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nal module to regulate ultraviolet
optical nonlinearity for achieving a balance
between a second-harmonic generation response
and birefringence†

Liling Cao,ab Haotian Tian,b Donghong Lin,b Chensheng Lin, b Feng Xu,b

Yinglei Han,b Tao Yan, b Jindong Chen,b Bingxuan Li,b Ning Ye c

and Min Luo *bd

Rigid planar p-conjugated groups are adopted for designing ultraviolet (UV) nonlinear optical (NLO)

materials extensively. However, for these UV NLO crystals, the realization of a strong second harmonic

generation (SHG) response is commonly accompanied by undesired overlarge birefringence. Herein, we

propose a new functional gene, the flexible p-conjugated (C3H2O4)
2� group, for designing a UV NLO

crystal with a balance between the SHG response and birefringence. Furthermore, the combination of

low-coordinated and high-coordinated alkali cations with the flexible (C3H2O4)
2� group results in finding

a new mixed alkali malonate, KLi(C3H2O4)$H2O (KLMW). As expected, KLMW exhibits a strong SHG

efficiency (3 � KDP) and moderate birefringence (0.103 @ 1064 nm). In addition, it has a short UV cut-off

edge of 231 nm and can be conveniently grown from solution. More importantly, it realized fourth

harmonic generation with type-I phase-matching. Therefore, these excellent properties make KLMW

a potential practical UV NLO material.
1. Introduction

Ultraviolet (UV) all-solid-state lasers are widely used in optical
communication and laser processing, in which UV nonlinear
optical (NLO) crystals as an essential component play an indis-
pensable role in extending the wavelength.1–3 In the past several
decades, the continuous pursuit of high-performance UV NLO
crystals has promoted the development of many explorative
systems, such as borates (uorooxoborates),4–9 carbonates,10,11

phosphates (monouorophosphates),12–15 sulfates,16,17 and so on.
To date, however, although a lot of UV NLO crystals have been
reported, the progress of their commercialization has been
retarded, mainly due to either the difficulty of crystal growth or
some performance pitfalls. Thus, the development of new UV
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NLO crystals with excellent comprehensive performance and
easy growth is signicant and challenging.

Currently, fundamental building blocks (FBBs) for con-
structing UV NLO crystals can be classied into two main cate-
gories, p-conjugated planar groups and non-p-conjugated
tetrahedral groups. Among them, p-conjugated planar groups
are widely recognized as ideal FBBs for UV NLO crystals because
they possess large microscopic second-order susceptibility and
strong optical anisotropy, which are benecial for achieving
remarkable SHG efficiency and large birefringence (Dn). Partic-
ularly, p-conjugated planar B–O groups, such as (BO3)

3� units in
KBe2BO3F2 (KBBF) and Sr2Be2B2O7 (SBBO),18 and (B3O6)

3� units
in b-BaB2O4 (BBO),4 play dominant roles in building superior UV
NLO materials. In recent years, inspired by these classical func-
tional modules, some organic p-conjugated planar groups have
been successfully developed, such as [C(NH2)]3

+ units in
C(NH2)3SO3F19 similar to (BO3)

3� units, and (C3N3O3)
3� units in

KLi(HC3N3O3)$2H2O (KLHCY)20 similar to (B3O6)
3� units.

However, when these rigid p-conjugated planar triangle or
planar six-membered ring groups are employed in constructing
UV NLO crystals with strong SHG responses, there will be
a generally ignored issue, namely, accompanying overlarge
birefringence (Dn > 0.11 at 1064 nm) due to the alignment of p-
conjugated planar groups. For UV NLO crystals, overlarge bire-
fringence tends to cause the spatial walk-off effect that affects the
frequency doubling efficiency, which limits the practical
© 2022 The Author(s). Published by the Royal Society of Chemistry

http://crossmark.crossref.org/dialog/?doi=10.1039/d2sc01910h&domain=pdf&date_stamp=2022-06-15
http://orcid.org/0000-0003-1895-4980
http://orcid.org/0000-0003-4246-0964
http://orcid.org/0000-0002-3679-4047
http://orcid.org/0000-0001-9062-8931
https://doi.org/10.1039/d2sc01910h
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d2sc01910h
https://pubs.rsc.org/en/journals/journal/SC
https://pubs.rsc.org/en/journals/journal/SC?issueid=SC013023


Edge Article Chemical Science

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

0 
M

ay
 2

02
2.

 D
ow

nl
oa

de
d 

on
 1

/1
4/

20
26

 4
:5

0:
16

 P
M

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n-

N
on

C
om

m
er

ci
al

 3
.0

 U
np

or
te

d 
L

ic
en

ce
.

View Article Online
application of crystals. The famous example is the commercial
BBO crystal, which has a strong SHG efficiency of more than 5
times that of KH2PO4 (KDP) but suffers from an overlarge bire-
fringence (0.113@ 1064 nm) hindering its high-power output. To
our knowledge, thus far, there has been no study on designing
UV NLO crystals with a balance between a strong SHG response
and moderate birefringence (0.07 < Dn < 0.11).

In 2019, Pan et al. employed a exible p-conjugated (B2O5)
�

functional module for designing birefringent crystals. They
adopted reasonable cation collocation to make the exible
(B2O5)

� functional module completely coplanar, which results
in a large birefringence of 0.095 @ 532 nm in Li2Na2B2O5.21

Inspired by this work, we proposed that exible p-conjugated
groups should be employed for the performance modulation in
NLO crystals because the delocalized p electrons within the
group are favourable for the enhancement of the SHG response
on one hand, and on the other hand the exible rotation of the
groups is benecial for modulating the birefringence, conse-
quently which may achieve a balance between a strong SHG
response and moderate birefringence of UV NLO materials.
Guided by this idea, we screened out malonic acid as a func-
tional module because it has a similar geometric conguration
to exible (B2O5)

� groups. In addition to malonic acid, alkali-
metal cations were considered as counter ions to crystals for the
following reasons. Firstly, the introduction of alkali-metals with
strong ionicity is conducive to expanding the band gap.
Secondly, the reasonable combination of low coordinated and
highly coordinated alkali-metal cations can adjust the
arrangement of exible p-conjugated groups, thus modulating
the birefringence, which has been conrmed by Pan et al.21–24

Based on the above considerations, a systematic exploration
of mixed alkali-metal (including both low-coordinated Li+

cations and highly coordinated cations (Na+, K+, Rb+, and Cs+))
malonates results in nding a non-centrosymmetrical (NCS)
compound KLi(C3H2O4)$H2O (KLMW). As expected, beneting
from the modulation of exible p-conjugated (C3H2O4)

2�

groups, KLMW achieves a balance between a large SHG
response (3 � KDP) and suitable birefringence (0.103 @ 1064
nm). Notably, such a birefringence is very suitable and the
smallest among those of recently reported organic–inorganic
hybrid UV NLO crystals. In addition, centimeter-level KLMW
single crystals can be grown conveniently by an aqueous solu-
tion method (Fig. S1†). More importantly, the fourth harmonic
generation of Nd:YAG laser radiation (1064 nm) with type-I
phase-matching was realized in KLMW.
2. Experimental section
2.1. Reagents

LiOH$H2O (98%, Sinopharm), KOH (85.0%, Sinopharm) and
C3H4O4 (99%, Adamas) were of analytical grade from commer-
cial sources and used without further purication.
2.2. Synthesis and crystal growth

A reaction mixture of LiOH$H2O (0.21 g, 5 mmol), KOH (0.28 g,
5 mmol), and C3H4O4 (0.52 g, 5 mmol) in H2O (2.5 mL) was
© 2022 The Author(s). Published by the Royal Society of Chemistry
placed in a 25 mL glass beaker. The beaker was placed on
a magnetic stirrer and the reaction mixture was stirred until it
became a clear solution. Then, the beaker was heated to 40 �C in
an oven, and held at this temperature for 2 days. Colorless and
transparent single crystals were gradually precipitated with the
evaporation of the solution. Crystals of KLMW were grown via
an aqueous solution evaporation method. The reaction mixture
of LiOH$H2O (294 g, 7 mol), KOH (392.7 g, 7 mol), and C3H4O4

(728.42 g, 7 mol) was dissolved in H2O (1400 mL) using a water
bath (40 �C). Then the solution was poured into a glass crucible
(F 200 mm � 300 mm) that was placed in a constant temper-
ature (40 �C) water bath with a rotating speed of 466 rpm. The
solution was evaporated for 30 days. High-quality, colorless
bulk crystals of KLMW with the largest size up to 17 � 14 � 10
mm3 were obtained (Fig. S1†).

2.3. Single crystal structure determination

Single crystal X-ray diffraction data of the title compounds were
collected at room temperature on a Rigaku Mercury CCD
diffractometer with graphite-monochromatic Mo Ka radiation
(l ¼ 0.71073 Å). A transparent block of crystal was mounted on
a glass ber with epoxy for structure determination. The
intensity datasets were corrected with the u-scan technique.
The data were integrated with the CrystalClear program. The
intensities were corrected for Lorentz polarization, air absorp-
tion, and absorption attributable to the variation in the path
length through the detector faceplate. Absorption corrections
were also applied based on the Multiscan technique. The
structures were solved with direct methods, rened with
difference Fourier maps and full-matrix least-squares tting on
F2 with SHELXL-97.25 In addition, the PLATON26 program was
used for checking the structures, and no higher symmetry was
found. The crystallographic data are listed in Table S1.† The
related atomic coordinates, isotropic displacement coefficients,
and bond lengths and angles are listed in Tables S2–S4.†

2.4. Powder X-ray diffraction (XRD)

The powder X-ray diffraction (PXRD) data were collected with
a Mini-ex 600 Powder X-ray diffractometer (Cu Ka radiation
with l ¼ 1.540598 Å, 2q ¼ 5–85�, scan step width ¼ 0.02�) at
room temperature. No impurity is found in KLMW (Fig. S2†).

2.5. EDS analysis

Microprobe elemental analyses were performed using a eld
emission scanning electron microscope (FESEM, SU-8010)
equipped with an energy dispersive X-ray spectrometer (EDS).
EDS measurements conrm the presence of relevant elements
including K, C, and O, in the title crystal (Fig. S3†).

2.6. Thermal analysis

Thermogravimetric analysis (TGA) was performed using
a NETZSCH STA449F3 simultaneous analyser with an Al2O3

crucible as a reference. Crystal samples (5–10mg) were enclosed
in Al2O3 crucibles and heated from 30 to 1000 �C at a rate of 10
�C min�1 under a constant ow of nitrogen gas (Fig. S4†).
Chem. Sci., 2022, 13, 6990–6997 | 6991
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2.7. Optical properties

UV-Vis-NIR transmittance spectroscopy data in the wavelength
range of 190–2500 nmwere recorded at room temperature using
a polished wafer of KLMW on a PerkinElmer Lambda-950 UV/
vis/NIR spectrophotometer.
2.8. Refractive index dispersion measurements

The refractive index measurements were carried out using three
((100), (010), (001)) crystal plates (polished, size: 6� 6� 2 mm3)
on a Metricon model 2010/M prism coupler (Metricon Co.) at
ve wavelengths (407, 514, 636, 965, and 1547 nm), and the
accuracy of the measurements was estimated to be 2 � 10�4. By
changing the polarization state of the laser, index anisotropy,
i.e., birefringence can be measured along the X, Y and Z direc-
tions, respectively.
2.9. SHG response

Powder second-harmonic generation (SHG) signal tests were
performed by the Kurtz–Perry27 powder method with a Q-
switched Nd:YAG solid-state laser of fundamental wavelength
1064 nm with frequency doubling at 532 nm. Polycrystalline
samples of KLMW were ground and sieved into the following
particle size ranges: 25–45, 45–62, 62–75, 75–109, 109–150, and
150–212 mm. The sieved KDP samples were used as standard
samples. The samples were pressed between two glass slides and
secured in 1 mm thick aluminum holders with an 8 mm diam-
eter hole. Then the samples were irradiated with a pulsed laser,
and the second harmonic output was separated by a narrowband
pass lter (530 � 10 nm) and detected by a photomultiplier tube
attached to a RIGOL DS1052E 50 MHz oscilloscope. The above
procedures were repeated for the reference samples of KDP. No
index-matching uid was used in any of the experiments.
Fig. 1 (a) (C3H2O4)
2� group and LiO4 tetrahedron, (b) rotation and

dihedral angles of the (C3H2O4)
2� group, (c) [Li(C3H2O4)O3] network

structure, and (d) crystal structure of KLMW.
2.10. Computational methods

The rst principles calculations were performed by the plane-
wave pseudopotential method implemented in the CASTEP28

code. The exchange–correlation interaction was calculated by
using the generalized gradient approximation (GGA) of Perdew–
Burke–Ernzerhof (PBE).29 The energy cutoff for the plane wave
was chosen as 750 eV, and the self-consistent convergence of the
total energy was set to 0.1 � 10�5 eV per atom. The Monkhorst–
Pack30 k-point in the Brillouin zone was set as 2 � 2 � 2 for
KLMW. The norm-conserving pseudopotentials were applied to
express the interactions between the valence electrons and ionic
core, and the following valence congurations were regarded:
Li, 2s1; K, 3s23p64s1; C, 2s22p2; O, 2s22p4. The SHG coefficients
were calculated by the classical anharmonic oscillator (AHO)31

model. The formula of calculated second-order susceptibilities
can be expressed as follows:

x(2)ijk(�u3;u1,u2) ¼ F(2)x(1)ii (u3)x
(1)
jj (u1)x

(1)
kk(u2)

where x(1)ii denotes the rst-order susceptibility, and it is given by
x(1)(u)ii ¼ [3(u)ii � 1]/4p in the low-frequency region, and the
dielectric function
6992 | Chem. Sci., 2022, 13, 6990–6997
32
ijðuÞ ¼ 8p2h2e2

m2Veff

X

k

X

cv

ðfc � fvÞ pcv
iðkÞpvc jðkÞ
Evc

2

d[Ec(k) � Ev(k) � hu]

where fc and fv represent the Fermi distribution functions of the
conduction and valence bands, respectively. d[Ec(k) � Ev(k) �
hu] denotes the energy difference between the conduction and
valence bands at the k point with absorption of a quantum hu. It
is generally acknowledged that the GGA calculations commonly
underestimate the energy band gap of the crystal. Therefore, to
match with the experimental band gap, the scissors operation
should be employed to shi up the conduction band energy.
3. Results and discussion
3.1. Crystal structure

KLMW crystallizes in an orthorhombic polar space group Pna21
(no. 33). The asymmetric unit of KLMW contains one unique K
atom, one Li atom, three C atoms and ve O atoms. As shown in
Fig. 1, the anionic structural motif of KLMW is the (C3H2O4)

2�

group, showing typical bond lengths (C–C: 1.524(4)–1.536(4) Å;
C–O: 1.250(4)–1.260(4) Å) and bond angles (C–C–C: 110.5(2)�;
O–C–C: 116.7(3)–118.4(3)�; O–C–O: 123.5(3)–124.9(3)�).
(C3H2O4)

2� groups exhibit interesting exibility, and the rota-
tion angle of (C3H2O4)

2� groups (the bond angle of C–C–C) and
the dihedral angle between two C2O2 planes in one (C3H2O4)

2�

group are dened as a and b, with values of 110.5� and 73.74�,
respectively. Because of the symmetrical operation of the space
group, the unique (C3H2O4)

2� groups crystallographically
express four directions in the unit cell, but the polarization
directions of all anionic groups are along the c axis. Moreover,
the Li atom is surrounded by four O atoms, forming distorted
tetrahedron LiO4 with Li–O bond lengths of 1.899(6)–1.951(6) Å.
It is noteworthy that the (C3H2O4)

2� groups are bridged by LiO4

polyhedra to form an intricate three dimensional (3D)
[Li(C3H2O4)O3]N network structure (Fig. 1c). The K+ cations are
tidily located in framework gaps to keep the structural stability
and electrovalence balance (Fig. 1d). Therefore, the structure of
KLMW can be described as an intricate 3D [Li(C3H2O4)O3]N
framework embedded with K atoms and H2O molecules.
© 2022 The Author(s). Published by the Royal Society of Chemistry

http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d2sc01910h


Fig. 2 Ultraviolet-visible-near-infrared transmittance spectrum of the
KLMW crystal wafer.
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3.2. Structural comparison and evolution

Previous studies showed that alkali metal cations with different
radii can be employed to modulate the arrangement of anionic
groups, and thus control optical properties.32–34 In order to show
the effects of alkali metal cations on the structural modulation
in KLMW, three alkali malonates, Li(C3H3O4)(C3H4O4) (LM),
Li2(C3H2O4) (L2M),35 and K(C3H3O4) (KM),36 are selected for
comparison. For these four compounds, alkali metal Li atoms
have two different coordination numbers (CNs) of 4 and 5, and
alkali metal K atoms have the same CN of 7. Notably, for LM,
L2M and KM, it can be seen that the lower the CN of Li is, the
more positive the rotation of the dihedral angle b of (C3H2O4)

2�

is (b(LM) ¼ 9.433, b(L2M) ¼ 48.494 and b(KLMW) ¼ 73.737�)
(Fig. 4). This suggests that the four-coordinated Li atoms may
have the potential to regulate the exibility of (C3H2O4)

2�

groups. In addition, for the selected three compounds, there is
only a single alkali metal Li or K atom, which further combined
with malonate groups forming the centrosymmetric structures.
Compared with them, the combination of the four-coordinated
Li atoms and seven-coordinated K atoms in KLMW drives the
formation of the NCS structure. According to previous studies,
the combination of low-coordinated and high-coordinated
cations is benecial to optimizing the arrangement of anionic
groups and producing excellent NLO properties, such as the
KBBF family,7,37–39 AB2O5 (A ¼ Li4, Na4, Li2Na2),21 LiBa3Bi6(-
SeO3)7F11 and Ba3Bi6.5(SeO3)7F10.5O0.5.40 Therefore, it can be
expected that KLMW will have superior linear and nonlinear
optical properties.
3.3. Thermal analysis

The thermodynamic analysis of KLMW exhibited three steps of
weight loss (Fig. S4†). The rst weight loss was at about 120 �C
with the weightlessness ratios 10.73% (10.85%), corresponding
to the release of 1 mol of H2O per formula. The second and third
weight losses were in the range of 300–920 �C with the weight-
lessness ratios 53.98% (51.78%), corresponding to the release of
1mol of C3H2O4 per formula. Several endothermic peaks in DTA
are expressed in this temperature range, showing that the
decomposition of KLMW is a complex reaction.
Fig. 3 (a) Refractive indices of the KLMW single crystal. (b) Phase-
matching conditions of KLMW.
3.4. Linear optical properties

Ultraviolet-visible-near infrared (UV-Vis-NIR) transmittance
spectroscopy was performed by using a polished wafer of
KLMW (Fig. 2), revealing that KLMW has no obvious absorption
peak in the range of 250–800 nm. Also, the UV cut-off edge of
KLMW is 231 nm, which is shorter than those of the most re-
ported organic–inorganic hybrid UV crystals including
KLi(HC3N3O3)$2H2O (237 nm),20 RbNa(HC3N3O3)$H2O (241
nm),41 (C5H6ON)

+(H2PO4)
� (264 nm),42 (H7C3N6)(H6C3N6)ZnCl3

(236 nm)43 and Ba3(C3N3O3)2 (241 nm).44

In addition to the short UV cut-off edge, to achieve a UV
coherent light output, the key is to realize phase-matching
conditions, which depend on the appropriate birefringence and
chromatic dispersion. Therefore, refractive index dispersion
was measured by the prism coupling method at ve different
© 2022 The Author(s). Published by the Royal Society of Chemistry
wavelengths (407, 514, 636, 965 and 1547 nm). Then, the Sell-
meier equation was employed to t the function between the
refractive index and wavelength based on the least-squares

method, i.e. ni2 ¼ Aþ B
l2 � C

� Dl2, where ni is the refractive

index, A–D are the parameters, and l is the wavelength (Fig. 3a).

nx
2 ¼ 2:09164þ 0:00834�

l2 � 0:02671
�� 0:00790l2

ny
2 ¼ 2:23727þ 0:00734�

l2 � 0:05973
�� 0:01398l2

nz
2 ¼ 2:41211þ 0:01018�

l2 � 0:05252
�� 0:01897l2

The birefringence of KLMW calculated from the above
equations is 0.103 @ 1064 nm. Such a birefringence is not only
smaller than that of BBO (0.113 @ 1064 nm), but also the
smallest among those of recently reported organic–inorganic
hybrid UV NLO crystals (Table 1), which is betting for the UV
NLO crystal.

Furthermore, based on the Sellmeier equations, the phase
matching ability of KLMW was evaluated. According to the
calculated phase matching curves (Fig. 3b), KLMW could ach-
ieve type I phase matching SHG wavelengths down to 243 nm
Chem. Sci., 2022, 13, 6990–6997 | 6993

http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d2sc01910h


Table 1 The SHG response and birefringence of some recently re-
ported organic–inorganic hybrid UV NLO crystals

Crystal
SHG response
(� KDP) Dn Ref

Ca(H3C4N2O3)2$H2O 1.15 0.49 @ 546 nmExp 48
Cs3Na(H2C3N3O3)4$3H2O 2.3 0.29 @ 514 nm 49
(H7C3N6)(H6C3N6)ZnCl3 2.8 0.255 @ 1064 nm 36
RbNa(HC3N3O3)$2H2O 5.3 0.194 @ 546 nmExp 50
RbLi(HC3N3O3)$2H2O 2.1 0.18 @ 546 nmExp 51
KLiHC3N3O3$2H2O 5.3 0.166 @ 1064 nm 20
KCs2[Pb2Br5(HCOO)2] 6.5 0.16 @ 1064 nm 52
(NH4)3[B(OH)3]2(COOH)3 0.6 0.156 @ 546 nmExp 53
Y[N(CN)2]4[NH(C2H5)3]∙3H2O 2.8 0.137 @ 546 nm 54
NH4Sb2(C2O4)F5 1.1 0.111 @ 546 nm 55
KLi(C3H2O4)$H2O 3 0.103 @ 1064 nm a

a This work.
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which can be comparable to those of many excellent UV NLO
crystals, including KLi(HC3N3O3)$2H2O (246 nm), CsLiB6O10

(CLBO) (237 nm),45 KH2PO4 (KDP) (258 nm),46 LiB3O5 (LBO) (277
nm)45 and K3B6O10Cl (255 nm).47 Such a short UV phase
matching SHG wavelength suggests that KLMW has potential
application in the UV region.

According to the anionic group theory, the birefringence of
the NLO crystal depends on the contribution of the valence
electron orbitals of anionic groups and the inuence of the
direction cosines (between the macroscopic coordinate axis of
the unit cell and the microscopic coordinate axis of anionic
groups).

Therefore, the exible (C3H2O4)
2� groups should be

responsible for the moderate birefringence of KLMW. In order
to demonstrate the modulation of birefringence by exible p-
conjugated malonate groups, a series of alkali metal malonates
containing different geometrical congurations of malonate
groups is investigated. Furthermore, their birefringence was
calculated by the rst-principles theory (Fig. S6†). It is well
Fig. 4 Comparisons of rotation angles, dihedral angles, and birefringen
(LM), (c) Li2(C3H2O4) (L2M), (d) Na(C3H3O4) (NM), (e) KLi(C3H2O4)$H2O
(N2MW).

6994 | Chem. Sci., 2022, 13, 6990–6997
known that, for an isolated group, the closer the geometrical
conguration is to being planar, the larger the optical anisot-
ropy is. Therefore, the rigid planar p-conjugated groups, such
as (BO3)

3� and (B3O6)
3� groups, have considerable optical

anisotropies. If these rigid p-conjugated groups further have
a coplanar arrangement in the crystal, overlarge birefringence is
inevitable, such as in BBO. With regard to the malonate groups,
since they are exible, their geometrical congurations are
determined by the rotation angle a and dihedral angle b, by
which their optical anisotropies can be modulated. The rotation
angles (a) of the malonate groups are in-plane and similar
(110.552–119.331�) in these examples, and will not cause great
effects on their optical anisotropies. Therefore, it can be
deduced that the optical anisotropy of the malonate group
should be determined by its dihedral angle b. In principle, the
larger the dihedral angle b (<90�) is, the smaller the optical
anisotropy of the malonate group is. It is noteworthy that, in
addition to the intrinsic optical anisotropies of malonate
groups, their arrangement will affect the birefringence. Herein,
for the convenience of discussion, the arrangement of malonate
groups is not being considered in these cases, which results in
slightly irregular variation trends of birefringence from
Na(C3H3O4) to KLMW and from Rb2(CH3O4)2(C3H4O4) to Na2(-
C3H2O4)$3H2O. Even so, as shown in Fig. 4, with the increase of
b from 8.816� to 86.277�, the birefringence of the crystals
gradually decreased as a whole from 0.155 to 0.034 @ 1064 nm,
which is basically consistent with the above deduction. In
addition, it can be seen that the overlarge angle b leads to small
birefringence in Rb2(CH3O4)2(C3H4O4) and Na2(C3H2O4)$3H2O,
which indicates that the suitable angle b is key to obtaining
moderate birefringence. Therefore, rationally regulating the
exible p-conjugated groups will be an effective approach to
obtain NLO crystals with suitable birefringence.
3.5. NLO properties

The powder SHG measurement of KLMW was performed at
1064 nm and 532 nm laser wavelengths based on the Kurtz and
ce for (C3HxO4) groups in (a) K(C3H3O4) (KM), (b) Li(C3H3O4)(C3H4O4)
(KLMW), (f) Rb2(C3H3O4)2(C3H4O4) (RM), and (g) Na2(C3H2O4)$3H2O

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 5 Powder SHG measurements of KLMW at (a) 1064 nm and (b)
532 nm.
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Perry method, respectively. The results reveal that KLMW can
realize phase-matching in the visible and UV regions, which
supports the above-mentioned phase matching calculations of
KLMW. Meanwhile, the SHG efficiency of KLMW is about 3.0
times that of KDP at 1064 nm and 0.5 times that of BBO at 532
nm (Fig. 5). Such a strong SHG response is larger than those of
most of the recently reported organic–inorganic hybrid UV NLO
crystals (Table 1) and can be comparable with those of some
well-known UV NLO materials, including NH4B4O6F (�3 �
KDP),8 M2B10O14F6 (M ¼ Ca, Sr) (2.5, 2.3 � KDP),9 ABCO3F (A ¼
K, Rb; B ¼ Mg, Ca, Sr) (3–3.6 � KDP),10,56 LBO (2.2 � KDP)5 and
CLBO (2.4 � KDP).52 According to the anionic group theory, the
SHG response of KLMW is dominated by the exible p-groups.
Although the (C3H2O4)

2� groups are non-coplanar in order to
achieve moderate birefringence, the microscopic second order
polarizabilities produced by the (C3H2O4)

2� groups are super-
imposed along the c-axis (Fig. S7†), which makes a major
contribution to the SHG response. Therefore, owing to the
rational arrangement of (C3H2O4)

2� groups, KLMW achieves
Fig. 6 Scheme of the 266 nm SHG experiment. (a) The principle of
crystal plate processing. (b) Crystal plate model. (c) The single crystal
plate has a size of 7 � 6 � 4 mm3. (d) The SHG experimental setup: (1)
Nd:YAG solid-state laser; (2) convex lens; (3) KLMW crystal plate; (4)
and (5) high reflective lens; (6) equilateral dispersive prism; (7)
narrowband pass filter (at 266 nm); (8) UV-sensitive paper. (e) The blue
laser spot on the UV-sensitive paper indicates the generation of a 266
nm laser.

© 2022 The Author(s). Published by the Royal Society of Chemistry
a balance between a strong SHG response and suitable
birefringence.

The fourth-harmonic generation of 266 nm light was carried
out using a Nd:YAG laser. According to the phase condition
(angle between the wave vector and optical axis (q): 90�, and
azimuth angle of wave vector (4): 55.3�), a crystal plate of KLMW
with a size of 7 � 6 � 4 mm3 aer polishing was prepared as
a sample (Fig. 6a–c). In the experiment (Fig. 6d), a blue laser
spot on the UV-sensitive paper was observed (Fig. 6e), indicating
that the 266 nm SHG process was successfully realized. This
result further supports the phase-matching ability of KLMW.

3.6. Theoretical calculation description

To gain further insight into the mechanism behind the optical
properties of KLMW, its electronic structures were calculated by
DFT methods. The band structure of KLMW based on the GGA
method is shown in Fig. S8,† where the calculated band gap
(5.08 eV) is slightly underestimated compared with the experi-
mental one (5.32 eV). The total and partial densities of states
(PDOSs) are shown in Fig. 7a. It is clear that the uppermost part
of the valence band (VB; �7.5 to 0 eV) is essentially occupied by
O 2p orbitals with an appreciable contribution of the C 2p
orbital, while the bottom of the conduction band (CB) is also
occupied by O 2p and C 2p orbitals. It is well known that the
optical properties are essentially inuenced by electronic tran-
sitions in the states around the Fermi level. Thus, it can be seen
that (C3H2O4)

2� groups should make a major contribution to
the linear and nonlinear optical properties of the title
compound.

The calculated refractive index curves of the title compound
are plotted in Fig. S9,† which shows that the birefringence of
KLMW is 0.108 @ 1064 nm, which is in accordance with the
experimental value. In addition, the theoretical values of NLO
coefficients were investigated. Under the consideration of the
point group of mm2, KLMW has three nonzero independent
NLO coefficients d31, d32 and d33. The calculated results showed
that they are �0.441, �1.597 and 1.914 pm V�1 at 1064 nm,
respectively (Fig. S10†). Among them, the largest NLO coeffi-
cient d33 is 4.9 times that of KDP, which is slightly larger than
the experimental one. Furthermore, in order to reveal the SHG
origin of KLMW, the SHG-weighted density of the largest tensor
d33 was calculated (Fig. 7b). Obviously, the nonbonding 2p
orbitals of O atoms in (C3H2O4)

2� groups make major contri-
butions to the SHG response of KLMW.
Fig. 7 (a) Total and partial densities of states. (b) SHG-weighted
density for the occupied (left) and the unoccupied (right) electronic
states of KLMW.
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Conclusions

In summary, a new inorganic–organic compound KLi(C3H2O4)$
H2O was successfully designed and synthesized. KLi(C3H2O4)$
H2O has excellent optical nonlinearity including a short UV cut-
off edge (231 nm), strong SHG response (3 � KDP) and
moderate birefringence (0.103@ 1064 nm). In addition, its bulk
crystals can be easily grown via simple solution evaporation.
Preliminary laser experiments indicated that KLi(C3H2O4)$H2O
is suitable for fourth harmonic generation of the Nd:YAG laser
output. Importantly, our study showed that it is a feasible way to
employ exible functional modules to design UV NLOmaterials
with a balance between a strong SHG response and moderate
birefringence, which will guide the design of new UV NLO
materials.
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