical structure of only anions
in many cases also results in a similar crystal structure: e.g., for
DAST and DSTMS crystals (Fig. 2(c)).**** This is attributed to
introducing strong coulombic interactions in ionic organic THz
crystals. We note here that although some of the ionic organic
THz crystals with chemical structure modification result in
similar molecular ordering features, their intrinsic material
parameters such as the optical and physical properties, solid-
state molecular phonon vibrations, melting temperature, crystal
density, and crystal growth properties can still be substantially
different. This can lead to largely different THz characteristics.
In the following Section 2, we discuss the details of the
design strategy commonly observed in benchmark ionic
organic THz crystals with a high order parameter. In Section
3, we discuss the solid-state molecular phonon vibrations of
organic THz crystals that depend on the chemical structure,
intermolecular interaction ability, crystal structure, void volume,
and crystal density. In addition, we discuss the influence of

This journal is © The Royal Society of Chemistry 2024
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Fig. 2 Benchmark (a) and (b) non-ionic and (c)—(l) ionic organic THz crystals. For ionic organic THz crystals, there are four types of EDGs, either with or

without intermolecular interaction capability: non-hydroxyl DA (4-

(dimethylamino)phenyl) EDG, phenolic HM (4-hydroxy-3-methoxyphenyl) EDG,

phenolic OH (4-hydroxyphenyl) and DH (3,4-dihydroxyphenyl) EDGs, and hydroxymethyl PM (2-(4-(4-(hydroxymethyl)piperidin-1-yl)phenyl)) EDG.

molecular phonons on the characteristics of THz generation and
detection. This gives a perspective on the future design of
optimized ionic organic THz crystals and the influence of their
phonon modes on THz applications.

2. Design of ionic organic THz crystals

2.1 Introducing strong intermolecular interaction groups

Organic THz crystals must achieve a non-centrosymmetric
ordering of nonlinear optical chromophores to exhibit a
second-order optical nonlinearity. The perfectly parallel align-
ment of chromophores in the crystalline state (or a high order

This journal is © The Royal Society of Chemistry 2024

parameter) is challenging due to the difficulty of predicting the
crystal structure. This is because long n-conjugated (ionic and
non-ionic) chromophores with various polar substituents (e.g.,
electron donating groups (EDGs) and EWGs) create complex
intermolecular interactions such as hydrogen bonds, halogen
bonds, van der Waals interactions, face-to-face and edge-to-face
n-m interactions, and ion-w interactions. Among various design
strategies, inducing strong intermolecular (interionic) interac-
tions for highly polar chromophores is very attractive to over-
come the centrosymmetric tendency in the crystalline state.
In this perspective, a high order parameter roughly refers
to the value of the order parameter cos’0, of above ~0.8,
for which the molecular ordering angle 0, of chromophores is

J. Mater. Chem. C, 2024,12,13784-13796 | 13787
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less than ~20 degrees. The molecular ordering angle 0, of
chromophores is as usually defined as the angle between the
main charge transfer axis of the chromophores and the polar
axis of the crystal.®®

In many benchmark ionic organic THz crystals with a high
order parameter (e.g., Fig. 2(c)-(1)), two interionic interaction
groups commonly appear: (i) aromatic coulombic interaction
groups and (ii) acentric head-to-tail cation-anion assembly
groups. The combination of aromatic cationic chromophores
and aromatic counter anions have shown to be an efficient
design strategy to obtain (close-to) perfectly parallel alignment
of cationic chromophores with a high order parameter. For
example, DAST and DSTMS crystals are based on the pyridinium-
based 4-(4-(dimethylamino)styryl)-1-methylpyridinium (DAS)
cation and benzenesulfonate anion, 4-methylbenzenesulfo-

Parallel-type cation-anion assembly

View Article Online

Perspective

nate (T) and 2,4,6-trimethylbenzenesulfonate (TMS), respectively
(Fig. 2(c)).**** Their strongest interionic interactions are aromatic
coulombic interactions between Ar(+) cation of pyridinium EWG
on DAS cations and Ar-SO;~ on benzenesulfonate anions. With
DAS cationic chromophores, introducing various aromatic sulfo-
nates (benzenesulfonates, naphthalene-sulfonates, thiophene-
sulfonates) result in non-centrosymmetric crystal structures with
a high order parameter.®*”°

However, the approach based only on using aromatic cou-
lombic interaction groups (e.g., between Ar(+) and Ar-SO; ™) is
rather limited for developing new ionic organic THz crystals,
which was shown by an additional chemical modification of
the DAS cationic chromophore. As the chemical structure of
the N-methyl pyridinium based DAS cation was modified,
most cases resulted in centrosymmetric crystal structures or
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Fig. 3 Molecular ordering of ionic organic THz crystals: parallel-type cation—anion assembly with (a) DA EDG (DSTMS crystals here) and (b) phenolic
EDG (HMQ-TMS crystals with HM EDG here) and (c) series-type cation—anion assembly with hydroxymethyl PM EDG (PM7CIQ-T crystals here).
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non-centrosymmetric structures with a low order parameter.
One of the exceptional cases is the 4DEP cationic chromophore
with a triple bond instead of a double bond in the DAS cation.
New crystals based on 4DEP with benzenesulfonate anions
(Fig. 2(d)) resulted in a desired high order parameter.*®

Besides using aromatic coulombic interaction groups, intro-
ducing acentric head-to-tail cation-anion assembly groups has
been identified as an efficient design strategy for obtaining
efficient organic THz ionic crystals. Ionic organic THz crystals
in Fig. 2(c)-(e)***” are based on 4-(dimethylamino)phenyl (DA)
EDG that does not have strong hydrogen bond capability.
In contrast, introducing phenolic or hydroxymethyl groups
on EDGs into cationic chromophores (Fig. 2(f)-(1))**® shows
a strong tendency to form optimal non-centrosymmetric mole-
cular ordering with high order parameter, based on the acentric
head-to-tail cation-anion assembly with strong hydrogen bond
between -OH- - -~ O3S-Ar groups (Fig. 3(b) and (c)). For example,
in HMQ-TMS crystals (Fig. 2(f)), phenolic 4-hydroxy-3-
methoxyphenyl (HM) EDG-based HMQ cations form a strong
hydrogen bond with the TMS anion (Fig. 3(b)), in addition to
aromatic coulombic interactions. Upon changing the chemical
structure of HMQ cationic chromophores by using both differ-
ent EWGs (Fig. 2(g)) as well as different EDGs, phenolic
4-hydroxyphenyl (OH) and 3,4-dihydroxyphenyl (DH) EDGs
(Fig. 2(h)-(k)), optimal non-centrosymmetric ordering with a
high order parameter was obtained.

Interestingly, introducing acentric head-to-tail cation—-anion
assembly groups based on phenolic EDGs (HM, OH and DH
EDGs) results in a molecular assembly comparable to DSTMS
and DAST crystals with DA EDG. For example, in DSTMS
crystals (Fig. 3(a)), a parallel-type cation-anion assembly can
be identified, in which the cation and anion layers alternate
(Fig. 1(a)). The phenolic EDG-based crystals in Fig. 2(f)—-(k) also
exhibit a parallel-type cation-anion assembly (e.g, Fig. 3(b) for
HMQ-TMS crystals).

Another groups on cationic chromophores, which also pro-
mote acentric head-to-tail cation—-anion assembly, are based on
hydroxymethyl groups; e.g., 2-(4-(4-(hydroxymethyl)piperidin-1-
yl)phenyl) (PM) EDG. Fig. 2(1) shows examples of hydroxymethyl
piperidino-phenyl PM EDG-based crystals.*™® Note that
PM EDG groups exhibit a stronger electron donating strength
compared to phenolic EDGs (HM, OH and DH EDGs). This
leads to an enhanced molecular optical nonlinearity accompa-
nied with a narrower HOMO-LUMO bandgap (red shifted
absorption edge), which is reflected in a changed color of the
crystals (Fig. 2). PM EDG-based crystals also exhibit optimal
non-centrosymmetric ordering with a high order parameter
(Fig. 3(c)),>®”" like phenolic EDG-based crystals. However, the
type of molecular arrangement is different; they form the so-
called series-type cation-anion assembly (Fig. 1(b)). In this
assembly, instead of forming distinguishable cation and anion
layers, cations and anions are arranged in series of cation-
anion pairs (see Fig. 3(c) for PM7CIQ-T crystals).

Therefore, introducing aromatic coulombic interaction
groups (e.g., between Ar(+) and Ar-SO; ) and acentric head-
to-tail cation-anion assembly groups (e.g., phenolic HM, OH,

This journal is © The Royal Society of Chemistry 2024
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and DH EDGs and hydroxymethyl PM EDG) are highly potential
design strategies for developing new ionic organic THz crystals.
Introducing different cation-anion assembly EDG groups often
results in either parallel or series-type cation-anion assemblies.
In addition, different cation-anion assembly EDG groups result
in a different color of the corresponding crystals ranging from
yellow to red, which for example leads to different phase
matching conditions for THz wave generation and detection.

2.2 Control of the van der Waals volume

Regardless of the introduction of strong intermolecular inter-
action groups, the control of the van der Waals volume of
cations and anions is important for developing optimized ionic
organic THz crystals. The van der Waals volume is relevant for
various aspects of the design and the performance of these
crystals. First, bigger cationic chromophores may need bigger
molecular anions for obtaining the required non-centrosym-
metric crystal structure with a high order parameter. For
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Fig. 4 Schematic of van der Waals volume matching between the catio-
nic chromophores and counter anions in benchmark organic THz crystals.
(a) Large PMPR cation matching with the large MO anion that results in a
high order parameter. Note that although PMPR cation possesses hydro-
xymethyl PM EDG, PMPR-MO crystals exhibit a parallel-type cation—anion
assembly. (b) A relatively narrow relative ratio of the crystallographic
volume of molecular cations and anions in non-centrosymmetric ionic
organic crystals. Reproduced and adapted with permission.”? Copyright
2023, Wiley-VCH.
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example, the PMPR cationic chromophore (Fig. 4(a))”* is bigger
than the widely used cationic chromophores of organic THz
ionic crystals in Fig. 2(c)—(1). The two aromatic ring-based MO
anion is bigger than anions with a single aromatic ring in
Fig. 2(c)-(1). The MO anion results in a non-centrosymmetric
crystal structure with the PMPR cationic chromophore (Fig. 4(a)),
while all tested anions with a single aromatic ring led to centro-
symmetric crystal structures with PMPR.”

Second, depending on the specific assembly type, only a
narrow ratio of the van der Waals volume of cationic chromo-
phores, Vcaion relative to that of molecular anions, Vapion
resulted in high order parameter in crystals (see group 1 and
group 2 in Fig. 4(b)).”> For example, in crystals based on the
OHQ cationic chromophore, high order parameter crystals
were only obtained for the relative ratio of Vunion/Veation Of
0.57-0.66.”> When smaller or larger anions were combined
with OHQ cations, the result was either a centrosymmetric
crystal structure or a drastic reduction of the order parameter
(Fig. 5(a)).”* The yellow-highlighted region in Fig. 5(a) illustrates
the optimal van der Waals volume of anions for the OHQ cationic
chromophores. Different cationic chromophores show a different
range of the optimal volume ratio Vanion/Veation (Fig- 4(b)).

Third, the unit-cell volume (the volume of a cation-anion
pair) linearly increases with the van der Waals volume of anions
in high order parameter crystals having (pseudo-)isomorphic
and sometimes non-isomorphic crystal structures (e.g., OHQ-
based crystals showing parallel-type cation-anion assembly in
Fig. 5(b)). A similar behavior was observed in another ionic
organic THz crystals with series-type cation-anion assembly
(PM7CIQ-based crystals in Fig. 2(1)).”*

In summary, to develop new ionic organic THz crystals with
a high order parameter, the first step may be to find (or design)
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a non-centrosymmetric core structure by introducing strong
intermolecular interaction group into molecular cations and
anions, as well as introducing acentric head-to-tail cation-
anion assembly groups. Careful selection of the van der Waals
volume ratio between cation and anion is also important in this
step. After obtaining a desired non-centrosymmetric core structure
(of cationic chromophores and counter anions), the introduction of
different anions within the optimal van der Waals volume is very
attractive for controlling (and fine tuning) the optical, THz and
other physical properties of ionic organic crystals.

3. Solid-state phonon absorption
3.1 Origin and suppression design of solid-state phonons

The origins of solid-state phonon vibrations in organic THz
crystals are different from those in inorganic crystals. The
constituents of inorganic THz crystals are mostly sphere shape,
e.g. monoatomic ions, while the constituents of organic THz
crystals are more complex non-sphere and rod-shaped long
molecules, typical for chromophores. Consequently, solid-state
molecular phonon vibrations of ionic organic THz crystals are
rather complex. THz phonon absorption occurs due to changes
of polarization by molecular vibrations in crystals, rather than
changes of the dipole moment as for molecules in gas phase.”
In THz crystals based on chromophores of the stilbene-type,
e.g., the styryl quinolinium HMQ cation in HMQ-TMS crystals,
the solid-state molecular phonon vibrations consist of entire
molecular vibrational motions of HMQ cations (translation,
rotation, and twisting), intramolecular vibrational motions of
different parts of HMQ cations (e.g., phenolic EDG and quino-
linium EWG separately), and intramolecular vibrational motions

Increasing Vvdaw of R substituents on anions

Fig. 5
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of substituents (e.g., hydroxyl, methoxy, and N-methyl groups).
In addition, the vibrational motions of the HMQ cations are
simultaneously correlated to those of the TMS anions.”

In ionic organic THz crystals with a parallel-type cation-
anion assembly (e.g., HMQ-TMS, OHQ-T, and DAST), the vibra-
tional motions originate from entire molecules, parts of mole-
cules, and substituents. The entire molecular translations and
rotations (ET/ER) appear at lower frequencies of about <2 THz.
Intramolecular vibrations (IMs) appear at higher frequencies
>5 THz. The mixed motions of ET/ER/IM vibrations appear
in the middle frequency range of about 2-5 THz.”>”® These
frequency ranges were slightly different for different organic
THz ionic crystals investigated, but only a few of them have
been thoroughly analyzed so far. It should be noted that
theoretical calculations of phonon modes in organic THz
crystals with a series-type cation-anion assembly have not been
reported yet.

For organic THz crystals, low absorption in the THz fre-
quency range (ie., low self-absorption) is highly beneficial for
THz applications such as THz wave generation and detection.”
While in certain THz frequency ranges these crystals can have

(a) polar axis // THz polarization

[
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very low absorption, for ultra-broad THz applications it is
practically impossible to completely avoid solid-state phonon
vibrations. If the vibration strength is not too high, these
crystals can still have a sufficiently high efficiency for applica-
tions, even in ranges with phonon vibrations. The solid-state
molecular phonon vibrations of organic THz crystals depend on
many factors: (i) the chemical structure (and substituents),
(ii) the characteristics of intermolecular interactions, (iii) the
crystal structure with molecular ordering features, (iv) the void
volume, and (v) the crystal density. For suppressing solid-state
molecular phonon vibrations of organic THz crystals, few
design strategies have been suggested. Fig. 6 shows two strategies
identified, lattice hardening and local-motion hardening.”>”*”¢7”

The lattice hardening approach relies on tight packing
of entire molecules (or parts of molecules/substituents). This
could be achieved by introducing a rigid chemical structure for
both cations and anions, avoiding flexible (aliphatic) groups,
introducing strong intermolecular interaction capable groups for
hydrogen bonds, halogen bonds, and n-r interactions (Fig. 6(d)
and (e)), as well as introducing heavier groups.”””° When
successful, the resulting crystals will have a low void volume and
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strong intermolecular interaction groups and (c) local-motion hardening by (f) introducing steric hindrance group and (g) local rigidity group with a high
conformational freedom. Reproduced and adapted with permission.>>”37%77 Copyright 2022 and 2023, Wiley-VCH.
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a high crystal density. For example, DHP-TFS crystals (Fig. 2(k))
possess several strong intermolecular interaction capable groups
acting as hydrogen bond donor and acceptor sites: dihydroxy group
on phenyl ring, trifluoro group, and sulfonate group. DHP-TFS
crystals simultaneously exhibit one of the highest crystal densities
and the lowest void volume, which leads to a very low absorption in
the THz frequency range.”

The local-motion hardening could be achieved by inducing
steric hindrance to restrain molecular vibrations. The bigger
substituents may prevent the surrounding motions (Fig. 6(f)).
For example, methoxy (-OCHj3) substituent of HMQ cation in
HMQ-TMS crystals (Fig. 2(f)) is bigger than the -H substituent
of the OHQ cation in OHQ-T crystals (Fig. 2(g)). A comparison
of the solid-state phonon modes in HMQ-TMS and OHQ-T
crystals using periodic density functional theory has shown
that a larger substituent prevents the slipping vibration of the
cationic chromophores in the crystalline state.”>”® The local-
motion hardening could also be achieved by introducing a
flexible conformational group with a high conformational free-
dom. The resulting out-of-plane conformation of the substitu-
ent resulted in local rigidity (see yellow circles in Fig. 6(g)),
which led to a reduction of the void volume of the resulting
crystals.”

3.2 Understanding the influence of solid-state phonons on
THz characteristics

There are several intrinsic characteristics that need to be
considered when considering a new nonlinear optical material
for THz wave generation and detection. A high second-order
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nonlinearity, achieved for organic crystals when chromophores
with a high first hyperpolarizability self-assemble with a high
order parameter, as discussed in Section 2, is a prerequisite for
efficient THz applications. Another requirement is good phase
matching, achieved when the group index n, of the pump
optical beam (Fig. 1(e)) is as close as possible to the THz
refractive index nyyy, (Fig. 1(f)). This requirement is then consi-
dered when choosing an optimal pump optical wavelength,
where in addition there should be no considerable absorption
at this wavelength to achieve a high damage threshold. For
organic nonlinear optical crystals, this is usually achieved in
the entire infrared range above ~800 nm (Fig. 1(e)), but few
additional weak absorption bands in the infrared may need to
be considered as well.

Finally, the self-absorption of the crystals (Fig. 7(a) and (e)),
although unavoidable in the THz range, should possibly be as
low as possible to be able to use thicker crystals for an
increased THz wave generation and detection efficiency. The
generated THz electric field in a relatively thick organic crystal
leads to several dimples in the broadband spectrum (Fig. 7(c)).
Since many research groups employ an inorganic electro optic
crystal for THz wave detection (such as ZnTe, Fig. 7(b) and (d)),
the finally detected THz spectrum may be in addition consider-
ably limited (Fig. 7(d)). Much broader spectrum has been
obtained by using organic crystals also as detectors or employ-
ing other detection techniques as discussed in more detail
in ref. 4.

Fig. 8 shows the influence of the most important extrinsic
parameters on the THz spectra generated by optical rectification,
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Fig. 7 The influence of phonon modes on THz wave generation by optical rectification and electro-optic sampling detection using an 80-fs pulsed laser
source (schematics): (a) phonon modes model for a typical organic nonlinear optical crystal. (b) Ideal detection response function and the detection
response function for the most widely used inorganic crystal ZnTe, limited by a very strong phonon mode at 5.3 THz. (c) Ideal THz wave generation
spectrum and the spectrum generated by an organic crystal with absorption modes as in (a). The panel (d) shows the schematics of a typical THz
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crystal, (a), (c) and (e) 0.5 mm, (b), (d) and (f) 0.1 mm, on the THz spectra generated by optical rectification in ionic organic THz crystal HMQ-TMS. The
optical and the THz properties of HMQ-TMS as shown in Fig. 1(e) and (f) were considered in the model. The THz phonon-mode absorption dispersion is
included in each plot (grey, right scale). For all theoretical THz generation spectra, transform-limited pump pulses with a length of 80 fs were considered.
Each panel includes three spectra: (i) the ideal spectrum (black dotted curve) that assumes no THz absorption and perfect phase matching, nry, = ng at
each pump wavelength; (i) the spectrum considering THz absorption but still perfect phase matching (red dashed curve); and (iii) the realistic spectrum
considering both the THz absorption and the THz refractive index dispersion from Fig. 1(f). (a)-(d) Reproduced and adapted with permission.”> Copyright

2021, Wiley-VCH.

the pump laser wavelength and the crystal thickness, along with
the intrinsic crystal parameters. For the simulated spectra, the
measured optical and THz parameters an ionic organic crystal
HMQ-TMS shown in Fig. 1(e) and (f) were considered using
literature models for THz wave generation.”*>”> The spectral
bandwidth of the ideal spectra with perfect phase matching and
no THz self-absorption (black dotted curves) are limited by the
length of the pump pulses, which are here considered short
enough (80 fs) to cover the range of the measured material
parameters of HMQ-TMS up to 12 THz. When phase matching
is approximately satisfied in a broad range like at 1500 nm
(ng = 2.00 ~ nry,, see Fig. 1(e) and (f)), the THz absorption
spectrum alone can well predict the resulting spectrum.
In this case, the difference between the realistic spectrum
(solid black curve) and the approximate spectrum (red dashed
curve) is practically negligible (Fig. 8(a) and (b)). At 1140 nm

This journal is © The Royal Society of Chemistry 2024

(ng =2.09), the phase matching is slightly worse at higher THz
frequencies, therefore the generated spectral amplitude in a
crystal of 0.5 mm thickness drops considerably above the
frequency of the largest phonon mode at 5.5 THz (Fig. 8(c)).
For a thin crystal (0.1 mm), the realistic spectrum is however
still close to the approximate spectrum (solid black and
red dashed curves in Fig. 8(d)). At the wavelength of 800 nm
that is approaching the optical absorption resonance, the
group index increases considerably to n, = 2.41 (Fig. 1(e))
and the phase matching is satisfactory only below the first
larger phonon mode at 1.6 THz. In this case, the phase
matching plays a dominant role in the resulting spectra,
also when considerably reducing the crystal thickness
(Fig. 8(e) and (f)).

Fig. 8 clearly shows that thinner crystals will in any case lead
to smoother THz spectra, considerably less affected by the THz
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phonon and vibrational modes. However, the generation effi-
ciency will also considerably decrease (note the different scale
for the generated THz amplitude in Fig. 8). Therefore, when
using organic THz crystals for various applications, careful
selection of the optimal extrinsic parameters is required. Often,
the main limitation presents the available pump laser sources
on the market and their price, quality, and size. Therefore, it is
often desired that the optical and the THz properties of the
organic crystals are fine-tuned for the best performance at the
specific pump optical wavelength. For example, blue shift of
the absorption maximum in the optical range (Fig. 1(e)) will
improve the phase matching at shorter pump optical wavelengths,
accompanied with the shift of the crystal color from red to yellow.
Note however that this may also affect all other optical and
physical properties, including the nonlinear optical susceptibility
and the solid-state THz phonon and vibrational resonances.

4. Outlook

In this perspective, we discuss various design strategies focused
on ionic organic THz crystals and the possibilities to suppress
their intrinsic phonon vibrations. In addition, we discuss the
influence of solid-state molecular phonons on the charac-
teristics of THz generation and detection spectra. The ionic
organic THz crystals often allow relatively large changes of
their chemical structure to achieve a high order parameter with
modified optical, THz and other physical properties. For
obtaining both a non-centrosymmetric crystal structure with a
high order parameter and suppressed phonon vibrations in the
crystalline state, controlling intermolecular (and interionic)
interactions and van der Waals volume is very important.
We also discuss the important influence of solid-state phonon
and vibrational modes on broadband THz spectra and the
main parameters that need to be considered for optimizing
the performance of ionic organic THz crystals for practical
applications.

While this perspective primarily centers on ionic organic
THz crystals rather than their non-ionic counterparts, it is
important to note that this emphasis does not imply a super-
iority of the former for applications. Ionic and non-ionic
crystals each offer their own advantages with different material
characteristics that can be beneficial depending on specific
application requirements or available pump laser sources.
Designing new organic nonlinear optical crystals continues to
progress for obtaining large macroscopic optical nonlinearity,
including increasing the length of the n-conjugation bridge and
introducing various substituents.>»®®%78082 [ addition,
further development of design strategies aimed at improving
both ionic and non-ionic organic THz crystals for THz applica-
tions is still desired.
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