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Abstract 

We present Raman spectroscopy of the polycrystalline Si and Ge films deposited 

by molecular beam deposition on a dielectric substrate. The Raman study has been 

made using lasers with different wavelengths. Structural properties of the poly-films 

have been studied by XRD and TEM. The Raman spectra are characterized by 

appearance of the additional wide peaks around 500 cm–1 and 290 cm–1 in the main 

vibrational bands of TO(c-Si) and TO(c-Ge) phonons, respectively. It is shown that 

these peaks correspond to scattering in grain boundary area. For the poly–Si films, 

both a downward shift and an asymmetrical broadening of the vibrational band of 

TO(c-Si) near 520 cm–1 are observed, whereas there is only a symmetric broadening 

in the spectra of poly-Ge. The Raman line shape has been modeled within the 

framework of the phonon confinement theory taking into account the sizes of 

coherent scattering domains obtained using XRD. The model includes a symmetrical 

band broadening observed in polycrystalline films. It is shown that confinement of 
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phonon propagation might be in the poly–Si films. The phonon dispersion and the 

density of phonon states have been simulated using density functional theory. It has 

been found that phonon confinement relates to grain boundaries rather than other 

extended defects such as twins (multiple twins, twin boundaries), the appearance of 

which does not lead to significant changes in phonon dispersion and density of 

phonon states. 
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1.Introduction 

The structural and optical properties of the polycrystalline Si (poly–Si) and Ge 

(poly–Ge) films grown by molecular beam epitaxy (MBE) have been investigated in 

the present work. In the Raman spectra of the poly–Si, a downward shift and an 

asymmetrical broadening of the TO-phonon band at 521 cm−1 have been observed. 

We have studied the possibility of the application of the phonon confinement model 

(PCM) to polycrystalline Si and Ge films bearing in mind that extended defects 

(grain boundaries, twins and etc.) might be considered as a reason of the phonon 

confinement and selection rule relaxation. PCM is a phenomenological model 

proposed by Richter [1] for description of Raman spectra of microcrystalline Si 

grown by the plasma transport method. It was based on the statement about the 

relaxation of the wave vector selection in small confinement domains in nanoscale 

structures. According to it, the effect of the phonon confinement is observed in 

spherical nanocrystals with sizes not exceeding ~10 nm. Then, this approach has 

been developed by Campbell and Fauchet [2] for nanocrystals with different shape 

(nanowires and thin layers) and despite of the application of an even stronger phonon 

confinement, the changes in the Raman curve are observed only for nanocrystals 

with size up to 3 nm. PCM has got an expansion in the works [3–11] and has been 

successfully applied in the description of Raman experimental data for the structures 

with quantum dots and nanowires [6,7,9,12–18] and quantum wells [19]. This model 

is particularly good at processing experimental data of samples with known 

nanocrystal sizes and their size distribution, and the understandable influence of 

temperature and elastic stresses. One of the main model concepts defining the 

Raman line shape is the confinement envelope function W(q) determining the 

phonon localization on the nanocrystal boundary and reducing the phonon amplitude 

outside the nanocrystal. A frequently used function is Gaussian W(q) = exp{–

(αr/L)2} as, e.g., in [14] (sometimes authors use a different type of notation in 

relation to the parameter α). For Si and Ge nanocrystals a different value of the 

parameter α is applied, which determines the length scale for phonon confinement, 
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so how quickly the phonon amplitude decreases towards the nanocrystal boundary 

[1,2,5,11,14,19–25]. The values of the parameter α proposed by Richter [1] and 

Campbell [2] might be considered as the extreme ones. The equation W(q) = exp(–

4r2/L2) proposed by Richter corresponds to “soft confinement” on the boundary. The 

equation W(q)=exp(–8π2r2/L2) suggested by Campbell and Fauchet describes a case 

of “rigid” phonon localization into the small central part of a nanocrystal. When 

considering the phonon localization conditions at the nanocrystal boundary, it is 

necessary to take into account the matrix, inside which nanocrystal is formed, the 

presence of an oxide shell or an interface with material having different composition 

or structure. Here, the presence of overlap of the phonon dispersion curves of the 

nanocrystal and matrix (shell, layer) have the great impact on phonons propagating. 

If an overlap takes place then phonons might propagate into the neighboring layer 

and phonon confinement is weak as, for example, in some A3B5 heterostructures 

[19]. The samples are polycrystalline in the present work, and, in general, do not 

contain domains with dimension suitable for PCM consideration because they are 

composed of the larger columnar grains than necessary to observe the phonon 

confinement in Raman spectra [1]. We have tried to apply the PCM considering 

phonon propagation under the condition of extended defects situated in grains and 

grain boundaries. We combined the structural researching by the X-ray diffraction 

(XRD) and transmission electron microscopy (TEM) with the Raman study using 

the lasers with different wavelengths. The poly–Si (poly–Ge) films were grown at 

different growth temperatures. Raman spectrum were simulated within the 

framework of PCM taking into account the broadening of the Raman spectrum of a 

polycrystalline film. We used density functional theory (DFT) to model phonon 

spectra for the structures containing several extended defects. 
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2. Sample preparation and experimental methods 

2.1. Preparation of samples 

The experimental samples were prepared by depositing poly–Si and poly–Ge 

layers on Si3N4/SiO2/Si (001) dielectric substrates. A detailed description of the used 

techniques of the sample production including preliminary chemical treatment of 

Si3N4/SiO2/Si (001) substrates can be found in our previous works [26,27]. Si and 

Ge films were deposited in ultra-high vacuum condition in an EVA 32 molecular 

beam epitaxy (MBE) chamber (Riber). After wet chemical treatment, the substrates 

were annealed at 600°C for 6 hours at pressure of less than 5×10-9 Torr in the 

preliminary annealing chamber. The MBE growth chamber was evacuated down to 

about 3×10-11 Torr before the processes; the pressure did not exceed 5×10-9 Torr 

during the Si or Ge deposition. The thicknesses of the Si layers were 2, 50 and 200 

nm and those of Ge films were 2, 50, 100 and 200 nm. The deposition rate was ~ 

0.25 Å/s. The film growth temperature was in the range from 400 to 650 °C. The 

growth temperature control was carried out using thermocouples graduated against 

an IMPAC IS12-Si infrared pyrometer (LumaSense Technologies). The residual 

atmosphere composition in the MBE growth chamber was monitored using an RGA-

200 residual gas analyzer (Stanford Research Systems). Other process details might 

be found in [26,27]. 

 

2.2. Experimental methods 

The main experimental methods were RHEED, XRD, TEM and Raman 

spectroscopy. 

RHEED images were acquired in situ during the deposition processes and after 

sample cooling to the room temperature. RHEED patterns were processed as those 

of polycrystalline silicon and germanium surfaces. A RH20 reflection RHEED tool 

(Staib Instruments) was used. 

Raman spectra were registered using an inVia Qontor spectrometer (Renishaw) 

in a backscattering geometry. The spectra recording was realized using vertically 
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polarized laser excitation at the wavelengths of 405, 532, 633 and 785 nm with the 

emission power of 15, 10, 8.5 and 5.4 mW, respectively, which were selected to 

avoid heating the sample during measurement. A diffraction grating with 1200 

gr/mm was used for 785-nm and 633-nm lasers and that with 2400 gr/mm was 

applied for 405-nm and 532-nm ones; a 50× objective was employed in all the 

experiments. Using lasers with several wavelengths enabled obtaining the 

information from different depths in the sample. The depth of laser radiation 

penetration in the polycrystalline films have been estimated using the optical 

constants of c-Si (c-Ge) and amorphous Si (α-Si) and Ge (α-Ge) [28,29]. The 

measurements were carried out at room temperature. Voigt, Pseudo-Voigt and Gauss 

functions were used for the peak analysis of Raman bands; c-Si, c-Ge and 

Si3N4/SiO2/Si (001) substrates were used as reference samples. 

X-ray diffraction measurements of the poly–Si films were carried out with a D2 

PHASER diffractometer (Bruker) in the ranges of diffraction angles 2θ = 10 to 60° 

with a step along the angle Δ(2θ) = 0.05° and a 100 μm wide collimator slit. The 

exposure at each point was 15 s. The radiation source was Cu Kα or Cu Kβ. The 

samples with poly–Ge films were measured using D8 Advance diffractometer 

(Bruker) in the range of diffraction angle 2θ = 10 to 120° with a step along the angle 

Δ(2θ) = 0.02 or 0.005°. The radiation source was Cu Kα. The coherent scattering 

domain size (D) was determined taking into account the instrumental broadening, 

which was found using reference Si and Ge samples. The influence of micro-stresses 

in the polycrystalline films on peak width was not considered. Thus, the calculated 

value of D is considered as the smallest coherent scattering domain. XRD spectra 

were fitted by Gaussian function. The ICDD PDF-2 database was used for peak 

identification.  

A Libra 200 FE HR TEM instrument (Carl Zeiss) was used for transmission 

electron microscopy. Samples for HR TEM were cut and then thinned in Ar+ plasma 

using a Model 1010 ion mill (E.A.Fischione Instruments) at an ion accelerating 

voltage of 4 kV. Some samples were examined using a JEM 2100 Plus (JEOL) 
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transmission electron microscope operating at 200 kV; these samples were prepared 

with a focused beam of Ga+ ion using a FEI Helios G4 CX scanning electron 

microscope (Thermo Fisher Scientific). In this case, the samples were coated with a 

protective layer of Pt, which is visible in the TEM images. 

 

3. Results and Discussion 

3.1. Structure of the polycrystalline Si and Ge layers 

3.1.1. Reflected high-energy electron diffraction 

Fig.1 and Fig.2 present RHEED images of the surface of the 2 nm, 50 nm and 

200 nm thick Si and Ge films grown at 500°C, respectively. All of them consist of 

diffuse Debye rings confirming that the Si and Ge films are polycrystalline. The radii 

of the rings correspond to the reciprocal interplanar distances (1/dhkl) in the lattices 

of silicon or germanium [30], which have the 𝐹𝐹𝐹𝐹3𝑚𝑚 (227) space group. In Fig.1(a) 

and Fig.2(a), the RHEED images are related to the thinnest samples comprising 2 nm 

thick films of Si and Ge, respectively. All rings are seen to be continuous, which 

means that crystalline grains forming the films are randomly oriented. In the pattern 

of the Si film (Fig.1(a)), broad intense reflexes are observed, so that neighboring 

rings overlap each other and cannot be resolved (see, e.g., the (422) and (333) pair). 

For the Ge film (Fig.2(a)), the rings are more intense and narrower than for the Si 

layer and adjacent reflexes are quite resolvable. The comparison of the 2 nm thick 

Si and Ge samples shows that the Ge films consist of larger grains at the initial 

growth stage than the Si layers do. It should be expected that poly–Ge film is entirely 

composed of larger grains than the poly–Si one. With an increase in the thickness of 

the Si film (Fig.1(b,c)), the rings become narrower and discontinuous ones appear 

corresponding to formation of coarser grains with a preferential growth orientation 

in the near surface domains. Similar scenario is observed for the Ge deposition 

(Fig.2(b,c)). The broken rings emerge with the increasing Ge film thickness as well; 

there is some narrowing of the lines but, as in Fig.1(b,c), neighboring rings could 

not be resolved either because of the strong background scattering. 
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Fig.1. RHEED patterns of the surface of a Si layer grown at 500°C; the film 

thicknesses are (a) 2, (b) 50 and (c) 200 nm. 

   
Fig.2. RHEED patterns of the surface of a Ge layer grown at 500°C; the film 

thicknesses are (a) 2, (b) 50 and (c) 200 nm. 
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Fig.3 X-ray diffraction patterns of the poly-Si (a) and poly-Ge (b) films; in panel (a), 

the thicknesses and deposition temperatures of the films are as follows: (1) 50 nm, 

500°C, (2) 200 nm, 500°C, (3) 200 nm, 650°C; in panel (b), they are (1) 50 nm, 

500°C, (2) 200 nm, 500°C, (3) 200 nm, 400°C; the curves are shifted for clarity. 

 

3.1.2. X-ray diffraction 

The XRD patterns measured in the poly–Si films are presented in Fig.3(a). The 

main diffraction peaks of this pattern are assigned to reflections from the (111), 

(200), (220) and (331) planes, that corresponds to the crystal orientations (111), 

(100), (110) and (331), respectively, with the strongest one being related to the 

reflection from the (200) plane of the Si (001) substrate, whereas the others being 

due to the reflections from the crystal planes of the poly–Si films. At the growth 

temperature of 500°C, with increasing film thickness, the preferential orientation of 

film grains changes from the (111) and (110) (curve 1) to (110) and (331) (curve 2). 

For films 200 nm thick, the intensity of the (111) diffraction peak increases with 

increasing film deposition temperature (curve 2 and curve 3). Thus, there is no single 

preferential orientation of crystallites in the poly–Si film and hence one should 
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expect a large number of incoherent grain boundaries (GB) there, especially in 

regions close the interface with the substrate. Such GBs usually result in distortion 

of the crystal lattice. The coherent scattering domains with the smallest sizes 

calculated using the Scherrer equation are about 26 nm for the 50 nm and 200 nm 

thick films grown at 500°C and about 30 nm for the 200 nm thick ones grown at 

650°C. These value are close for the (111) and (110) crystal orientations.  

Fig.3(b) shows the XRD patterns of the poly-Ge films that have been obtained 

with 2–2.5° tilt of samples to reduce the influence of the X-ray tube signals. The 

main diffraction peaks correspond to (111), (110) and (331) crystal orientations. In 

the samples grown at 500°C, with increasing poly–Ge film thickness from 50 to 

200 nm, the ratio of the intensities of the (111) and (220) diffraction peaks changes 

and the (220) one grows up (curve 1 and curve 2). Any preferential orientation of 

grains is absent in these samples. For the growth temperature of 400°C (curve 3), 

the diffraction peak (220) predominates. In the poly–Ge films, a noticeable 

difference in the sizes of coherent scattering domains is observed for [110] and [111] 

growth directions, since the growth rate is the highest in the [110] direction. For the 

samples grown at 500°C, a size ratio increases 1.5 to 2.2 times, as a thickness 

changes from 50 to 200 nm. The smallest value of D is observed for the (111) one; 

it is about 54 nm for the 50 and 100 nm thick poly–Ge films and about 83 nm for the 

200 nm thick ones grown at 500°C. In the 200-nm film deposited at 400°C, it is 

about 50 nm. The spectra of the poly–Ge films (curve 2 and curve 3 in Fig.3(b)) 

show a weak feature in the form of an additional diffraction peak placed next to the 

(111) one; this feature appears owing to the increase in the interplanar distance in 

the [111] direction in some domains [31]. We suppose that these domains might be 

formed at GBs. 

 

3.1.3. Transmission electron microscopy 

The structure of the poly–Si and poly–Ge layers have been explored using TEM.  
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STEM images of the 200 nm thick Si layers deposited at 450°C and 500°C are 

presented in Fig.4.1 In the poly–Si film grown at 450°C (Fig.4(a)), a transformation 

from the amorphous structure into polycrystalline one was observed when the 

growing film thickness of about 100 nm was reached. It can be seen in Fig.4(a) that 

as the thickness of the film increases grains growing from initially sparsely located 

nuclei become wider and form a polycrystalline film with a columnar structure. The 

RHEED pattern of the poly–Si film grown at 450°C was similar to that presented in 

Fig.1(b) for the 50 nm thick Si film grown at 500°C. The Si surface has noticeable 

undulation that allows us to estimate the lateral size of the grains near the film 

surface as exceeding 100 nm. The poly–Si film contains defects that are highly likely 

grain boundaries, stacking faults, and twins (multiple twins), which appear as slanted 

or vertical parallel lines running through the grain [33–35]. Tilt boundaries that are 

formed by stacking faults or a Σ3 with [110] rotation axis twin boundary (θ = 70.53°) 

in {111} planes with the lowest energy of formation [34,36] do not introduce any 

large bond distortions and are prevalent structural defects in contrast to twist 

boundaries [37].  

In the sample grown at 500°C, the polycrystalline columnar structure penetrates 

the entire film (Fig.4(b)). This poly–Si layer is more defective than that grown at 

450°C. At the poly–Si/Si3N4 interface, a large number of small grains (nuclei) 

simultaneously form. In the lower half of the film (Fig.4(b)), a gradual transition is 

observed from the structure with a large number of small grains to that composed of 

fewer grains of a larger size. In the near-surface area, the grain lateral sizes are about 

100 nm and less. In the poly–Si films grown at 650°C, these sizes exceed 150 nm 

(the TEM image is not shown).  

The columnar structure is also observed in the poly–Ge layers. TEM images of 

the samples grown at 400°C and 500°C are presented in Fig.5. In the both films, the 

most defective region is located near the poly–Ge/Si3N4 interface; some defects 

extend to the top of the layer, however. In the near-surface area, the grain lateral 

                                                
1 Additional TEM images of similar films can be found in Ref. [32]. 
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sizes grow with the film deposition temperature; they reach 100 nm at the growth 

temperature of 400°C (Fig.5(a)) and exceed 200 nm at 500°C (Fig.5(b)). As the 

growth temperature of the film increases, the surface of the layer becomes very 

rough and matte to the eye.  

The results of RHEED, XRD and TEM show that the most defective areas 

with incoherent grain boundaries are located in the region near the interface with the 

substrate. The grains with the largest lateral sizes are situated in near-surface 

domains and these sizes increase with the film growth temperature. The extended 

defects such as grain boundaries, twins (multiple twins, twin boundaries) and 

stacking faults formed in the poly-films might be considered as one of the reasons 

for the appearance of regions determined by means of XRD as coherent scattering 

domains. 

 

  
Fig.4. STEM images of the samples with the 200 nm thick Si films deposited at 

450°C (a) and 500°C (b); the numbers denote (1) SiO2, (2) Si3N4 and (3) the 

deposited Si film; the dark horizontal stripe in panel (a) is a layer of epoxy between 

two pieces of the same sample mounted symmetrically opposite each other on a 

holder. 
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Fig.5 TEM images of samples with the 200 nm thick Ge films deposited at 400°C 

(a) and 500°C (b); the numbers denote (1) poly–Ge and (2) Si3N4 layers; a protective 

layer of Pt deposited at room temperature before the sample was thinned is visible 

on the surface. 

 

3.2. Raman spectroscopy 

3.2.1. Polycrystalline Si  

Several samples with poly–Si films having different structural properties have 

been prepared for the study: (1) a 200 nm thick layer grown at 450°C (N1) (Fig.4(a)) 

composed of lower amorphous and upper polycrystalline parts; (2) entirely 

polycrystalline 200 nm thick (N2) and 50 nm thick (N3) films grown at 500°C 

(Fig.4(b)) and 200 nm thick one (N4) deposited at 650°C. The Raman spectra of all 

the samples contain a strong narrow vibrational band around 520 cm–1 assigned to 

the TO phonon of crystalline silicon (TO(c-Si)) but only the sample N1 exhibits a 

broad peak around 480 cm–1 associated with the TO phonons of α–Si [38]. The 

Raman spectra obtained at the sample N1 using different excitation lasers are 

depicted in Fig.6. The spectrum obtained using a 405-nm laser is related to the upper 

polycrystalline part of the film. The spectrum obtained using a 785-nm laser contains 

an additional 2TA-phonon peak characteristic of crystalline silicon. However, in the 

spectra obtained using 532-nm and 633-nm lasers, this peak is not clearly expressed. 

Thus, one can conclude that laser radiation with a wavelength of 785 nm passes 

through the deposited Si film in the sample N1 and the TO(c-Si) band is enhanced 

due to the contribution of the substrate.  
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Fig.6 Comparison of the Raman spectra of the 200 nm thick Si layer grown at 450°C 

(N1) for different wavelength of the exciting laser; the spectra are normalized to the 

maximum of the strongest band peaked at 520 cm–1. 

 

Fig.7(a) demonstrates the Raman band at ~520 cm–1 related to the polycrystalline 

part of the sample N1, recorded using a 405-nm laser, and a result of its analysis. 

This spectrum has been decomposed into three components: a strong vibrational 

band peaked at ~519 cm–1 (Peak 1) and broad weaker bands peaked around 518 cm–

1 (Peak 2) and 500 cm–1 (Peak 3) have been obtained. These peak components have 

been observed in the spectra of all the samples. Peak 1 best fits the Voigt function 

and its position is similar to that of the TO(c-Si) vibration band obtained for the 

Si3N4/SiO2/Si (001) substrate. Peak 2 and Peak 3 are best approximated by Gaussian 

profiles. We were unable to deconvolute the band at ~520 cm–1 into two components, 

i.e. combine Peak 1 and Peak 2 into one wide symmetrical peak. Therefore, for now 

we assume beforehand that these are two separate bands [39]. The analysis of Raman 

spectrum obtained using a 532-nm laser, the radiation of which penetrates the lower 

amorphous part of the N1 film, has revealed the same peaks as those shown in 
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Fig.7(a) and one additional broad peak around 475 cm–1 (Peak 4) corresponding to 

the TO(α–Si) vibrations (Fig.7(b)).  

 

 
Fig.7 Deconvolution of Raman spectra of the 200 nm thick Si layer grown at 450°C 

(N1) in the vicinity of the TO(c-Si) vibration band peaked at 520 cm–1; the c-Si 

spectrum relates to the Si3N4/SiO2/Si(001) substrate; the laser wavelengths are 405 
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(a) and 532 nm (b); the spectra are normalized to the maximum of the strongest peak 

at 520 cm–1. 

 

In Fig.8 the changes in normalized peak areas of the components determined for 

the spectra obtained using different lasers are depicted. The normalized peak areas 

have been calculated as SPeak N /(SPeak 1+SPeak 2+SPeak 3), where N = 1, 2 or 3. For all 

samples, a sharp increase in the area of Peak 1 was observed when using a laser with 

the wavelength of 785 nm, which is due to the strong influence of the substrate. In 

the Raman spectra of the samples N1, N2 and N3, Peak 1 displays similar 

parameters: its position practically coincides with that of the TO(c-Si); its full width 

at half maximum (FWHM) exceeds that in the reference sample by more than 1 cm-1. 

With increasing influence of light scattering in the substrate, Peak 1 narrows and its 

FWHM coincides with that of the TO(c-Si) band in the reference sample. As for 

Peak 3, its specific area increases with approaching to the poly–Si/substrate 

interface. It can be assumed that the intensity of Peak 3 is related to the structure of 

the film: grain boundaries and the interface with amorphous Si (in the sample N1). 

The area of Peak 2 is always greater than that of Peak 3 in the domains situated near 

the surface of the 200 nm thick films (the samples N1 and N2 at 405-nm laser 

excitation in Fig.8a), which are less defective (Fig.4). As the laser radiation 

penetrates deeper into the film, the Peak 2 specific area decreases. For the samples 

N2 and N3 with different thicknesses (Fig.8b), the SPeak 2/SPeak 3 area ratio is less in 

the case of the 50-nm poly–Si film than in the case of the 200-nm one due to greater 

structural disorder in the sample N3, which affects the intensity of Peak 3. 

Completely different results are observed for the sample N4 (Fig.8a).  

The Raman spectrum obtained using a 405-nm laser consists of two components: 

strong Peak 1 and almost vanishing Peak 3. The deconvolution of the Raman 

spectrum is presented in Fig.9. When using other lasers passing through the poly–Si 

film, Peak 2 again appears (Fig.8a). The Peak 1 FWMH exceeds that of the TO(c-

Si) band in the c-Si spectrum by more than 2 cm–1. With increasing scattering in the 
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substrate, FWHM of Peak 1 becomes smaller; however, the peak remains wider than 

that in the c-Si spectrum. The intensity of Peak 3 increases with increasing laser 

wavelength. We assume that Peak 2 is absent because the near-surface domains 

consist of larger grains than those deep in the film. 

 
Fig.8 The change in the specific areas of peak components calculated for the spectra 

obtained using different lasers: (a) the samples with the 200 nm thick poly–Si films 
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grown at 450 (N1), 500 (N2) and 650°C (N4); (b) the samples with the 200 nm (N2) 

and 50 nm (N3) thick poly–Si films grown at 500°C; notations in the figure are as 

follows: 450°C, 500°C and 650°C are the growth temperatures; 200 nm and 50 nm 

are the thicknesses of the poly–Si films; square symbols correspond to Peak 1, circles 

to Peak 2 and triangular to Peak 3; a value equal to zero means that this peak 

component is absent; the lines are given as a guide to the eye.  

 

 
Fig.9 Deconvolution of the Raman spectrum of the 200 nm thick Si layer grown at 

650°C (N4) in the vicinity of the TO(c-Si) vibration band peaked at 520 cm–1; the c-

Si spectrum is related to the Si3N4/SiO2/Si (001) substrate; the laser wavelength is 

405 nm; the spectrum is normalized to the maximum of the strongest component 

peaked at 520 cm–1. 

 

Thus, the Raman spectra of the poly–Si films have the vibrational band around 

520 cm-1 consisting of three components.  

The main conclusions are as follows. Firstly, the broad peak about 500 cm-1 

is attributed to severe structural disorder originating from GBs in the poly–Si film 
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or at the α-Si/poly–Si interface. This Raman peak has been presented in experimental 

studies [1,18,40–44] as well as computational investigations of twist GBs and an α–

Si/c-Si interface [45,46]. The peak area increases as the poly–Si/substrate interface 

is approached. According to Ref. [47], the distance, at which short-range order in 

the disturbed area of grain boarders is kept, might be estimated as ~1.2 nm. 

Secondly, there is a relationship between two neighboring peaks at 519 cm-1 (Peak 1) 

and 518 cm–1 (Peak 2). Peak 2 disappears if Peak 1 is strongly broadened. Thirdly, 

the intensities of Peak 2 and Peak 3 show similar behavior when changing the laser 

wavelength. We suppose that the bands at about 519 cm–1 (Peak 1) and 518 cm–1 

(Peak 2) could be treated as one asymmetrical peak in the phonon confinement 

model bearing in mind that GBs and extended defects might be considered as the 

reason for phonon confinement. 

 

3.2.2. Polycrystalline Ge 

Two sets of the samples were prepared. The first set comprised poly–Ge films 

with the thickness of 50 nm, 100 nm and 200 nm grown at 500°C on a 

Si3N4/SiO2/Si (001) substrate. The second one included samples with 200 nm thick 

poly–Ge film deposited at the temperature ranging from 400 to 600°C. All these 

films were entirely polycrystalline. Raman spectra have been obtained using 532, 

633 and 785-nm lasers.  

In the Raman spectra, regardless of the thickness of the sample grown at 500°C, 

the strongest vibrational band is peaked at 300 cm–1; it is assigned to a TO phonon 

band of crystalline germanium (TO(c-Ge)). The result of deconvolution of the 

vibrational band excited using a 633-nm laser for the sample with a 200 nm thick 

poly–Ge film is shown in Fig.10. It is composed of a strong narrow symmetrical 

peak at ~300 cm–1 (Peak 1) and a broad weak band near 290 cm–1 (Peak 2). Peak 1 

and Peak 2 are fitted by the Voigt and Gaussian functions, respectively. Within the 

measurement error, the position of Peak 1 coincides with that of the TO(c-Ge) in the 

reference sample [48,49]. FWHM of Peak 1 exceeds that of the TO(c-Ge) band by 
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more than ~1–1.5 cm–1. The change in the specific area of Peak 2 depending on the 

laser wavelength is shown in Fig.11. The radiation from all lasers passes through the 

50 nm thick poly–Ge film. (The penetration depth of the exciting laser radiation is 

estimated by the appearance of the TO(c-Si) band in the spectrum.) The radiation of 

both 633-nm and 785-nm lasers passes through the 100-nm film. Regarding 200 nm 

thick sample, only the radiation of a 785-nm laser penetrates the substrate. Owing to 

a small penetration depth of 532-nm laser light, the contribution of the surface to the 

Raman spectra obtained when excited by this radiation is significant. It is seen in 

Fig.11 that the specific area of Peak 2 increases in domains near the interface with 

the substrate. We assume that the vibrational band at ~290 cm–1 (Peak 2) may be 

associated with incoherent grain boundaries in poly–Ge [12,50] and have the same 

nature as the band at ~500 cm–1 in the Raman spectra of poly–Si (see Section 3.2.1).  

 

 
Fig.10 Result of the deconvolution of Raman spectra around the peak at 300 cm–1 of 

the sample with the 200 nm thick poly–Ge film grown at 500°C; the spectrum of c-

https://doi.org/10.26434/chemrxiv-2024-w4vgb ORCID: https://orcid.org/0000-0001-8236-0728 Content not peer-reviewed by ChemRxiv. License: CC BY-NC-ND 4.0

https://doi.org/10.26434/chemrxiv-2024-w4vgb
https://orcid.org/0000-0001-8236-0728
https://creativecommons.org/licenses/by-nc-nd/4.0/


 
21 

 

Ge is related to crystalline germanium; the spectra are normalized to the maximum 

of the strongest peak at 300 cm–1. 

 
Fig.11 Specific area of Peak 2 (~290 cm–1) in the spectra vs an exciting laser 

radiation wavelength; notations on the figure are as follows: squares correspond to 

the 200 nm thick poly–Ge film, circles to the 100 nm thick one and triangles to the 

50 nm thick one; the lines are given as a guide to the eye. 

 

The 200 nm thick poly–Ge films grown in the temperature range from 400 to 

600°C have different polycrystalline structure that follows from the results of the 

TEM study (Fig.5). Raman spectra obtained using the 785-nm laser radiation, the 

only one passing through all poly–Ge layers, are presented in Fig.12. An increase in 

the intensity ratio ITO(Ge)/ITO(Si) is observed with raising film deposition temperature 

(see the insert in Fig.12) that is connected with an improvement of poly–Ge structure 

i.e., with increasing order throughout the depth of the film, therefore, with a decrease 

in Rayleigh scattering of the exciting light and its deeper penetration into the film. 

The change in the specific area of Peak 2 depending on the film growth temperature 

is presented in Fig.13. The specific area of Peak 2 decreases in near-surface region 
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of the films, where column grains have a larger lateral size. The higher the film 

growth temperature, the smaller contribution of Peak 2 into the overall peak. These 

results support the above assumption that the vibration band peaked at ~290 cm–1 is 

associated with defects, the density of which is the largest near the interface between 

the poly–Ge film and the substrate. 

 

 
Fig.12 Raman spectra of the 200 nm thick poly–Ge films grown at the temperatures 

of 300°, 450°, 500° and 600°C; all the spectra have been acquired using a 785-nm 

laser and normalized to the TO(c-Si) peak intensity; the insert shows an intensity 

ratio ITO(Ge)/ITO(Si) as a function of the film deposition temperature. 
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Fig.13 Dependence of the specific area of Peak 2 on the film growth temperature; 

200 nm thick poly–Ge films deposited at 400, 450, 500 and 600°C; a specific area 

value of zero means that Peak 2 is absent from the band; the lines are given as a 

guide to the eye. 

 

3.2.3. Simulation of Raman intensity  

Raman intensity has been simulated in the framework of a spatial correlation 

model proposed by Richter [1] and modified by Campbell and Fauchet [2]. To model 

the Raman spectrum, it is necessary to determine the shape of the nanocrystals that 

make up the film. The structure of the obtained polycrystalline films cannot be 

considered as columnar since the condition of a strong difference between the 

diameter and length of the column is not met. For the sake of certainty, we adopt the 

spherical shape of the nanocrystals forming poly–Si and poly–Ge films. We assume 

that elastic stresses do not contribute to the position of peaks in the spectra. We also 

neglect the possible size distribution of crystallites, since it could not be determined. 

The Raman intensity is defined as [1,2] 
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𝐼𝐼(𝜔𝜔) = ∫
|𝐶𝐶(0,𝑞𝑞)|2

[𝜔𝜔−𝜔𝜔(𝑞𝑞)]2+�𝐺𝐺02 �
2 𝐹𝐹3𝑞𝑞,                                      (1) 

where C (0,q) is a Fourier coefficient of the confinement function, ω(q) is the 

phonon dispersion, q is the phonon momentum, G0 is the linewidth of the TO phonon 

band in the reference c-Si or c-Ge samples and reflects the phonon lifetime. The d3q 

is treated as ~q2dq for spherical nanocrystals [5,10]. In the c-Si and c-Ge reference 

samples, the Lorentzian curve shape of the TO(c-Si) or TO(c-Ge) bands have been 

observed only when using the 532 nm laser. In cases of the 405, 633 and 785-nm 

excitation sources, the curve shape has been fitted by the Pseudo-Voigt function (the 

linear combination of the Lorentzian and Gaussian functions) or the Voigt one. In 

Fig.S1(a) (Supporting Information), the Raman spectrum of the c-Si reference 

sample obtained using a 532-nm laser and fitted by the Lorentzian function is 

depicted. In Fig.S1(b) (Supporting Information), the Raman spectrum has been 

measured using a 405-nm laser and treated using different functions. The best results 

are observed using the Pseudo-Voigt and Voigt functions having an additional 

Gaussian component. The Voigt function best fits the spectra of samples, in which 

Peak 2 is absent in the TO band, such as those shown in Fig.9 and Fig.10. We believe 

that the expression (1) should be modified by replacing the Lorentzian function with 

the Pseudo-Voigt one in order to take into account the structural disorder in the 

polycrystalline films, leading to the broadening of the peaks, as well as a possible 

instrumental effect. 

𝐼𝐼(𝜔𝜔) = �  |𝐶𝐶(0, 𝑞𝑞)|2 �
2𝑘𝑘 𝐺𝐺L

𝜋𝜋(4[𝑤𝑤 − 𝑤𝑤(𝑞𝑞)]2 + 𝐺𝐺L2)

1

0

+ (1 − 𝑘𝑘)
√4𝑙𝑙𝑙𝑙2
√𝜋𝜋 𝐺𝐺G

exp �−
4𝑙𝑙𝑙𝑙2
𝐺𝐺G2

 [𝑤𝑤 − 𝑤𝑤(𝑞𝑞)]2�� 𝐹𝐹3𝑞𝑞 

                                                    (2) 

where GL and GG are the linewidths of the Lorentzian and Gaussian components, 

respectively, and k is a relative fraction. In the calculation, the value of GL was taken 

as constant one and equal to the GL value in the spectrum of the c–Si reference. 

https://doi.org/10.26434/chemrxiv-2024-w4vgb ORCID: https://orcid.org/0000-0001-8236-0728 Content not peer-reviewed by ChemRxiv. License: CC BY-NC-ND 4.0

https://doi.org/10.26434/chemrxiv-2024-w4vgb
https://orcid.org/0000-0001-8236-0728
https://creativecommons.org/licenses/by-nc-nd/4.0/


 
25 

 

The Si and Ge optical phonon dispersion curves are accepted as isotropic, LO 

and TO branches are taken as matching [7,18] and the dispersion relation of the TO 

phonon in the [100] direction is [51,52] 

𝜔𝜔(𝑞𝑞) = �𝐴𝐴 + 𝐵𝐵cos �𝜋𝜋𝑞𝑞
2
� + 𝑍𝑍,                                   (3) 

where Z is an adjustment parameter, arising from comparison with experimental 

curves, and q is in the range [0;1]. For the Si films, A = 1.714×105 and B = 1.000×105 

are used, and for the Ge films A = 0.69×105 and B = 0.195×105 [14,52]. 

The Fourier coefficient is [5,14,25] 

|𝐶𝐶(0, 𝑞𝑞)|2 = exp �− 1
2
�𝑞𝑞𝑞𝑞
𝛼𝛼𝛼𝛼 
�
2
�,                                       (4) 

where L is an average crystal domain size in polycrystalline film, a is the lattice 

constant (aSi = 0.54307 nm and aGe = 0.566 nm). The choice of the value of the 

parameter α is the main issue for spectrum modeling. In the classical works of 

Richter [1] and Campbell and Fauchet [2], it was √2 and 𝜋𝜋√8, respectively, that was 

determined by the confinement envelope function W(r, L) = exp{–(αr/L)2} (r is the 

radial coordinate), which was Gaussian. The using of other values of the parameter 

α was discussed in the works [1,2,5,11,14,19–25]. In all the cases, the parameter α 

was selected individually. Fig.S2 (Supporting Information) shows, how different 

values of the parameter α influence a peak shift and a line broadening. The 

calculation is carried out according to the equation (2) at L = 30 nm and k = 1 

(α = 4.2, found in the current work). As a result, the use of the parameter α = 𝜋𝜋√8 

[2] in the Si structures leads to such a peak shift and broadening of the spectrum that 

are not observed in our poly-Si films, and the spectrum simulated with α = √2 [1] 

coincides with that of c-Si (Fig.S2(a) (Supporting Information)). In the Ge 

nanostructures, there are less noticeable changes in these parameters than in the Si 

ones (Fig.S2(b) (Supporting Information)). Since the model is phenomenological, 

the difference between Si and Ge might be observed due to a (lattice constant) and 

w(q) parameters. We have calculated the parameter α using XRD data on the size of 
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coherent scattering domains D = 26 nm in poly–Si, the Raman spectrum of which is 

given in Fig.S3 (Supporting Information). This sample is the 50 nm thick poly–Si 

film grown at 500°C; its Raman spectrum has been obtained using a 405-nm laser, 

the radiation of which passes through the entire poly–Si film, but the contribution of 

the substrate is negligible. The asymmetric peak taken for fitting was obtained by 

summing Peak 1 and Peak 2. We have calculated that the parameter α = 4.2. Fig.S4 

(Supporting Information) presents the result of this simulation. For comparison, the 

peak of c-Si is depicted in the position corresponding to one of the curves simulated 

with L = 200 nm when any influence of the phonon confinement already disappears. 

In the poly–Si film, the peak position shifts down by ~1.9 cm-1 and FWHM increases 

by ~2.4 cm-1 relative to the TO(c-Si) peak (Fig.S4 (Supporting Information)). The 

Raman spectrum fitted using the simulated peak is presented in Fig.14. In the same 

way, we have treated the Raman spectra of the 200 nm thick poly–Si films grown at 

500°C and 650°C, obtained using a 633-nm laser, the radiation of which passes 

through almost the entire poly–Si film. In the first case (500°C), we obtained α = 4.2 

at L = 27 nm, while in the second case (650°C), α = 4.2 at L = 30 nm that 

corresponds to the XRD results in both cases. As a result, we have adopted the 

parameter α ~ 4.2 for further modeling. The values of L and α yielded by the 

simulation of the Raman spectrum and the value of D obtained from the XRD study 

are gathered in Table 1. The values of L and D become equal when the influence of 

the domains located near the poly–Si/substrate interface on Raman spectra is 

significant. In the near-surface regions, L values obtained by modeling for the 

200 nm thick films (at a 405-nm exciting laser) become larger, which correlates with 

the TEM results.  
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Fig.14 Deconvolution of the Raman spectrum with one asymmetrical peak 

(simulated curve in Fig.S4 (Supporting Information)) and one symmetrical peak 

(Peak 3 in Fig.S3 (Supporting Information)) of the 50 nm thick poly–Si film grown 

at 500°C (N3), a 405-nm laser; the spectrum is normalized to the maximum of the 

strongest peak at 520 cm–1. 

 

Table 1 Comparison of the parameters α and L obtained by modeling Raman 

spectra with the dimensions of coherent scattering domains (D) obtained by XRD. 

Sample 

Film growth 

temperature, 

°C 

Film 

thickness, 

nm 

Laser 

wavelength, 

nm 

Raman XRD 

α L, nm D, nm 

N1 450 200 405 4.2 36 
 

N1 450 200 532 4.2 36 

N3 500 50 405 4.2 26 26 

N2 500 200 405 4.2 27 

26 N2 500 200 532 4.2 28 

N2 500 200 633 4.2 27 
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N4 650 200 405 4.2 >70 

30 N4 650 200 532 4.2 28 

N4 650 200 633 4.2 30 

 

The Raman spectra of the poly–Ge films do not have any features connected 

with phonon confinement. Peak 1 is a broad symmetrical band and its position 

practically is not shifted relative to that of the TO(c-Ge) band in the reference c-Ge 

(Fig.10). We have found that the maximal values of the parameter α are in the range 

from 2 to 3 when Raman peaks are symmetrical for the value of L = D and the laser 

radiation passes through the poly–Ge film. In [53], in the Raman spectra of Ge 

nanowires with a core coated with an oxide shell with a diameter of 20 to 51 nm, an 

asymmetrical broadening without a downward shift was observed. Thus, we believe 

that the larger nanocrystal size is the reason for the lack of phonon confinement in 

the poly–Ge films, and a symmetrical broadening of the peak may be due to 

structural disorder reducing the phonon lifetime. 

Thus, in the model considered in Refs. [1,2], a low value of the parameter α 

suggests that the phonon is not confined within the nanocrystal and can propagate 

beyond the grain boundary, since the intragranular and intergranular regions consist 

of the same substance. The different structures of these domains (symmetry 

breaking, defects, etc.) affect the phonon wavelength and the Raman peak width. 

To evaluate the possibility of phonon propagation across twin grain 

boundaries, we have simulated phonon dispersion and density of phonon states 

(DOS) for structures with multiple Σ3 [110] twins. The simulation was performed 

using the CASTEP Density functional modeling (DFT) code [54] with GGA–PBE 

(Perdew–Burke–Ernzerhof) exchange correlation functional [55] and  a density-

functional perturbation theory and linear response approaches  [56]. The parameters 

are described in more detail in Supporting Information. Unit cells were cut from 

crystalline c-Si (c-Ge) with the diamond structure. Si reference sample was a c-Si 

unit cell cut by the (111) cleavage plane. The multiple twin structure was composed 
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of a sequence of Σ3 [110] twins (with the (111) boundary plane) that was made up 

of alternating c-Si unit cells of the (111) and (111) cleavage planes. They are 

depicted in Fig.S5 (Supporting Information).  

In Fig.S6 (Supporting Information), the first Brillouin zone of the supercell is 

shown. Fig.S7 and Fig.S8 (Supporting Information) demonstrate the results of 

modeling of phonon dispersion and phonon DOS. The densities of phonon states of 

these structures are depicted in Fig.15. It is seen that there is some discrepancy in 

the frequency range of optical phonons. In the multiple twin Si structure, the 

redistribution of density of phonon states is observed as the increase in DOS for 

phonons with lower wavenumbers around 400 cm–1 relating to the LO peak and the 

decrease in DOS of high-frequency phonons near 475 cm–1 relating to the TO peak 

(Fig.15(a)).  

In Fig.15(b), the results of modeling for Ge structures are depicted. In this 

case, curves of density of phonon states practically overlap. Therefore, one can 

suppose that the barrier to phonon propagation between the multiple twin structure 

and c-Si (c-Ge) should be insignificant. We have compared the results of our 

simulation with those presented in Refs. [45,57–61]. The DFT modeling of the Si 

and Ge structures containing twinning (one (111) twin separated by three atomic 

bilayers) is presented in [57]. The phonon DOS distributions of c-Si (c-Ge) and 

twinning structures did not differ in that article. The results of the molecular 

dynamics simulations (MD) of the structures with some twist and tilt grain 

boundaries and α-Si/c-Si interfaces can be found in Refs. [45,58,59]. The simulated 

vibrational densities of states (VDOS) corresponding to the inner crystalline 

structure of the grain and the domains of grain boundaries differ significantly. For 

the intragrain regions, VDOS is related to c-Si structure, however, in GB domains, 

VDOS has intermediate view between c-Si and α-Si. Phonons are localized inside 

the grains when intragrain region is α-Si or composed of twin GDs with high 

misorientation angles. It was shown in [60] that twin boundaries could scatter high-

frequency phonons.  
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The results of investigation of the phonon scattering carried out using a 

scanning transmission electron microscope (STEM) with electron energy loss 

spectroscopy (EELS) of Si containing symmetric Σ3 (111) and Σ9 (221) and 

asymmetric (111)|(115) grain boundaries are presented in Ref. [61]. The results of 

measurement of phonon DOS and MD DOS modeling for different regions of the 

polycrystalline Si were demonstrated in that article. It was shown that with an 

increase in the degree of disorder in the grain boundary region, decrease in the 

intensity of the optical phonon mode is observed. The authors of Ref. [61] associate 

these changes with a significant distortion of the bond angles. The Σ3 (111) grain 

boundary does not modify the phonon DOS, hence, our results do not contradict 

those ones. The Σ3 [110] does not introduce significant changes in the phonon DOS, 

therefore it has no significant influence on the Raman spectrum. Incoherent grain 

boundaries (intergrain area) having strong disordering in the Si (Ge) atom sites by 

analogy with α-Si or twin GDs with a high misorientation angles might result in 

redistribution of the phonon DOS that prevents their spreading beyond the grain. In 

Raman spectra, the appearance of the lower frequency peaks is observed as well as 

an asymmetrical broadening and a downward shift of the TO phonon band. If the 

grains are large enough and do not limit the phonon mean free path (MFP) then 

phonons are scattered by structural defects and the Raman spectrum broadens. This 

is what is observed in the poly–Ge films. 
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Fig.15 Simulated densities of phonon states for (a) c-Si and a multiple-twin Si 

structure and (b) for c-Ge and a multiple-twin Ge structure. 
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3.3. Conclusion 

The results of RHEED, ТЕМ, XRD and Raman spectroscopy studies of the 

polycrystalline Si and Ge films deposited on a dielectric Si3N4/SiO2/Si (001) 

substrates are presented in this work. It has been found that polycrystalline films 

have a columnar structure and consist of grains, the lateral size of which increases 

with increasing film thickness. Poly–Si films have been shown to be formed by 

grains of smaller size than poly–Ge ones. Since no preferential grain orientation was 

observed by XRD, this means that the film structure has a large number of incoherent 

grain boundaries, especially in the regions close to the interface with the substrate. 

In addition, in the intragranular region, there are other types of extended defects such 

as twins (multiple twins, twin boundaries). The Raman spectra of the films exhibit a 

number of features associated with their polycrystalline structure. The main 

vibrational bands of TO(c-Si) and TO(c-Ge) phonons around 520 and 300 cm–1 have 

additional broad weaker peaks around 500 and 290 cm–1, respectively, and changes 

in their intensities are due to severe structural disorder originating from GBs in the 

polycrystalline films and at the interface between the polycrystalline film and the 

substrate. Here, the scattering of radiation is similar to that in an amorphous material.  

In the Raman spectra of the poly–Si films, an asymmetrical broadening and a 

downward shift of the TO(c-Si) phonon band have been observed. This peak could 

be fitted by two components. The first one is a strong vibrational band peaked at 

~519 cm–1 and the second one is a broad weaker band around 518 cm–1. In the 

Raman spectra of the poly–Ge films, the TO(c-Ge) vibrational band shows only a 

symmetrical broadening and is fitted by a single peak. We believe that the downward 

shift and the asymmetrical broadening of the TO-phonon band at 520 cm−1 in poly–

Si may be associated with the phonon confinement. The source of the limitations is 

incoherent grain boundaries. We have modeled the Raman spectrum within the 

framework of the phonon confinement theory, taking into account the sizes of the 

coherent scattering domains estimated by the XRD method. The value of the 

parameter α, which determines the length scale for the phonon confinement in the 

https://doi.org/10.26434/chemrxiv-2024-w4vgb ORCID: https://orcid.org/0000-0001-8236-0728 Content not peer-reviewed by ChemRxiv. License: CC BY-NC-ND 4.0

https://doi.org/10.26434/chemrxiv-2024-w4vgb
https://orcid.org/0000-0001-8236-0728
https://creativecommons.org/licenses/by-nc-nd/4.0/


 
33 

 

confinement envelope function W(q) = exp{-(αr/L)2}, was determined to be 4.2, 

which corresponds to soft confinement of phonons at the nanocrystal boundary. We 

have simulated the DFT phonon dispersion and density of phonon states for a Si 

crystal consisting of multiple twins. The simulation results allow us to suggest that 

the barrier for phonon propagation between the multiple twin structure and c-Si 

should be insignificant. We suggest that symmetrical tilt twins could not be 

considered as the boundaries of the nanocrystal, in which the phonon confinement 

occurs.  

The phonon confinement is absent in the poly–Ge films that might be due to 

both the larger grain size and the lower frequency of the TO(c-Ge) phonon compared 

to the TO(c-Si) one, for which grain boundaries are not barriers. The symmetrical 

broadening is associated with the scattering of phonons by defects and disordered 

structure. A similar symmetrical broadening was observed in poly–Si films when 

using lasers penetrating into the near-surface region consisting of grains with large 

lateral sizes. 
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To study the effect of the laser wavelength on the shape of Raman scattering 

lines, the spectra of c–Si and c–Ge reference samples were recorded at various 

wavelengths of exciting laser radiation. Fig. S1 shows the experimental TO(c-Si) 

Raman band curves for 532 and 405-nm lasers. The Raman band obtained using a 

laser with a wavelength of 532 nm is best fitted by the Lorentzian profile with the 

coefficient of determination R2 = 0.99999.  

Another spectrum obtained using a 405-nm laser is fitted by: (1) the 

Lorentzian curve with R2 = 0.99254, (2) the pseudo Voigt one (a liner combination 

of the Lorentzian and Gaussian functions) with R2 = 0.99986 and (3) the Voigt one 

with R2 = 0.99996. The best fitting parameters are reached using the pseudo Voigt 

function and the Voigt function, which are almost identical, however. We attribute 

this result with a possible instrumental influence on the TO peak shape and consider 

that it can be taken into account by using the pseudo Voigt function instead of the 

Lorentzian one in the expression for the Raman intensity I(ω). This replacement 

obviously simplifies further computations compared to using the Voigt function. 
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Fig. S1 Experimental and simulated curves of the TO(c-Si) Raman band obtained 

using 532 (a) and 405-nm (b) lasers; in panel (a), experimental dots are fitted by the 

Lorentzian curve, while in panel (b), they are fitted by the Lorentzian function, the 

pseudo Voigt function (a linear combination of the Lorentzian and Gaussian curves) 

and the Voigt function. 
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Fig. S2 Changes in the peak shape, position and width for different values of α in (a) 

Si and (b) Ge films; L is an average size of crystal domains forming a polycrystalline 

film. 

In Fig. S2, the simulated Raman spectra are presented depending on the value 

of the parameter α at fixed L = 30 nm. The spectra are simulated as the Lorentzian 
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curves. There are noticeable differences in the downward shifts and asymmetrical 

broadening of the TO phonon band between Si and Ge samples. The changes are 

less pronounced in the Ge film than in the Si one. 

Fig. S3 presents the Raman spectrum of the 50 nm thick Si layers grown at 

500°C obtained using a 405-nm laser radiation. It is decomposed into three peaks: 

Peak 1, Peak 2 and Peak 3. The Peak 1 and Peak 2 components are combined into a 

single asymmetrical cumulative peak (Fig. S4). The simulated curve is a result of 

modeling of the Raman curve at L=26 nm. The calculated parameter α = 4.2. For 

comparison, the c–Si peak obtained using the pseudo Voigt function for fitting is 

depicted in the position corresponding to the curve simulated at L = 200 nm. 

 
Fig. S3 Deconvolution of the Raman spectra of the 50-nm thick Si layers grown at 

500°C (N3) in the vicinity of the TO(c-Si) vibration band peaked at 520 cm–1; the c-

Si spectrum is assigned to the Si3N4/SiO2/Si (001) substrate; the laser wavelength is 

405 nm; the spectrum is normalized to the maximum of the strongest peak at 

520 cm–1. 
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Fig. S4 Modeling of the Raman line shape of the peak composed of Peak 1 and 

Peak 2 components depicted in Fig. S3; the c-Si peak is that depicted in Fig. S1(b) 

(fitted using the pseudo Voigt function); its position corresponds to the curve 

simulated at L = 200 nm. 

Simulation of the phonon dispersion and the density of phonon states has been 

performed using the CASTEP Density functional modeling code (DFT) with GGA–

PBE (Perdew–Burke–Ernzerhof) exchange correlation functional [1] and norm 

conserving pseudopotential. Full geometric optimization has been Full geometric 

optimization has been carried out using Quality Fine set: energy was less than 1×10-

5 eV/atom and the maximum force on any atom was less than 0.03 eV/Å). The 

Monkhorst-Pack grid parameters were set 3×3×2 for the reference sample and 

2×2×1 for the structure with multiple twins. Cut off energy was 450 eV. Self-

consistence field (SCF) tolerance was 1×10-6 eV/atom (Fine).  
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Fig. S5 Supercell models of the c-Si (c-Ge) perfect crystal (a) (reference sample) 

and multiple twin structure (b); in panel (b), Tw is the (111) plane and a twin 

boundary.  
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Fig. S6 The first Brillouin zone (highlighted in gray); the path along highly 

symmetrical directions G–F–Q–Z–G in reciprocal space is presented as a blue line. 

 

For fully relaxed structures, we have computed the phonon dispersion and 

phonon DOS using a density-functional perturbation theory approach (linear 

response) [2] with 4×4×3 and 4×4×2 grids for the reference sample and the structure 

with multiple twins, respectively. Unit cells have been modelled from crystalline c-

Si (c-Ge) with the diamond structure. The reference Si (Ge) sample was c-Si (c-Ge) 

unit cell cut by the (111) cleavage plane. The multiple twin structure consisted of a 

sequence of Σ3 [110] twins that were made up of alternating c-Si (c-Ge) unit cells 

of the (111) and (1�1�1) cleavage planes. They are presented in detail in Fig. S5.  

Fig. S6 presents the first Brillouin zone of the modeled structures. The path is 

along high symmetrical directions G–F–Q–Z–G. Paths G–F and Q–Z are along 

<110> in the (111) twin boundary plane. F–Q and Z–G ones are along <111> 

directions.  

Fig. S7 and Fig. S8 present results of simulation of the phonon dispersion and 

phonon DOS for the Si and Ge structures, respectively. 
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Fig. S7 Results of modeling of the phonon dispersion and phonon DOS for c-Si (a) 

and the multiple twin Si structure (b). 
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Fig. S8 Results of modeling of the phonon dispersion and phonon DOS for c-Ge (a) 

and the multiple twin Ge structure (b). 

 

References 

1. J.P. Perdew, K. Burke, M. Ernzerhof, Phys. Rev. Lett. 1996, 77, 3865. 

2. K. Refson, P.R. Tulip, S.J. Clark, Phys. Rev. B 2006, 73, 155114. 

 

https://doi.org/10.26434/chemrxiv-2024-w4vgb ORCID: https://orcid.org/0000-0001-8236-0728 Content not peer-reviewed by ChemRxiv. License: CC BY-NC-ND 4.0

https://doi.org/10.26434/chemrxiv-2024-w4vgb
https://orcid.org/0000-0001-8236-0728
https://creativecommons.org/licenses/by-nc-nd/4.0/

	Arapkina_LV
	Effect of extended defects on phonon confinement in polycrystalline Si and Ge films
	Abstract
	Key words
	1.Introduction
	2. Sample preparation and experimental methods
	2.1. Preparation of samples
	2.2. Experimental methods
	3. Results and Discussion
	3.1. Structure of the polycrystalline Si and Ge layers
	3.1.1. Reflected high-energy electron diffraction
	3.1.2. X-ray diffraction
	3.1.3. Transmission electron microscopy
	3.2. Raman spectroscopy
	3.2.1. Polycrystalline Si
	3.2.2. Polycrystalline Ge
	3.2.3. Simulation of Raman intensity
	3.3. Conclusion
	Conflict of interest statement
	References

	Supplementary_Materials
	Effect of extended defects on phonon confinement  in polycrystalline Si and Ge films
	Supplementary Materials
	References



<<
  /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
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /CMYK
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments true
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 300
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages false
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 1200
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 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
  /CropGrayImages true
  /GrayImageMinResolution 300
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages false
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 1200
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages false
  /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
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages false
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages false
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /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 ()
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<

    /BGR <>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e9ad88d2891cf76845370524d53705237300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc9ad854c18cea76845370524d5370523786557406300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /DEU <>
    /ESP <>
    /ETI <>
    /FRA <>
    /GRE <>

    /HRV (Za stvaranje Adobe PDF dokumenata najpogodnijih za visokokvalitetni ispis prije tiskanja koristite ove postavke.  Stvoreni PDF dokumenti mogu se otvoriti Acrobat i Adobe Reader 5.0 i kasnijim verzijama.)
    /HUN <>
    /ITA <>
    /JPN <FEFF9ad854c18cea306a30d730ea30d730ec30b951fa529b7528002000410064006f0062006500200050004400460020658766f8306e4f5c6210306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103055308c305f0020005000440046002030d530a130a430eb306f3001004100630072006f0062006100740020304a30883073002000410064006f00620065002000520065006100640065007200200035002e003000204ee5964d3067958b304f30533068304c3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020ace0d488c9c80020c2dcd5d80020c778c1c4c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /LTH <>
    /LVI <>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor prepress-afdrukken van hoge kwaliteit. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /POL <>
    /PTB <>
    /RUM <>
    /SKY <>
    /SLV <>
    /SUO <>
    /SVE <>
    /TUR <>
    /UKR <>
    /ENU (Use these settings to create Adobe PDF documents best suited for high-quality prepress printing.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /RUS <>
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToCMYK
      /DestinationProfileName ()
      /DestinationProfileSelector /DocumentCMYK
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /DocumentCMYK
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice



<<
  /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
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /CMYK
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments true
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 300
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages false
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 1200
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 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
  /CropGrayImages true
  /GrayImageMinResolution 300
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages false
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 1200
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages false
  /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
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages false
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages false
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /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 ()
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<

    /BGR <>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e9ad88d2891cf76845370524d53705237300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc9ad854c18cea76845370524d5370523786557406300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /DEU <>
    /ESP <>
    /ETI <>
    /FRA <>
    /GRE <>

    /HRV (Za stvaranje Adobe PDF dokumenata najpogodnijih za visokokvalitetni ispis prije tiskanja koristite ove postavke.  Stvoreni PDF dokumenti mogu se otvoriti Acrobat i Adobe Reader 5.0 i kasnijim verzijama.)
    /HUN <>
    /ITA <>
    /JPN <FEFF9ad854c18cea306a30d730ea30d730ec30b951fa529b7528002000410064006f0062006500200050004400460020658766f8306e4f5c6210306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103055308c305f0020005000440046002030d530a130a430eb306f3001004100630072006f0062006100740020304a30883073002000410064006f00620065002000520065006100640065007200200035002e003000204ee5964d3067958b304f30533068304c3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020ace0d488c9c80020c2dcd5d80020c778c1c4c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /LTH <>
    /LVI <>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor prepress-afdrukken van hoge kwaliteit. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /POL <>
    /PTB <>
    /RUM <>
    /SKY <>
    /SLV <>
    /SUO <>
    /SVE <>
    /TUR <>
    /UKR <>
    /ENU (Use these settings to create Adobe PDF documents best suited for high-quality prepress printing.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /RUS <>
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToCMYK
      /DestinationProfileName ()
      /DestinationProfileSelector /DocumentCMYK
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /DocumentCMYK
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


