JOURNAL OF NANO- AND ELECTRONIC PHYSICS
Vol. 13 No 6, 06020(4pp) (2021)

JKYPHAJI HAHO- TA EJIEKTPOHHOI ®I3UKH
Tom 13 Ne 6, 06020(4cc) (2021)

Topological Analysis of the Effect of Annealing on the Grain-Boundary Structure

of Polysilicon Films
T.V. Rodionoval, P.M. Lytvyn2, Yu.A. Len!, S.P. Kulyk!

1 Taras Shevchenko National University of Kyiv, 64, Volodymyrska St., 01601 Kyiv, Ukraine
2 Institute of Semiconductor Physics of NASU, 41, Nauky Prosp., 03028 Kyiv, Ukraine

(Received 19 October 2021; revised manuscript received 04 December 2021; published online 20 December 2021)

The effect of annealing on the grain-boundary structure of phosphorus-doped silicon films obtained by
chemical vapor deposition was investigated by comparative analysis of atomic force microscopy data and
existing model concepts. It is shown that the decisive factor for the applicability of the topographic model is
the character of grain growth in the films. The model is applicable for annealing temperatures < 1000 °C,
at which normal grain growth is observed. In this temperature range, the distributions of different types of
grain boundaries in polysilicon films are symmetric with respect to growing and disappearing boundaries.
The structure of polysilicon films is equiaxed, there is no preferred orientation. At annealing temperatures
> 1000 °C, anomalous grain growth takes place in the films, and the distribution of the types of grain
boundaries indicates that the topological model is inapplicable in this temperature range. It can be
assumed that the differences in the ratios of growing and disappearing grain boundaries in polysilicon
films at different annealing temperatures are due to different mechanisms and driving forces of grain
growth during normal and abnormal growth. With normal grain growth, the driving force prevails, that is
caused by the difference in the density of dislocations in the adjacent grains. With abnormal grain growth,
the driving force prevails, that is due to the difference in the average surface energy of the grains, which

causes a sharp increase in the rate of grain growth.
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1. INTRODUCTION

One of the main elements of polycrystalline
materials is grain boundaries. Grain boundaries are of
great importance for controlling the properties of
materials that is due to their significant impact on
electrophysical, optical, mechanical and other properties,
which are important from the point of view of practical
applications [1-6]. Grain boundaries in polycrystals form
a system of internal surfaces connected by means of a
triple or multiple joints. Investigation of variations in
angles at the joints of grain boundaries can provide
information on the range of grain-boundary energy in a
polycrystal, and, consequently, on the level of stability
of the structure and stability of the material during
various technological treatments [7, 8].

Despite the large number of studies of structure in
materials, today there are many questions that relate
to the structure and structural-energy characteristics
of grain boundaries, as well as the kinetics of the
processes that occur with their participation. The
structural transformations of the grain-boundary
structure under conditions of heat treatment and other
technological influences are poorly studied.

The solution of such problems with real
experiments is currently quite difficult because it
requires research on the dynamics of the structure at
the atomic level. Therefore, it is effective to use
computer modeling methods that help to take into
account and control the parameters of the processes
that are being investigated with sufficient accuracy.
Recently, in addition to experimental studies, much
attention has been paid to the development of theories
and the creation of models for the evolution of the
grain-boundary structure of materials [9-12].
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Comparison of model concepts with experimental
data allows drawing conclusions about the mechanisms
of grain-boundary transformations and predicting
changes in the microstructure of materials and the
nature of the distribution of grain boundaries under
various influences. This helps to obtain materials with
desired properties.

Only one work is known in this direction for silicon
films [13]. In this work, a comparative analysis of the
characteristics of the grain-boundary structure of nano-
silicon films (film thickness 3-100 nm), experimentally
observed by atomic force microscopy, with the existing
model concepts is carried out. It was shown that the
topological model of structural changes can be used to
analyze the transformations of the grain-boundary
structure only for undoped nanosilicon films with an
equiaxed structure. For films with a fibrous structure,
the topological model is unacceptable due to the
presence in the films of a large number of multiple
grain boundary junctions and grain boundary faceting.
For silicon films of large thicknesses, such studies have
not been carried out.

In this work, we investigated the effect of annealing
on the grain-boundary structure of phosphorus-doped
silicon films by comparative analysis of atomic force
microscopy data and existing model concepts [11].

2. METHODS

Films of polycrystalline silicon were obtained by
chemical vapor deposition in a reduced pressure reactor.
The substrates were Si (100) wafers with a 100 nm
S10:2 layer. The deposition temperature was 630 °C, the
film thickness was 500 nm. The films were doped with
phosphorus by thermal diffusion (102! cm - 3).
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Annealing was carried out in an N2 atmosphere
in the temperature range 900-1150 °C for 30 min. As
shown in [14], films obtained and annealed under such
conditions have an equiaxed structure.

The grain-boundary structure of polysilicon films
was analyzed using AFM images.

To study the structure of the films by transmission
electron microscopy (TEM), the films were thinned in
the plane of the substrate by chemical etching in a
mixture of HF:HNO3 (1:5).

3. RESULTS AND DISCUSSION

For topographic analysis of the grain-boundary
structure of polysilicon films depending on the
annealing temperature, we used the AFM images
shown in Fig. 1. Several tens of grain boundaries of
each type were analyzed. The topographic analysis was
carried out within the framework of the model [11],
which is based on the assumptions that low-energy
boundaries have, on average, a larger area than high-
energy ones, and the probability of disappearing for a
high-energy boundary is greater than for a low-energy
one. For the analysis within the framework of this
model, we took into account such characteristics of the
grain-boundary structure of polysilicon films as the
configuration of the joints of grains and the value of the
angles between the boundaries at the joints. Changes
in these characteristics depending on the annealing
temperature were analyzed.
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Fig. 1 - AFM images of the surface of polysilicon films with-
out annealing (a) and annealed at temperatures of 900 °C (b)
and 1150 °C (c)

In the model [11], only triple joints of grain
boundaries are considered. It is believed that the
curvature of the boundary in a two-dimensional image of
the surface of the films is identified with the direction of
movement. Each boundary between triple joints of
grains is associated with four other boundaries (two in
each triple joint) and different configurations are
possible depending on the curvature of the boundaries
that are in contact. The classification of grain boundary
topologies, which is based on the curvature of
boundaries, is given in [11]. It is believed that in the case
when all four grain boundaries are concave, both triple
joints will move towards each other and the length of the
boundary between them will be reduced (shortening
boundary). If all four boundaries are convex, both triple
joints will move away from each other and the boundary
between them will increase in length (lengthening
boundary). Mixed configurations are possible when some
of the grain boundaries are concave, and some are
convex. All these grain boundaries can be classified as
disappearing, growing, or indeterminate, respectively
[11]. Fig. 2 illustrates the distributions of shortening,
lengthening and indeterminate types of grain boundaries
in polysilicon films annealed at various temperatures. It
can be seen that for unannealed films and films that are
annealed at a temperature of 900 °C, the ratios between
different types of grain boundaries are similar. The
relative number of growing boundaries is small for both
cases, but for a temperature of 900 °C it is slightly
higher. As is known [14, 15], at this annealing tem-
perature, grain growth in films occurs by coalescence.
With an increase in the annealing temperature up to
1150 °C, the relative number of lengthening and
indeterminate grain boundaries significantly decreases,
at the same time, the number of shortening grain
boundaries increases significantly. At this annealing
temperature, the mechanism of grain growth in films is
the migration of grain boundaries [14, 15]. Comparative
analysis of the data illustrated in Fig. 2 and the data on
studies of yttrium aluminum garnet (YAG) presented in
[11] shows that in the temperature range 630 °C (film
deposition temperature) — 900 °C (annealing tempera-
ture), the distributions of different types of grain
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boundaries both for polysilicon films and YAG [11] are
symmetrical with respect to shortening and lengthening
boundaries. The structure of polysilicon films is equiaxed,
there is no preferred orientation (i.e., grain orientation is
random). With an increase in the annealing temperature
up to 1150 °C, grains grow in polysilicon films and the
situation with the grain-boundary structure becomes
significantly different from that observed upon annealing
in YAG. As shown in [11], upon YAG annealing, grain
growth also occurs, as a result of which the grain-
boundary structure changes in such a way that the
symmetric distribution of grain boundaries transforms
into an asymmetric one. In this case, the number of
lengthening grain boundaries prevails in the annealed
samples. This is in full agreement with model concepts,
according to which grain growth is accompanied by a
decrease in the number of high-energy grain boundaries
and an increase in the number and length of low-energy
grain boundaries. As can be seen from Fig. 2¢, for poly-
crystalline silicon films, the distribution of types of grain
boundaries at an annealing temperature of 1150 °C
contradicts the model concepts.

It can be assumed that this difference is due to
different grain growth nature in different temperature
ranges. At annealing temperatures < 1000 °C, normal
grain growth takes place in polysilicon films, while at
higher annealing temperatures anomalous grain
growth is observed [15]. Fig. 3 shows electron micro-
scopic images of the structure of polysilicon films in the
plane of the substrate both before and after annealing
at temperatures that correspond to normal and
abnormal grain growth. The structure of polysilicon
films is equiaxed, there is no preferred orientation.
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Fig. 2 — Distributions of shortening, lengthening and indeter-
minate types of grain boundaries in polysilicon films depending
on the annealing temperature: a — unannealed films; b — 900 °C;
¢—1150 °C ((a) shows schematic images of the types of grain
boundaries and arrows indicate the directions of motion of the
joints of grain boundaries)

Fig. 3 - TEM images of the structure of polysilicon films before
annealing (a) and after annealing at temperatures of 900 °C (b)
and 1150 °C (c), corresponding to the interval of normal (b)
and anomalous (c) grain growth
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As shown in [14, 15], grain growth in polysilicon
films can be caused by the following driving forces:
1 — the driving force, which is associated with the
difference in the density of dislocations in different
grains; 2 — the driving force due to the differences in
grain size; 3 — the driving force that is associated with
the difference in average surface energy of the grains.
The first two driving forces are predominant during
normal grain growth. At the same time, the third
driving force prevails in the case of anomalous grain
growth during annealing at 1150 °C for a long time.
Since the growth rate of anomalous grains is much
higher than the growth rate of normal grains, it may
happen that as soon as the film structure becomes
columnar, the grain size exceeds the film thickness, the
difference in average surface energy causes a sharp
increase in the grain size and makes the topographic
model inapplicable.
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Tomorpadiunuii aHaJ/Ii3 BINIMBY BiJIIAJIOBAHHS HA 3€PHOIPAHUYHY CTPYKTYPY
HOJIIKPEeMHI€BUX IJIIBOK

T.B. Pomionosal, II.M. JIursun2, I0.A. Jlens!, C.II. Kymux!

1 Kuiscvruil HayionanvHull yrnieepcumem imeni Tapaca Ilesuenka, 8ysn. Bonodumupcora, 64/13,
01601 Kuis, Yxpaina

2 ITncmumym pizuku Hanienposionukie imeni B.€. Jlawrxapvosa HAH Ykpainu, npocnekm Hayku, 41,
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Bruns BignasmoBaHHS Ha 3epHOTPAHUYHY CTPYKTYPY JIETOBAHUX (pochopoM HMOTIKPEMHIEBHX ILIIBOK, III0
OTpUMAaHI METOZOM XIMIYHOIO OCA/sKeHHs 3 ra3oBoi ¢asm, OyJo IpoaHAasi30BAHO IIJISXOM IIPOBENEHHS
THOPIBHSIJIBHOTO AHAJII3Y JAHUX aTOMHOI CHJIOBOI MIKPOCKOIII Ta ICHYIOUMX MOJIEJIbHUX ysiBJeHb. [lokasaHo,
110 BUPINIATIFHUM (PAKTOPOM JIJIs 3aCTOCYBAHHS TOHOTrpadivHOI MO/IesIl € XapaKTep POCTy 3epeH B IUIIBKAX.
Mopgens 3acrocoBHa amsa Temiepatyp BimmasioBaHus < 1000 °C, mpu SKHX CIIOCTEPITAeThCS HOPMAJIBHUN
pict 3epeH. Posmomisu st pisHHX THINB TPAHUIL 3€PEH I MOJIKPEMHIEBUX ILIIBOK € CUMETPUYHUMU 110
BIJTHOIIIEHHIO J0 3POCTAIYMX Ta SHUKAKUMX TIpaHullb. CTpyKTypa MOJIKPEMHIEBHX ILIIBOK PIBHOOCHOBA,
mepeBaskHA opieHTraiis BimcyrHs. [lpm Temmeparypax BignamoBauHs > 1000 °C B miiBkax Mmae Miciie
aHOMAJIBHUI pPICT 3epeH, 1 PO3IOLII THIIB TPAHUIIH 3€PEeH CBIIYNTH, 10 B JAHOMY TEMIIEPATYPHOMY
1HTEPBAJIl TOIIOJIOTTYHA MOJIEJIh € HeIIPUUHATHOW. MOKHA IIPUIIYCTUTH, 10 BIAMIHHOCTI y CITIBBIJHOIIIEHHSIX
3pOCTAIOYMX TA 3HUKAIOYUX TIPAHUIL 3€peH B IIOJIKPEMHIEBUX IUIIBKAX IPH PI3HUX TeMIepaTypax
BIJITAJIIOBAHHS 00YMOBJIEH] PISHUMH MeXaHI3MaMM Ta PYIIIHHUMHU CHJIAMHU POCTY 3€PeH IPU HOPMAaJLHOMY
Ta aHoMasbHOMY pocTi. Ilpm HOpmaspHOMY pPOCTI 3epeH IepeBaskKHOI0 € PYIIifiHA cuiia, 0 00yMOBJIEHA
PIBHMIICI0 T'YCTHH IHUCJIOKAIIN B CyMIKHMX 3epHaxX. [Ipum aHOMAaJIbHOMY POCTI 3epeH IepeBaykae PYyIIiiHA
cmia, AKa O0yMOBJIEHA PISHUICI0 CEePeIHBOI IIOBEPXHEBOI eHeprii 3epeH, N0 HPHU3BOOWTEL OO0 PI3KOro
301/IBIIICHHS IIBUAKOCTI POCTY 3€PEH.

Kmiouosi cnosa: IlomikpeMuieBl IuriBKM, 3epHOrpaHMYHA

Tonosoriuamii aHaIi3.

cTpyKTypa, MexaHiaMu poCTy 3epeH,

06020-4


https://doi.org/10.3390/ijms20040976
https://doi.org/10.3390/ijms20040976
https://doi.org/10.1364/OE.25.032910
https://doi.org/10.1016/j.optmat.2016.10.060
https://doi.org/10.1016/j.tsf.2012.03.115
https://doi.org/10.1016/j.solmat.2011.04.039
https://doi.org/10.1016/j.solmat.2011.04.039
https://doi.org/10.1016/j.tsf.2007.12.065
https://doi.org/10.1016/j.tsf.2007.12.065
https://doi.org/10.1016/j.actamat.2007.08.023
https://doi.org/10.1103/PhysRevLett.91.026101
https://doi.org/10.1103/PhysRevLett.91.026101
https://doi.org/10.1038/s41598-019-42187-w
https://doi.org/10.1063/1.4913833
https://doi.org/10.1016/j.actamat.2008.08.062
https://doi.org/10.1023/A:1015832431826
https://doi.org/10.21272/jnep.8(4(2)).04084
https://doi.org/10.21272/jnep.8(4(2)).04084
https://doi.org/10.1002/pssa.2211230208
https://doi.org/10.1002/pssa.2211230208
https://doi.org/10.1016/S0022-0248(96)00476-9
https://doi.org/10.1016/S0022-0248(96)00476-9

