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Double-frequency properties of In:LiNbOj; crystals
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1 mol%, 2 mol%, 3 mol%, 4 mol% and 5 mol% In*" doped LiNbOjs crystals were grown by the Czochralski
method, respectively. Oxidized treatment of some crystals was carried out. The infrared transmission spectra
and photo-damage resistance of the samples were measured. The results showed that the OH™ absorption
peaks of In(3mol%):LiNbOs, In(4mol%):LiNbO; and In(5mol%):LiNbOs crystals were located at about 3508
cm’™!, while those of In(1mol%):LiNbO; and In(2mol%):LiNbO; crystals were located at about 3484cm™.
When the doped In*" concentration reached its threshold in LiNbO; crystal, photo-damage resistance of
In:LiNbOj; crystals was two orders of magnitude higher than that of pure LiNbO; crystal. The experimental
results of the second harmonic generation (SHG) showed that the phase matching temperatures of In:LiNbO;
crystals were lower than those of Zn:LiNbO; and Mg:LiNbO; crystals and the SHG efficiency reached 38%.
Oxidization treatment was also found to make the dark trace resistance of crystals increase.
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1 Introduction

Lithium Niobate (LiNbOj;) single crystal has excellent nonlinear optical properties, but its optical damage
resistance is low [1, 2]. To improve the properties, different photo-damage-resistant impurities, i.e. Mg®", Zn**
or In*" ions, were doped in LiNbO; crystals. A small quantity of In*" can significantly improve the photo-
damage resistance of Lithium Niobate, whereas by doping Zn*" or Mg®* to improve its photo-damage
resistance, much larger quantity of Zn*" or Mg>" was needed. When the doped In** reaches its threshold
concentration, the photo-damage resistance of In:LiNbOj; crystal is two orders of magnitude higher than that of
undoped LiNbO; crystal, meanwhile the absorption peak of the infrared spectra shifts to 3484 cm™ | for
undoped LiNbOjs crystals, it is at 3508 cm™ [3,4]. And the phase matching temperature is also lower than those
of Zn:LiNbO; and Mg:LiNbO; crystals [5, 6]. In this paper, we present the experimental results on LiNbO;
crystals with different concentrations of In ions. Their photo-damage resistance and SHG were measured, and
the creating mechanism of dark trace was discussed.

2 Experiments

2.1 Crystals growth and sample preparation

In (1mol%):LiNbO; (1#), In (2mol%):LiNbO;(2#), In: (3mol%):LiNbO;(3#), In (4mol%):LiNbO;(4#) and In
(5mol1%):LiNbO;(5#) crystals were grown along the c-axis by the Czochralski technique using an intermediate-
frequency heating furnace. The melt composition was Li/Nb=48.6/51.4. The concentration of In,O; was 0.5, 1,
1.5, 2 and 2.5 mol% in the melts, respectively. The pulling rate of crystals was 1-2 mm/h and the rotation rate
was about 20 rpm. The grown crystals were all about @30mmx30mm. After growth, the crystals were annealed
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to room temperature at a rate of 80K/h. The crystals were poled at 1200°C, and the poling current was 5
mA/cm’. Then the crystals were cut into plates with 8x8x3(axcxb) mm’® perpendicular to y-axis of the crystals
and polished on both sides using SiC powders and diamond paste. Some plates were oxidized at 1100°C for
10 h.

2.2 Infrared transmission spectra

The infrared transmission spectra of 1#, 3#, 5# in the range of 3400- 3600 cm’' were obtained with a Fourier IR
Spectrometer. Infrared transmission spectra of the samples are shown in Figure 1.
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Fig. 1 Infrared transmission spectra of samples Fig. 2 Experimental setup for SHG measurement.
doped with different In ion concentrations. 1: Laser, 2: Beam splitter, 3: Heater, 4: Sample,

5: Temperature controller, 6: 1.06pm reflective mirror,
7: Green glass, 8: 0.53pum interference light filter,
9: Energy detector, 10: Galvanometer.

2.3 Photo-damage resistance

The photo-damage resistance of In:LiNbO; crystals was measured by the transmission facular distortion
method. That is, using focused laser beams irradiate the crystal, then cast the transmission laser beam to an
observing screen, compare with the facular shape of the laser beam after the laser passes through and before it
passes through the crystal and determine the photo-damage resistance. Taking the laser with the wavelength
488 nm as the light source, the laser power intensity which induces the distortion of the facular passing through
the crystal is defined as the photo-damage resistance (R) of the crystal. The results were shown in table 1.

Table 1 Photo-damage resistance of crystals.

Crystal R(w/em®) Tom(°C) (%)

1# 7.2x10% 24 23
24 3.3x10° 37 31
3# 7.8%10* 49 38
4# 4.6x10* 53 34
5# 42x10* 68 31

2.4 Second harmonic generation (SHG)

The experimental set-up [9] for the second harmonic generation measurement is shown in figure 2. A Nd:YAG
laser with an output wavelength of 1.06pm and a nominal pulse width of 11.5 ns was employed. The front and
back faces of samples were plated with reflection reducing coatings with wavelength of 1.06 pm and 0.53pm,
respectively. The 2 mm long sample was placed in a small furnace with a precise temperature controller. The
phase matching temperature 7, was achieved by adjusting the temperature to make the SHG energy reach its
maximum value. The SHG efficiency () was defined as the energy ratio of the SHG beam peak value to that
of the fundamental beam. The measuring results of 7, and # were also shown in Table 1.

© 2005 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim



686 Rui Wang et al.: Double-frequency properties of In:LiNbOj; crystals

When the crystal was illuminated by a laser with single pulse, the dependence of the SHG efficiency (1) on
power intensity of the incident light is shown in Fig. 3.
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2.5 Occurrence of dark trace

In the process of SHG, if the LiNbO; crystal was illuminated by a strong laser beam, there was a broad
absorption band covering all visible light ranges, which is called the dark trace in the crystal. The dark trace
will result in increase of the absorption of the double-frequency light and decrease of the SHG efficiency (7).
In order to find the relationship of the dark trace between the ground-frequency light and double-frequency
light, we used the Nd:YAG pulse laser with 1064nm wavelength to illuminate the crystal for a long time, but
the dark trace was not observed. When the Nd:YAG pulse laser with 532nm wavelength was used to illuminate
the crystal, the dark trace appeared in the crystal. But after stopping illuminating a few hours, the dark trace
diminished.

3 Results and discussion

From Figure 1, it can be seen that the OH vibration absorption peak of 1# sample is located at 3484cm™, while
those of 3# and 5# are located at 3508 cm™. It is due to that the concentration of In’" in 1# is below its
threshold concentration, the In®" ions occupy the antisite Nb (NbLi)4+ sites or the Li" vacancies sites. The
vibration of OH’ is still the same as in a pure LiNbO; crystal. While In*" ions in 3# and 5# are above the
threshold concentration, the additional In*" ions begin to occupy the Nb-sites, so the OH vibration absorption
peaks of 3# and 5# shift to 3508cm.

The photo-damage resistance of 3# is two orders of magnitude higher than that of 1#. When In*" in the
LiNbO; exceeds its threshold concentration, In>" ions replace all (NbLi)4+ and some of In ions enter the Nb-sites
and form (Inyp)". The electron-capturing ability of (Iny,) " is greatly decreased, so the photo-refractive effect of
crystal decreases and the photo-damage resistance increases.

The measured phase match temperature T, of SHG is 49°C, which is lower than those of Mg:LiNbO; and
Zn:LiNbOj; crystals. Figure 3 shows the dependency of SHG efficiency (1) on the input laser power intensity.
When the power intensity is lower, the SHG efficiency increases with the power intensity increasing. When
power intensity reaches 30 mW/cm?, the SHG efficiencies (i) reach the maximum values. For 3# (oxidization
treatment), the maximum SHG efficiency is 35.5%, while the maximum SHG efficiency of 3# (as-grown) is
32%. And the efficiencies begin to decrease with power intensity increasing, dark traces occur in the crystals.
The dark trace resistance of oxidized In (3mol%): LiNbOj is higher than that of as-grown In (3mol%): LiNbO;
crystal. This is because that there are Li" vacancies and O vacancies (V,, V,, ) in LiNbO; [8-10]. Li" vacancies
release cavities, which are captured by O vacancies. The absorption peaks of V, and V, capturing cavities are
at 400nm and 520nm, respectively. The number of V, and V, in oxidized LiNbOj; crystal is less than that in as-
grow LiNbO; crystals. When 532 nm laser illuminates the crystal, only a small number of cavities are captured
by the O vacancies. So the dark trace in the oxidized In (3mol%): LiNbOs; crystal is weaker and the SHG
efficiency is higher.

4 Conclusions

In this paper, different In:LiNbO; crystals were grown using the Czochralski method. Through the
measurements, it was found that the OH™ vibration absorption peaks of In(3mol%):LiNbO; and In
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(5mol%):LiNbOs crystals are all located at 3508cm™, and the threshold concentration of In®" in LiNbO; crystal
was found below 3 mol%. The photo-damage resistance of the crystals is two orders magnitude higher than
that of In (1mol%):LiNbO; crystal, whose quantity of In*" is below the threshold. The SHG efficiency ( ) of
oxidized In (3mol%): LiNbO; crystal is higher than that of as-grown In(3mol%):LiNbO; crystals. And we also
found that the occurrence of dark trace is a cooperative result of Li" vacancies and O vacancies.

Acknowledgements The work was supported by the National Key Projects of Fundamental Research of China
(G19990390) and National Advanced Technology Program of China (863-7150010100), and the National Natural Science
Foundation (50232030 and 10172030), and the Natural Science Foundation of Heilongjiang Province (A0203).

— e ———
01N N AW —
[l S Il el Y R

—
O
—

[10]

References

Y. Furukawa, M. Sato, F. Nitanda, and K. Ato., J. Cryst. Growth 99, 832 (1990).

M. N. Armenise, C. Canali, M. De Sario, and E. Zanoni., Mater. Chem. Phys. 9, 267 (1983).

Q. Zhong, J. Jian, and Z. Wu, 11th International Quantum Electronics conference, IEEE Cat. No. 80, 631 (1980).
Y. Kong and J. Deng, Phys. Lett. A. 196, 128 (1994).

T. R. Volk, V. I. Pryalkin, and N. M. Rubinina, Opt Lett. 15, 996 (1990).

A. Carcia-Cabanes, J. A. Sanz-Carcia, and J. M. Cabrera. Phys. Rev. B 37, 6085 (1988).

X. Zhen, R. Wang, L. Qiang, and L. Zhao, High Technology Letters 7, 95(2001). (in Chinese).

J. G. Marques, A. Kling, J. C. Soares, L. Rebouta, M. F. da Silva, E. Dieguez, and F. Agullo-Lopez, NIM B. 136—
138, 431(1998).

C. Prieto, Opt. Mater. 12, 135 (1999).

G. M. Salley, S. A. Basun, A. A. Kaplyanskii, R. S. Meltzer, K. Polgar, and U. Happek, J. Lumin. 87-89, 1133
(2000).

© 2005 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Dot Gain 20%)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /SyntheticBoldness 1.00
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveEPSInfo true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile ()
  /PDFXOutputCondition ()
  /PDFXRegistryName (http://www.color.org)
  /PDFXTrapped /Unknown

  /Description <<
    /ENU (Use these settings to create PDF documents with higher image resolution for high quality pre-press printing. The PDF documents can be opened with Acrobat and Reader 5.0 and later. These settings require font embedding.)
    /JPN <FEFF3053306e8a2d5b9a306f30019ad889e350cf5ea6753b50cf3092542b308030d730ea30d730ec30b9537052377528306e00200050004400460020658766f830924f5c62103059308b3068304d306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103057305f00200050004400460020658766f8306f0020004100630072006f0062006100740020304a30883073002000520065006100640065007200200035002e003000204ee5964d30678868793a3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /FRA <>
    /DEU <>
    /PTB <>
    /DAN <>
    /NLD <>
    /ESP <>
    /SUO <>
    /ITA <>
    /NOR <>
    /SVE <>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


