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MODELLING OF MECHANISM OF STRUCTURE FORMATION
BY NON-EQUILIBRIUM COOLING

MOJEJIIOBAHHSA MEXAHI3MY CTPYKTYPOYTBOPEHHS ITPU
HEPIBHOBA’KHOMY OXOJIOJKEHHI

The article presents the result of computer modeling of structure formation nano- and mi-
: o o . . 5 12 -
crocrystalline states on non-equilibrium crystallization with cooling from 10° to 10°° K/s. The given
computer modeling makes it possible to predict the formation of structures in metastable states.
Keywords: amorphous and X-ray amorphous states, supercooling, thermal stability,
cooling rate.
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Poznin 2. MonentoBanHs Ta ONTUMi3allisl B TEXHOJIOT1] KOHCTPYKIIHHUX MaTepiasiB 131

Cyuacni (yHKYIOHANbHI HAHO- T MIKDOKPUCMANIYHI MAMePiany Ompumyoms 8 yMoeax Hepie-
HOBAHCHOI KpUCManisayii 3i weuoKkicmio oxonooxcenns 6io 10° (splat — cooling) 0o 10" K/c (capmy-
8aHHs 3 Naponodionoeo cmany). Hepienosasicna kpucmanizayis npuzeooums 00 QOpMYSaHHs HUKU
MEMAcmabinbHUX CIMAHIB: CUTLHO NepecUteHux meepoux po3uunie npoMiicHux ¢as, amop@uux i Ha-
HOKpucmaniynux cmpykmyp. Ipupoouo, wo 3a yux ymoe HepiGHOBANCHO20 0XON00NHCEHHS Y CIPYKMY-
PHOMY § (hazoeomy cknadi 8i00y8arOmvbcs Cymmesi 3MiHU, KI 00YMO8II0I0Mb HA0ALI (I3UUHI 61acmu-
eocmi 3paskie. Ilepw 3a 6ce ye cmocyemvpcsi NOYAMKOBUX CMAOill KpUCManizayii, o cynposooicy-
€MbCS YMBOPEHHAM i 2YCIMUHOIO NEPEUHHUX 3aPOOKI8, AKI HA0ALi OPMYIOMb OCIAMOYHY CIMPYKMYpPY
3paskie. Tomy eusHauenHs 001i 3aKPUCMANI308aAH020 00'€MY OJisl PISHUX WUBUOKOCHEN 0X0N00MHCEHHS €
AKMyanbHOW HAYKOBO-MEXHIUHOW 3a0auero. Memoio cmammi € 00Ci0NCeHHs 6NAUBY HEPIGHOBANCHUX
weuoKocmell Kpucmanizayii Ha UBHAYEHHS GeTUHUHY 3AKPUCATI308aH020 00'emy. YV pobomi i3 3a-
CMOCY8AHHAM MENIOPIZUYHUX napamempie KpUcmanizayii noxazamo, wjo ob'em 3akpucmanizosanoi
PeuosuUnU 3MIHIOEMbCA AK Yepe3 HOGI Kpucmanu, max i uepe3 npupicm o6'emy “cmapux” Kpucmanie.
3a ompumanumu po3paxyHkamu 8CTMAHO8IeHO 3 MUnu KpUSUX 0X0L00HCeHHS. 3anponoHosana mooensb
00360/15€ GIOPI3HAMU PEHOBUHU, AKI NPU BEIUKUX WUBUOKOCHAX OXOJIOONCEHHSI KPUCMANIZVIOMbCs 8
amMop@HOMY Ma PeHMEeHOAMOPPHOMY CIMAHAX, a4 MAKONC 0COOIUBOCHI IX NOOANLULOL Kpucmanizayii.
Ilokazano, wo y cniagax i Yucmux Memanax npoyec 3a2apmy8aHHs Hpoxooums 5K 3a PisHUMU MUna-
MU HepIBHOBAJICHOI Kpucmanizayii, max i 3a pi3HuUM Npoyecom QOpMYBaAHHAM 2YCMUHU NePEUHHUX
3apookie. Haoani ooyinbHo dociioumu 6niue po3mipie MAaiux 3pasKie Ha memnepamypy niaeieHHs
ma 0cobausocmi ix wWeuUOKoi Kpucmanizayii.

Knrwowuosi cnosa: amopgnuii i penmeenoamop@uuil cmanu, NePeoxo00NCeHHs, MePMiyHa
CcmiuKicms, WEUOKICINb 0XON00HCEHHAL.

Problem’s Formulation

Rapid quenching (splat cooling) of alloys from the melt could form completely extended
solid solutions, new metastable crystalline phases and amorphous solid phases [1]. These effects
were attributable to the high cooling rates (>10° K/s). Crystallization under nonequilibrium con-
ditions will obviously be accompanied by a change in the structural characteristics of the alloys,
which, in turn, depend on the initial stages of crystallization, namely, on the number and size of
the emerging primary crystals in the liquid matrix. During the crystallization of small volumes,
when the size of the critical nucleus is close to the size of the sample, the temperature at the be-
ginning of crystallization will coincide with the temperature of the first nucleus. In the case of
significant supercooling, the process of transition of the liquid to the amorphous state takes place
in the temperature range, and the temperature of amorphization is taken to be the temperature at
which the coefficients of the properties characteristic of the substance in the liquid and amorph-
ous state are equal. The temperature of the beginning of crystallization depends on the conditions
of crystallization of the volume of the liquid sample and the physical properties of the substance.
There is a critical cooling rate for each volume when crystal nucleation is no longer observed, and
amorphization of the metal takes place. That is, with an increase in the cooling rate for liquid
clusters of different volumes, the crystallization temperature decreases, supercooling increases,
and the cooling rate has the greatest effect [1, 2].

Analysis of recent research and publication

In the scientific literature, much attention is paid to studies of the behavior and processes
of changing the size of already crystallized particles during heat treatments of amorphous and
nanocrystalline samples, without comparing them with the features of the initial nucleation of
nuclei depending on the rate of nonequilibrium crystallization and the thermodynamic parameters
of the elements [2—10].

Formulation of the study purpose

The research aimed to determine the fraction of the crystallized volume under specific
conditions of the crystallization rate from several 10° to 10'" K/s, which will determine the fea-
tures of the formation of the final structure. For this purpose, we will analyze from a thermo-
kinetic point of view the processes during nonequilibrium crystallization.
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Presenting the main material

Consider a drop with a volume of V,,,,, which cools at a rate of v.,,. In the temperature inter-
val (T; — T;), where T is the temperature at the beginning of crystallization, and the entire volume of
the drop is occupied by the melt. And after some time At after the melt reaches the temperature 77, a
part of its volume (V) crystallizes. At the first moment, the growth of the solid phase takes place due
to the appearance of new crystals, and then — due to the growth of previously formed crystals and the
appearance of new ones in the residual volume of the liquid: V;= V' — V.. Over time At the radius of the
spherical crystal (R) increases: u(7;)At, where u(7;) is the growth rate of the crystal at temperature 7.
Change in the volume of the solid phase due to the crystallized 7; portion of the melt over time A¢ con-
sists of:

4 4
AV =V, -V, = gﬂ(RH +u(T, A1)’ — E”R’”} ;

at Ar—0
AV =47R*u(T,)At .

That is, the volume of the drop increases due to its surface points, the number of which is pro-
portional to the surface area. It can be assumed that the surface of the solid phase is formed by the
surfaces of all existing crystals at that time. However, as a result of their collisions, the growth of sev-
eral points will be blocked. Thus the number of surface points that are capable of growth is propor-
tional to the part of the melt (1-X). Then the increase of the crystalline phase over time A¢ in parts of
the volume of the drop will be:

AX(T) = S(T,)u(T,)At
and the radius of the crystal and its surface, which are formed at different crystallization temperatures,
can be found according to the following formulas:

n

> (R(T)+ 3T, Ar);

i=1

42[(R(T) + Y (T AT

The number of crystals that are formed at a temperature 7; per time At is:
AN(T)=1(T)V -V,)At = AN(T,) =1(T, )V (1-X))At.

Then the total surface area of the crystals at the temperature 7, will be equal to:
S =4n) I(T)A-XT)AMR(T) + Y (THANT
i=1 Jj=1
and volume growth over time At is:

AV, =[F Y 1)Y= X (T)ALR(T) + Y (T A 1= X (T, (T, At +

+§;;V1(T,1)-[1—X(Tn1)]A1R3(Tn)
AX(T,) <[ 1T = X (T DAHR(E) + 3 u(T)A) (T {1 - X (T, )} +
+§7r[(Tn)(l—X (T, AR (T,)

X(T,)=X(T,,)+AX(T,).
The temperature change of the drop due to the crystallization of part of the substance AX is
calculated according to the formula:
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dX s
dT qz - CP l9cryst
dt  —,/X+c¢,’(1-X)
where: dX/dt is the crystallization rate; d7/d¢ is the change rate of temperature liquid state; cpl, ¢, are
atomic heat capacity of liquid and solid states, respectively.
At the temperature of the beginning of crystallization (7)), the part of the volume that crystal-
lized is determined by the volume of the formed crystals:

X(T) = gnI(Tl)R(Tlf At

The temperature change of the drop is:
_ G0 A = g(X(T) = 0)

s !
¢ X(T)+ e, (1- X(T)
temperature 7> is defined as: 7, = T; — AT}.
At this temperature, the total surface area of "old" embryos (S,.) is equal to:
Soa = 47l (T)VAL(R(T) +u(T,)At)’.
Over time, Af the volume of the crystallized substance changes due to new crystals and an in-
crease in the volume of "old" ones by the amount:

i

AX(Tz) = I(T1)(1 _O)At(R(T1) +M(T1)At)2u(Tz)(1_X(T1))At +%7ZI(T2)(1_X(T1))AtR3(T2)~

As a result of crystallization AX(T5) of the substance, the temperature of the drop will be:
T3 — T2 —ATz — T2 _ zgcoolcP At lqAX(Tz) .
cp X(I)+c, (1= X(T,))
The process continues either until the complete end of crystallization (X=1) or when the glass
transition temperature is reached 7.
Analysis of mathematical modeling of droplet crystallization shows that the "temperature-
time" cooling curves can be divided into 3 groups (Fig. 1—4).
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Fig. 1. Crystallization of drops according to the 1% type (model): 1 — cooling rate; 2 — the
fraction of crystallized volume; 3 — the number of crystals
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Fig. 2. Crystallization of drops to 2™ type (model): 1 — cooling rate; 2 — the fraction of
crystallized volume; 3 — the number of crystals
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Fig. 3. Crystallization of drops according to 3™ type (model) 1 — cooling rate; 2 — the
fraction of crystallized volume; 3 — the number of crystals

Fig. 4. The dependence of structural formation in alloys under conditions of high cooling: a —
monocrystalline; b — coarse crystalline; ¢ — coarse-crystalline in a polycrystalline border; d — fine
crystalline; e — X-ray amorphous; f — amorphous
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The first group is curves with recalescence (Fig. 1), which are observed in the process of crys-
tallization of a nickel drop with a diameter of 2 um at a cooling rate ~10® K/s: in the initial period of
crystallization at 1225 K, the temperature stops at 3-107s, after which the rate of crystallization in-
creases sharply. The amount of released heat exceeds that which can be removed at a given tempera-
ture, so the temperature of the drop increases to a maximum temperature of 1680 K. Under such con-
ditions, new crystals are unable to form: that is, the nucleation frequency at small supercoolings is
very low, and the process of formation of a solid phase takes place due to the growth of a previously
formed crystal in the form of a single crystal structure.

Crystallization of a drop with a diameter of ~100 um at cooling 10°K/s begins at 1290 K
(Fig. 1), when the proportion of the crystalline phase (X) increases not only due to the growth of the
formed first crystal, but also due to the formation of new crystals (Fig. 2). In the temperature range of
1290—1262 K, crystals form to 10" and the rate of release of the heat of crystallization will exceed
the rate of heat removal, as a result of which the temperature of the drops rises sharply to 1450 K.
During the period of recalescence, no new crystals are formed, and the fraction of the crystallized sub-
stance X=f{7) increases only due to previously formed crystals. About ~8:10®s after the start of crys-
tallization, when the fraction of the crystallized substance already equals ~80 %, the rate of crystalliza-
tion decreases sharply, as a result of which the temperature of the drop begins to decrease, and upon
reaching 1262 K, new crystals begin to form, which do not have time to reach the sizes of the first
crystals: as a result, large crystals are surrounded by small crystals.

The second type of crystallization takes place with a continuous decrease in temperature under
conditions of increased cooling rates. Thus, in Ni-drops with a diameter of ~100 xzm (cooling 10° K/s)
on the "temperature-time" curve, instead of recalescence, a small bend is observed (Fig. 2). Crystals
are formed in the range of 1260—920 K, their number reaches 10°, and the proportion of the crystal-
lized substance — 10~ At cooling 10°K/s for drops with a diameter of 10 pum, recalescence is still
observed, as a result of which the hardened drop has a completely crystalline structure: the number of
crystals is 10°, and their radius is 10°® m. The determined radius of the crystals that formed at the end
of crystallization does not exceed 10™'°m. Increasing cooling rarely decreases the number of crystals
and their radius, therefore the proportion of the crystalline phase also decreases (3™ type of crystalliza-
tion). When the proportion of the crystalline phase becomes smaller than 107, then such a structure is
tentatively classified as X-ray amorphous. Indeed, an amorphous structure in a drop is formed only at
a temperature that exceeds the critical one.

The established regularity of the cooling curves for Ni drops is also characteristic of several of
other metals and alloys, however, the physical properties of the substance significantly affect the de-
pendence of the structure change on the cooling rates. So, for a eutectic alloy Au;sGe3Siy at ~5 K/s
the fraction of the crystalline phase in the amorphous matrix is ~10'3, and in the alloy FesoNis B, at
cooling rate 10" K/s is 107",

Conclusion

In other words, the proposed model makes it possible to distinguish between substances that
crystallize in crystalline, amorphous, or X-ray amorphous states, depending on the temperature and
rate conditions of the initial stages of crystallization. The former includes a eutectic alloy Aus3Ge;3Siy
in which the crystallization temperature of the amorphous state is higher than the glass transition tem-
perature. In X-ray amorphous materials such as Fe4NigB,p and pure Ni, crystal nuclei already exist in
the amorphous matrix, so the crystallization process begins at temperatures lower than the glass transi-
tion temperature. The above modeling allows for more targeted control of crystallization processes to
form the required structure in metals and several alloys. Cooling conditions affect the formation of an
amorphous state with varying degrees of temperature stability.
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