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STRUCTURAL CHARACTERIZATION

AND THICKNESS PROFILE OF PULSED
LASER-DEPOSITED KY;3F,,:Ho3" THIN FILMS

Thin films of KY3F1o : Ho>™ have been successfully prepared by the pulsed laser deposition with
a Nd-YAG laser (266 nm, pulse duration of 10 ns, repetition rate of 2 Hz) on a 1 cm X 1 cm sil-
icon substrate in vacuum and for different target-to-substrate distances. The X-ray diffraction
(XRD) results show that the films crystallized in the tetragonal polycrystalline phase of KY3F1g
(in agreement with JCPDS card No. 27-0465). Theoretical predictions of the thickness profile
have been presented using some experimental parameters used in the deposition. Assuming the
ellipsoidal expansion of the plasma plume, the thickness profiles of films have been estimated
from the solution of the gas dynamical equations for the adiabatic expansion of the plasma
plume into vacuum. The results show the strong forward direction of the plume and are in
a good agreement with experimental results. Both theoretical and experimental results show a
decrease in the film thickness for relatively larger values of the target-to-substrate distance, and
this could be attributed to a decrease in the deposition rate at such larger distances. Moreover,
for a single film, the thickness also decreases for relatively larger radial angles with respect to
the normal to the substrate.
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1. Introduction

Pulsed laser deposition (PLD) is a thin film deposi-
tion technique, which has been a popular, versatile,
and highly flexible method for the thin film growth
for various materials [1-3|. Using this technique, the
advantage of controlling thin film stoichiometry accu-
rately can be achieved by controlling the deposition
parameters. The expansion of a laser-induced plasma
plume increases on its way from the target to the
substrate. This varies the particle flux of the target
species over the substrate area, which makes the dif-
ferent parts of the same film to have slightly different
thicknesses. It is reported that, near the axis of the
plasma plume, the angular distribution of the flux
species is proportional to cos™f, where n > 1 and
f is the radial angle with respect to the normal to
the substrate [4]. The cause for this strong forward
direction is the strong differences in pressure gradi-
ents in axial and radial directions. R.K. Singh and J.
Narayan investigated the problem of the angular dis-
tribution of the mass flow in the plasma expansion,
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by using the isothermal solution of the following gas
dynamical equations with Gaussian pressure and den-
sity profiles [5]:

9 _

% div(pv) =0, (1)
ov 1

a+(V~V)I/+;vp—O, (2)
a8

where p (Greek-Rho), P, v, and S are the density,
pressure, velocity, and entropy, respectively. Howe-
ver, since there exists a considerable temperature gra-
dient inside the plasma plume [4, 6], the considera-
tion of isothermal solutions is inadequate for the de-
scription of PLD. S.I. Anisimov et al. considered the
adiabatic expansion of a plume, which is a more real-
istic situation [4] and described the ellipsoidal expan-
sion of a plasma plume in to vacuum by the above
gas dynamic equations as well. By assuming that the
evaporated material can be described by the equa-
tion of ideal gases with a constant adiabatic exponent
7 = ¢p/cy, they rigorously derived the angular depen-
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dence of the film thickness h(#), which is given by

MKk?

= " (1+ k*tan%0)3/2 4
2Wp3d38(+ an~g) /=, (4)

h(0)
where M is the plume mass, ps is the density of the
deposited material, k is a constant, and 6 is as de-
fined above. This is a powerful technique in deter-
mining the thickness profile of a deposited film theo-
retically. The target-to-substrate distance (d;s) is one
of the most critical factors, which affect the qual-
ity of films in PLD. A variation in d;s; changes the
value of the radial angle 6 (from simple trigonom-
etry) and the thickness profile h(6). It is clear that
the thickness profile depends both on d;s and 6. In
this work, the thickness profiles of films deposited at
various d;s are presented, by using some experimen-
tal values. The theoretical and experimental results
are then compared. Figure 1 depicts the typical ex-
pansion of a plasma plume and the deposition of a
film. The parameters zy and Ry are the initial height
and radius of the plasma plume, respectively. Here,
Ry can be approximated by the laser spot radius.

2. Experimental Details

The preparation of KY3Fo: Ho?>* thin films was car-
ried out, by using a Nd-YAG laser (266 nm, pulse du-
ration of 10 ns, and repetition rate of 2 Hz). The laser
fluence was kept at 1.2 J/cm?. The radius of the laser
spot was 0.5 mm. The vacuum chamber was evacu-
ated to a background pressure of 4 x 10~° mbar. The
films were grown at different target-to-substrate dis-
tances equal to 4, 5 and 6.7 cm on the 1 cm x 1 cm
(100) silicon substrate. The substrate temperature
was kept at 600 °C. The targets were made of a com-
mercially obtained KYs3Fio:Ho?" powder pressed
into pellets. The crystal structure of the films was an-
alyzed by X-ray diffraction (XRD), by using a Bruker
D8 advance X-ray diffractometer operating at 40 kV
and 40 mA with the use of the CuK« emission at
0.15406 nm. The thicknesses of the films were esti-
mated, by using the weight difference method em-
ploying a sensitive electronic microbalance.

3. Results and Discussion

Figure 2 illustrates the XRD pattern of films de-
posited at different target-to-substrate distances for
a constant deposition temperature of 600 °C in vac-
uum. The Miller indices of the prominent peaks are
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Fig. 1. Elliptical plasma plume expansion and the deposited
film. Rp and xo are the initial state of the plume at t = 0.
R(t) and z(t) are the final radius and height of the plume at
t > 0. The ablated material is deposited and forms a thin film
with the thickness profile h(6) after reaching z = d;s
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Fig. 2. XRD pattern of KY3F1g:Ho3t thin films prepared
at different target-to-substrate distances. The standard is in-
cluded for comparison

shown. This result indicates that the films crystal-
lized in the tetragonal structure of KY3F1g (in agree-
ment with JCPDS card No. 27-0465). The film de-
posited at d;s = 4 cm has relatively the highest
diffraction peaks among all samples, suggesting that
the better crystalline quality was obtained at this par-
ticular value of d;s. The change in the degree of crys-
tallinity of the films is presented in terms of the actual
surface temperature of the films, which depends on
two factors. The first factor is the substrate heating
by a heater, and the second factor is the kinetic en-
ergy of the vapor species striking the surface [7]. Since
the substrate heating by a heater is kept constant at
600 °C, the second factor might have influenced the
structure of the films.

The average crystallite size has been computed
from the full width at half maximum (FWHM) of the
dominant peaks, by using Scherrer’s formula, which
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Fig. 3. Stationary thickness profile of the films deposited for k = 1 and various values of
dis (a), and the micrograph of a single shot laser burnt spot (b). The diameter of the spot

is about 1 mm

is given by [8]

0.91
b= Bcosf’ (5)
where D is the crystallite size, A is the X-ray wave-
length (0.15406 nm), § is the FWHM, and 6 is the
diffraction angle. The average crystallite size of the
films varied between 30.2 and 40 nm.

At lower values of d;,, fewer collisions occur within
the plasma and the target species strike the substrate
with a relatively high kinetic energy. In other words,
the vapor species travelling for relatively larger dis-
tances will make a higher number of collisions with
the background gas molecules and, hence, have a lo-
wer kinetic energy, when reaching the substrate, as
compared to the species travelling for shorter distan-
ces. Therefore, the substrate located at d;s =4 cm
has the highest actual surface temperature and the
adatom mobility resulting in the improved crystal-
linity with increased crystallite size as compared to
those located at d;s = 5 and 6.7 cm. The increment
in FWHM at d;s = 5 and 6.7 cm compared to its
value at d;s = 4 cm indicates a decrease in the crys-
tallinity with rise in d;s. In general, the crystallinity
and FWHM are reported to have an inverse relation
[9-10].

Quantitative information concerning the preferen-
tial crystallite orientation was obtained from the
texture coefficient (T'C(hkl)). It represents the tex-
ture of a particular plane, and its deviation from
unity implies a preferred growth. (T'C'(hkl)) is defined
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as [11-12]

I(hkl)/To(hkl)

TC(hkt) = NS (I(hkl)/Io(hkl))’ (©)

where I(hkl) is the measured intensity of the ((hkl)
diffraction peak, Io(hkl) is the standard intensity
of JCPDS, and N is the total number of diffrac-
tion peaks considered in the analysis. The value of
TC(202) for the (202) peak of all the films is greater
than unity, by indicating the preferential growth of
KY3F0:Ho3" crystal along the C-axis.

The film thickness (¢) is also an important param-
eter in the study of film properties. The thicknesses
of the films were estimated, by using the weight dif-
ference method employing a sensitive electronic mi-
crobalance and is given by [13]

M2 — My
where m1 and mo are, respectively, the masses of the
substrate before and after the deposition, p is the
density of the film material (¢ cm™3), and A is the
area of the film (cm?). The evaluated film thicknesses
are t = 752, 627 and 483 nm for d;s = 4, 5 and 6.7 cm,
respectively.

The thickness profile of the films theoretically ob-
tained with the use of Eq. (2) is shown in Fig. 3, a
with k = 1 and h(0) = M (27ps) . The observed rea-
sonable variation of # within the context of the size
of the substrate used is from 0 to 25°. It is clear that,
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Film thickness, average crystallite
size, and FWHM for the dominant (202) peak

d Film Average FWHM (for the
v thickness | crystallite size dominant (202)
(cm) .
(nm) (nm) peak) in degrees
4 752 40 0.17417
5 627 37 0.18439
6.7 483 30 0.23432

in addition to the angular variation of the thickness
of a single film, the relative thickness of the films
decreased with increasing d;s. The general trend of
the decrease in the thickness of the films is in a good
agreement with the experimental results. In both the-
oretical and experimental approaches, a decrease in
the film thickness for relatively larger values of dis
could be attributed to a decrease in the deposition
rate at such larger distances. The expansion of the
laser-induced plasma plume increases with d;s. This
reduces the particle flux of the target species over
the substrate area, which lowers the deposition rate
and the thickness [14]. Moreover, for a single film,
the particle flux reaching the substrate also decreases
with increasing the radial angle # with respect to the
normal to the substrate. This is the reason why the
thickness of the films decreases for relatively larger
values of 6.

4. Conclusion

The structure and thickness profile of KY3Fg: Ho3*
thin films is investigated. The films crystallized in the
tetragonal polycrystalline phase of KY3F( (in agree-
ment with JCPDS card No. 27-0465). The value of
TC(202) for the (202) peak of all the films is greater
than unity indicating the strong preferential growth
of a KY3F1g: Ho?" crystal along the C-axis. The gen-
eral trend of the theoretically obtained thickness pro-
file of the films is in a good agreement with the ex-
perimental values. Furthermore, for a single film, the
thickness decreases for relatively larger values of 6
with respect to the normal to the substrate because
of a reduction in the particle flux reaching the sub-
strate at such relatively larger angles.
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CTPYKTVYPU I ITPO®IJIT TOHKUX
KY3F10: Ho?t TIJIIBOK, HAHECEHUX
IMITYJIbBCHUM JIASEPHIIM BIIJIMBOM

Peszmowme

Touki KY3F10:Ho3t mniBku Burorosiemi meromom immymb-
CHOTrO JIa3epHOTO HamnujeHHs i3 3acrocyBanusiM Nd-YAG sase-
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pa (266 M, Tpusasicts iMmynbey 10 He, YacTOTa IOBTOPEHHS
2 Tn) Ha 1 cm X 1 oM migksaani 3 KpeMHIIO B BakyyMmi Juist
pi3HUX BimcTaHel MiXK MileHHIO 1 mifgKJaaKo0. PenTreniBebki
JIOCJTiPKEHHS TTOKA3aJId, 110 IUIIBKH KPUCTAJII3yIOThCA B TE€TPa-
ronasbpHy nosikpucraaiany dazy KYsFig (Bignosigao n0 xap-
i Ne 27-0465 Kowmirery 3 nudpakuiitaux crangapris). Haseze-
HO Pe3yJIbTaTU PO3PAaXyHKIB MPOdiiiB 3 ypaxyBaHHSIM JEsIKUX
€KCIIEpUMEHTAJIbHUX [IapaMeTPiB HallWIeHHs. Y [PHUILyIIEHH]
€JIiIICOIJAaJIbHOTO TIOIIUPEHHSI CTPYMEHS IJIa3MH, IPOdiJib TOB-
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IIUHY IJTIBKHU OI[iIHEHUH DPIIIeHHAM ra30JMHAMIiYHUX DIBHAHb Yy
pasi a/1iabaTUYHOro MONIUPEHHS CTPYMEHs IJIa3MU y BaKyyMi.
Pesynbraru garoTh nmepeBakKHUI HANPSIMOK IIy4YKa BIIEPe], IO
nobpe y3roKyIOThCs 3 eKCIIepuMeHTOM. Teopis i eKcriepuMeHT
[IOKA3yIOTh 3MEHIIIEHHSI TOBIUHU ILIIBKU NpU 301/IbIIeHH] BiJ-
cTaHi Mi>K MINIEHHIO 1 MiKJa/IKOIO, IO BiJINIOBi/1a€ 3MEHIIEHHIO
MIBUAKOCT] HanueHHs. TOBIIMHA IIIBKHA TAKOXK 3MEHIIYETHCS
I BITHOCHO BEJIMKHUX PaJiaibHAX KYTIB MO0 HOPMAJi J0
i IKJIA KA.
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