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ABSTRACT

In the current investigation the pure and L-Cysteine (LC)
doped Zinc Thiourea Sulphate (ZTS), an optically
transparent single crystal has been grown by slow
evaporation technique. The encouraging third-order non-
linear response of grown crystals has been investigated
at 632.8 nm using Z-scan technique, and vital third-order
non-linear optical (NLO) constants like third order
nonlinear refraction (1)2), nonlinear susceptibility (x°),
nonlinear absorption () and FOM of grown crystal has
the
applications. The x? of magnitude 1.43x10-3esu confirms

been evaluated to explore various optical

the strong polarizing nature of doped ZTS crystal. In
the
generation (SHG) efficiency of doped ZTS crystal is
found to be 1.16 times that of ZTS material.

Kurtz-Perry powder test, second harmonic
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studies, Z-Scan studies, SHG efficiency, NLO materials.
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INTRODUCTION

The demands of the nonlinear optical (NLO) crystals
have been expedited in the field of photonics
technology. The progress of semi organic crystals with
superior properties have been focused due to huge
applications in  photonics and electro-optic
modulations devices. [1] Recently, large number of
thiourea based organo-metallic crystals with excellent
nonlinear optical, mechanical, thermal properties has
been reported. The zinc thiourea chloride (ZTC), zinc
thiourea sulphate (ZTS), bis-thiourea cadmium acetate
(BTCA), bis-thiourea cadmium chloride (BTCC) etc
are the well-known crystals reported in the literature
[2,3] The ZTS crystal is technologically vital crystal
with superior properties as evident in literature.[2-3]
Profound research has revealed that the chiral nature
of amino acids promote enrichment in properties of
various organo-metallic NLO crystals. [4] The various
parameters of ZTS crystal have been investigated by
doping variety of amino acids namely; glycine, L-
Lysine etc. [5-6] The rigorous literature survey noticed
that, the effect of L-cysteine (LC) on linear and
nonlinear optical properties of ZTS crystal is not
investigated. The LC is predominantly chiral amino
acid with a thiol group which acquires high affinity
towards bonding with metal ions. [7] This bonding
ability of LC might serve an advantage to enhance the
optical properties of ZTS crystal. Hence, in the current
research work pure and LC doped ZTS (LC-ZTS)
crystals have been grown and linear and nonlinear
optical (NLO) characterization studies have been
performed to explore the potential utility of LC-ZTS
crystal for photonic device applications.

METHODOLOGY

The analytical reagent (AR) grade zinc sulphate and
thiourea in molar ratio 1:3 in deionized water has been
dissolved to get the ZTS salt. The recrystallization
technique has been used to enhance the purity of the
ZTS salt. The LC with 0.5 wt. %, 1 wt. % and 1.5 wt. %
was added into supersaturated solution of ZTS. The
LC-ZTS mixture was stirred well for 4h and filtered by
Whatman filter paper in large size beakers. The
beakers were covered by the thin transparent film and
kept in isolated vibration free space. The grown
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crystal obtained from slow solution evaporation
technique in 25 days is shown in Fig. 1(a)

NLO Test:

The Kurtz-Perry powder technique [8] was used for
evaluating the SHG efficiency of grown crystals. The
Q-switched Nd: YAG laser operating at 1064 nm was
allowed to incident on the fine powder sample with
the repetition rate of 10 Hz. At the output window,
the emergence of green output of pure ZTS and LC-
ZTS was recorded with a second harmonic signal of 60
mV and 66mV respectively. Thus the SHG efficiency
of LC-ZTS is found to be 1.16 times that of pure ZTS.
Thus, the LC-ZTS crystal is a promising material than
ZTS for laser frequency conversion devices.

Z-Scan Studies:

The determination of third-order non-linearity at
single wavelength helps to explore the applications
ultrafast lasers and photonic systems. A sensitive Z-
scan technique has been developed by Bahae et al. It is
a significant tool for finding the nature and magnitude
of third-order non-linearity of pure and LC-ZTS
crystal. [9] In order to confirm the path-dependent
third-order non-linearity, the transparent -crystal
sample was tightly focused by the He-Ne laser beam
(632.8 nm) using a convex lens, and the crystal was
move along the Z-direction with reference to focus (Z
= 0). The respective path-dependent transmittance
was noticed by means of photo detector placed at far
field. The details of Z-scan set-up are given in table 1.
The close aperture Z-scan technique has been used to
determined third-order non-linear refraction (NLR)
(n2) of the grown crystals. The fig.2 and 3 noticed the
closed aperture Z-scan transmittance curve of pure
and LC-ZTS crystal. In the crystals, the pre-focus
valley and the post-focus peak evidences the signature
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of positive NLR which is the characteristic property of
material foreshowing self-focusing nature.[10] The
focused repetitive optical energy of laser beam is a
crucial factor which leads to the localized absorption
and spatial distribution of energy throughout the
crystal surface causing a phase shift in NLR of the
crystal material.[11]

The peak-to-valley transmission (ATp-v) can be
expressedin phase shift as,
ATp. = 0.406(1 - S)O25 | Ad |
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Where S =1 - exp (-2r.2/ ®.2) is the aperture linear
transmittance, r, is the aperture radius and @, is the
beam radius at the aperture. The third order non
linear refractive index (n2) of crystals has been
determined using the relation, [9]

Where K =2n1/A, Iy is the beam intensity at the focus Z
= 0. The effective thickness of the sampleis determine
by using the equation, L.gr=[1—exp(—al)/a,

which depends on linear.
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Table: 1. Optical details of Z- scan setup and measured parameters.

Laser beam wavelength (A 632.8nm
Lens focal length (f) 8.5cm
Optical path distance (Z) 115cm
Aperture radius (ra) 2mm
Spot-size diameter in front of the aperture (w.) 1mm
Incident intensity at the focus (Z = 0) 25MW /cm?
Sample thickness (L) 2mm
Effective thickness (Lefr) 1.81mm
Nonlinear refractive Index (n2) LC-ZTS ZTS
3.21 x 107 cm?/W 2.24 x 108 cm?/W
Nonlinear absorption coefficient () 1.36x104 cm/W 3.91x10° cm/W
Third-order nonlinear susceptibility (x°) 1.42 x 10-%esu 8.64 x 10%esu
Figure of Merit (FOM) 26.86 11.40
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absorption coefficient (&) and thickness (L) of the

sample.

The high magnitude of positive NLR relates directly
to the prominent Kerr-lens mode locking (KLM)
ability of the crystal. [12] The navalue is found to be of
the order of 1077 cm?2/W, such high magnitude of NLR
which
advocates the prominence of pure and LC-ZTS

suggests the strong Kerr-lensing effect
crystals for analyzing the stability limits of continuous
wave mode locked laser systems and generating the
shorter laser pulses. [13]

The open aperture Z-scan trace of LC-ZTS (fig.5)
crystal identifies the fall in transmittance at focus,
which indicates the prominence of multi-photon
absorption (MPA) assisted by excited state absorption
(ESA) phenomenon. [14] The MPA is a complex effect
which is triggered due to contributions from two-
photon absorption (TPA) along with the absorption
governed by excited singlet and triplet states. [14,15]
The nonlinear absorption coefficient () of both pure
and doped ZTS can be evaluated using the open
aperture transmittance data, according to the equation
shown below, [9]
_2va
- IDL-Eff'

Where, AT is the one valley value obtained in open
aperture Z-scan curve. The non-linear absorption
coefficient (f) of LC-ZTS crystal is found to be 1.36x
10* cm/W which is superior to several reported
materials.[16]The cubic susceptibly (¥3) of the crystals
has been analyzed by solving the following equations,

3 _ 1D_4|1€E|CZHDZHEJ
(esu) = wlem® fw)

Rey

107 £o 20T A8
Rey*(esu) = W

Where, & is the vacuum permittivity, ng is the linear
refractive index of the sample and c is the velocity of
light in vacuum. Thus, we can easily obtain the

absolute value of j* using equation,

i Bl ]
X3 =+ (Rex®)?+ (Imy?)? esu
Where, &5, the vacuum permittivity, no is the linear

refractive index of the sample and c is the velocity of
light in vacuum.
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The LC-ZTS crystal has higher y3 value than pure ZTS
and other technologically vital crystals such as KDP,
BTCF, BBO and LiNbOs. [17] The
enhancement in susceptibility of LC-ZTS crystal is an

observed

evidence of increased charge transfer through donor-
acceptor channel which is the characteristic feature of
strongly polarized material. The figure of merit (FOM
= PA/n2) is a decisive parameter to ascertain the
worthiness of crystal for optical power limiting
applications. [18] The pure and LC-ZTS crystals with
attractive non-linear properties (see table 6.5) hold
huge advantage for optical switching, calibrating
optical distortions, optical logic gates and passive
laser mode-locking systems. [19] The shifts observed
in maximum valley transmittance of close (see figs.
6.15 and 6.16) and open (see fig.4 and5) aperture
curves of LC-ZTS crystal confirm that LC is the
potential dopant to tailor TONLO properties of ZTS
crystal. It is interesting to note that LC has shifted the
maximum valley transmittance of close and open
aperture curves of ZTS crystal towards +Z direction
which confirms L-cysteine as a potential dopant to
tailor TONLO properties of ZTS crystal. Also, in
regime of TMC crystals, the third-order non-linear
susceptibility of pure and LC-ZTIS crystals are
remarkably greater than thiourea, BTZB, ZTS, BTZC
and BTCF crystals. [8, 19].

CONCLUSION

Optically transparent pure and LC-ZTS crystals have
been grown by slow evaporation solution growth
technique. The enhanced SHG efficiency of LC-ZTS
crystal is found to be 1.16 times that of pure ZTS
crystals. The grown crystal showed potential third
order nonlinear optical parameters ascertained from
Z-scan technique at 632.8 nm. All above studies
suggests the prominence of grown crystal for laser
stabilization, microelectronics and integrated optical
applications. The present studies concluded that the
LC-ZTS possesses improved transparency, third order
nonlinearity enhanced SHG efficiency which validates
its applicability for NLO and photonic devices.

Acknowledgment

The authors thankful to Dr. P. K. Das, Department of
Inorganic and Physical Chemistry, Indian Institute of
SHG measurement and

Science, Bangalore for

http:/ /www.irjse.in



http://www.irjse.in/

Shejwal et al., 2018

271

Department of Physics, S. P. Pune University for

characterization facility.

REFERENCES

1.

10.

P M Ushasree, R Jayavel, C Subramanian, P M
Ramasam,”Growth of zinc thiourea sulfate (ZTS)
single crystals: A potential semiorganic NLO
material”, ].Cryst. Growth, 197 (1999) 216-220.

S Moitra, S Bhattacharya, T Kar and A Ghosh,
“Dielectric properties and phase transition of zinc
tris (thiourea) sulfate single crystal”, Phys.ica B
403 (2008) 3244-3247.

M Anis, S S Hussaini, A Hakeem, M D Shirsat and
G G Muley, “Synthesis, growth and optical
studies of novel organometallic NLO crystal:
Calcium bis-thiourea chloride”, Optik127 (2016)
2137-2142.

M Anis, R N Shaikh, M D Shirsat and S S
Hussaini, “Investigation of optical and electrical
properties of L-Cystein doped zinc thiourea
chloride (ZTC) crystal for nonlinear optical (NLO)
applications”, Opt. Laser Technol., 60 (2014) 124~
129.

N R Dhumane, S S Hussaini, V G Dongre, M D
Shirsat, “Influence of glycine on the nonlinear
optical (NLO) properties of zinc (tris) thiourea
sulfate (ZTS) single crystal”, J. Optic. Mater. 31
(2008) 328-332.

J T J Prakash and M Lawrence, “Growth and
characterization of pure and L-lysine doped Zinc
(tris) thiourea sulphate crystals”, Int. J. Comput.
Appl., 8 (2010) 36-39.

D H Baker and G L  Czarnecki-
Maulden,”Pharmacologic role of cysteine in
ameliorating or exacerbating mineral toxicities”, J.
Nutr. 117(1987) 1003-10.

S KKurtz, T T Perry, “A powder technique for the
evaluation of nonlinear optical materials”, J. Appl.
Phys. 39 (1968) 3798-3713.

M S Sheik-Bahae, A A Said, T H Wei, D ] Hagan
and E W Van Stryland, “Sensitive measurement of
optical nonlinearities using a single beam”, IEEE ].
Quant. Electron., 26 (1990) 760-769.

X Q Wang, Q Ren, ] Sun, HL Yang, T B Li, HL
Fan, G H Zhang, D Xu and ] H Zhao,
“Preparation, physicochemical and third order
nonlinear optical properties of bis
(tetrabutylammonium) bis (2-thioxo- 1,3-dithiole-
4,5-dithiolato) mercurate (II)”, Cryst. Res.
Technol., 44 (2009) 657-668.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

B Gu, HT Wang and W Ji, “Z-scan technique for
investigation of the non instantaneous optical
Kerr nonlinearity”, Opt. Lett., 34 (2009) 2769-2771.
F Helen and G Kanchana, “Investigation on the
properties of L-Serine doped zinc tris (thiourea)
sulphate crystal for NLO applications”, Indian J.
Pure Appl. Phys. 52, (2014) 821-828.

A Major, ] S Aitchison, P W E Smith, F Druon, P
Georges, B Viana and G P Aka,“Z-scan
measurements of the nonlinear refractive indices
of novel Yb-doped laser crystal hosts”, Appl.
Phys. B, 80 (2005) 199-201.

K Janardhana, V Ravindrachary, P C Rajesh
Kumar, Yogisha and Ismayil, “Third order
nonlinear optical studies of 1-(4-chloro phenyl)-3-
(4-dimethylamino phenyl) prop-2-en-1-one”, J.
Cryst. Growth, 368 (2013) 11-20.

R Sai Santosh Kumar, S Venugopal Rao, L
Giribabu and D Narayana Rao, “Femtosecond and
nanosecond nonlinear optical properties of alkyl
phthalocyanines studied using Z-scan technique”,
Chem. Phys. Lett., 447 (2007) 274-278.

N N Shejwal, M Anis, S S Hussaini and M D
Shirsat, “Optical, thermal and electrical properties
of pure and doped bis-thiourea cadmium formate
(BTCF) crystal”, Phys. Scr., 89 (2014) 125804-
125811.

P Srinivasan, A Y Nooraldeen, T Kanagasekaran,
A N Dhinaa, P K Palanisamy and R
Gopalakrishnan, “Z-scan determination of the
thirdorder optical nonlinearity of l-asparaginium
picrate (LASP) crystal”, Laser Phys., 18 (2008)
790-793.

T Kanagasekaran, P Mythili, P Srinivasan, A Y
Nooraldeen, P K Palanisamy and R
Gopalakrishnan, “Studies on the growth, optical,
thermal, and mechanical properties of pure and o-
nitroaniline doped benzyl crystals”, Cryst.
Growth Des. 8 (2008) 2335-2339.

B  Thirumalaiselvam, R Kanagadurai, D
Jayaraman and V Natarajan, “Growth and
characterization of 4-methyl benzene sulfonamide
single crystals”, Opt. Mater., 37 (2014) 74-79.

T C Sabari Girisun, S Dhanuskodi, D Mangalaraj
and J Phillip, “Synthesis, growth and
characterization of bisthiourea zinc bromide for
optical limiting applications”, Curr. Appl. Phys.,
11 (2011) 838-843.

© 2018 | Published by IRJSE

Int. Res. |. of Science & Engineering, Special Issue A2, January, 2018:


https://scholar.google.com/citations?view_op=view_citation&hl=en&user=0qZxZ4oAAAAJ&citation_for_view=0qZxZ4oAAAAJ:UebtZRa9Y70C
https://scholar.google.com/citations?view_op=view_citation&hl=en&user=0qZxZ4oAAAAJ&citation_for_view=0qZxZ4oAAAAJ:UebtZRa9Y70C
https://scholar.google.com/citations?view_op=view_citation&hl=en&user=0qZxZ4oAAAAJ&citation_for_view=0qZxZ4oAAAAJ:UebtZRa9Y70C

