
MICRON Ex.1039 p.1



MICRON Ex.1039 p.2



MICRON Ex.1039 p.3



MICRON Ex.1039 p.4



MICRON Ex.1039 p.5



MICRON Ex.1039 p.6



MICRON Ex.1039 p.7



applied 
surface science 

ELSEVIER Applied Surface Science 75 (1994) 333-340 

Zirconium dioxide thin films deposited by ALE 
using zirconium tetrachloride as precursor 

Mikko Ritala *, Markku Leskelii 
Department of Chemistry, University of Helsinki, P.O. Box 6, SF-00014 Helsinki, Finland 

(Received 21May1993; accepted for publication 23 June 1993) 

Abstract 

Zr02 thin films were grown by the atomic layer epitaxy (ALE) technique using ZrC1 4 and water as reactants. At 
500°C amorphous films with good thickness uniformities were deposited onto soda lime glass substrates. However, 
rather long pulse and purge times were needed to realize the self-controlled growth. Films were characterized by 
means of spectrophotometry, RBS, NRA, SEM and AFM. 

1. Introduction 

Zr0 2 is characterized by extreme thermal, 
chemical and mechanical stability which together 
with its optical and electrical properties gives rise 
to a wide range of technical applications for Zr02 

thin films and coatings, especially in optics [1], 
electronics [2,3] and protective applications [ 4]. 
When mixed with other oxides, like Y20 3 , MgO, 
CaO or Ce02 , Zr02 becomes stabilized against 
phase transformations which facilitates its use in 
thermal barrier coatings [5,6]. Moreover, the oxy­
gen ion conducting property of Zr02 based oxide 
mixtures [7,8] gives rise to further applications for 
these films and coatings, e.g., in gas sensors [9] 
and fuel cells [10]. 

Besides numerous physical vapor deposition 
techniques, like plasma spraying [5] and ion-as­
sisted deposition [11], also sol-gel method [4,12] 
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and chemical vapor deposition (CVD) have been 
used to deposit Zr02 films. The most typical 
zirconium compounds exploited in CVD are 
ZrCl 4 [2,13-17], {3-diketonates [18-22] and alkox­
ides [1,23,24]. However, the use of ZrCl 4 , the 
most readily available volatile zirconium precur­
sor, is complicated due to its facile hydrolysis and 
oxidation resulting in premature gas-phase reac­
tions and powder formation [13,16,17,21]. This 
problem is normally circumvented by generating 
water in situ from a mixture of C02 and H 2 near 
the heated substrate surface (Eq. (1)) [2,13-16]. 
The water formed reacts immediately with ZrCl 4 

(Eq. (2)). As a consequence of the strong temper­
ature dependence of the water formation the film 
growth is controlled conveniently by means of the 
substrate temperature. 

C02(g) + H 2(g) +------+ CO(g) + H 20(g), (1) 

ZrClig) + 2 H 20(g)-----+ Zr0 2(s) + 4 HCl(g). 

(2) 

However, this process suffers from the high tern-
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perature needed for the water formation. Even 
though the film growth does take place at 600°C 
[16] substrate temperatures higher than 800°C are 
generally exploited in order to realize a reason­
able deposition rate. Consequently, the choice of 
the substrate material is essentially limited. 
Moreover, it has been observed that some carbon 
is incorporated into the films [14]. 

The characteristic feature of the atomic layer 
epitaxy (ALE) technique is the alternate dosing 
of the reactants which avoids the gas-phase reac­
tions. We have demonstrated earlier that Ti02 

films with good thickness uniformities can be 
deposited by ALE using TiC1 4 and water as reac­
tants [25]. The general similarity of this process to 
the ZrCl 4/water system inspired us to the pre­
sent work where the possibilities of ALE to de­
posit Zr0 2 films onto soda lime glass substrates 
have been studied. 

2. Experimental 

Film deposition was carried out with a com­
mercial flow type F-120 ALE-reactor (Micro­
chemistry Ltd., Finland) [26] using nitrogen as a 

Thickness I nm 

carrier and purging gas. Total pressure of the 
reactor was in the order of 10 mbar. ZrCl 4 (99.9% 
purity; Aldrich) was evaporated from an open 
boat at 165°C. An external water reservoir held at 
20°C was connected to the cold end of the reactor 
through a capillary and a needle valve. Water was 
introduced into the reactor by means of its own 
pressure without any bubbling systems. The puls­
ing of the reactants was realized by means of 
computer-controlled solenoid valves. The films 
were deposited onto 5 x 5 cm 2 soda lime glass 
substrates at 500°C. 

Film thicknesses were determined by fitting 
transmittance spectra using the method devel­
oped and described by Ylilammi and Ranta-aho 
[27]. Transmittance spectra covering wavelengths 
of 380-1100 nm were measured with a Hitachi 
U-2000 spectrophotometer equipped with a spe­
cial sample holder. Stoichiometry and possible 
chlorine residues of the films were analyzed by 
means of Rutherford backscattering spectrometry 
(RBS) of 2.0-MeY 4 He+ ions from the 2.5-MV 
Van de Graaff accelerator of the Accelerator 
Laboratory, University of Helsinki [28]. RBS also 
provided comparative thickness values. Hydrogen 
contents were determined by the nuclear reaction 
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Fig. l. The dependence of film thicknesses on the reactant pulse lengths for films deposited at 500°C using 2000 reaction cycles. 
The purge times used were 3.0 s except for 2.0 s pulse times where 4.0 s purging sequences were employed. 
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analysis (NRA) technique using a 15 N 2 + beam 
from the 5-MV tandem accelerator EGP-10-11 of 
the Accelerator Laboratory to excite the 6.385 
Me V resonance of the 1 H(15 N, ay )12C reaction 
[29). Crystallinity of the films was examined by 
XRD measurements using a Philips MPD 1880 
powder X-ray diffractometer and Cu Ka radia­
tion. A JEOL JSEM-820 scanning electron micro­
scope (SEM) and a Nanoscope II atomic force 
microscope (AFM) were exploited for the mor­
phological characterization. 

3. Results and discussion 

3.1. Film growth 

The dependence of film thicknesses on pulse 
durations is shown in Fig. 1 for films grown at 
500°C using 2000 reaction cycles. A saturated film 
thickness of 105 nm was achieved with pulse 
times exceeding 1.0 s. Even with the shortest 
pulse times used the film thicknesses were al­
ready in the order of 90 nm suggesting that the 
saturation is controlled mainly by surface pro­
cesses instead of mass transfer. When the pulse 
time of one reactant was fixed to 1.0 s, i.e., to the 
value needed for saturation, and the length of the 
other pulse was varied independently, it was ob­
served that the ZrC1 4 pulse was the critical one 
in respect of the thickness saturation. The water 
pulse could be shortened to 0.2 s with no effect 
on film thicknesses, whereas short ZrC1 4 pulses 
resulted in thicknesses comparable to those ob­
tained having both pulses short (Fig. 1). Thus, the 
surface processes following the adsorption of 
ZrC1 4 were interpreted to be responsible for the 
long pulse times needed. 

The growth rate corresponding to the satu­
rated thickness value is 0.53 A/cycle showing 
that only a submonolayer of Zr0 2 was deposited 
during one cycle. The apparent origin of growth 
rates less than a monolayer per cycle met in 
various ALE processes is the bulkiness of the 
precursor molecules [30). 

The data shown in Fig. 1 was obtained using 
3.0 s purge durations except for the 2.0 s pulses 
where longer purging (4.0 s) was needed to 

achieve good thickness uniformity. The effect of 
the purge time was studied in detail with 1.5 s 
pulse durations (Fig. 2). The thicknesses shown 
were measured at the center of the substrates. 
Thus, even though 2.0 s purging was sufficient to 
achieve a constant thickness value at this particu­
lar point longer purge sequences (3.0 s) were 
needed to obtain the overall thickness uniformity. 
The insufficient purging resulted in films with 
thicknesses increasing towards the end of the 
substrate. As the purge time was increased the 
stabilized thickness values were obtained initially 
at the leading edge of the substrate while the 
area of insufficient purging contracted towards 
the end of the substrate (Fig. 3). The films de­
posited with insufficient purging were profiled 
not only in the flow direction but also perpendic­
ular to it, being thickest at the middle. 

The independent variation of the purge dura­
tions after the two reactant pulses showed that 
the purge sequence following the water pulse was 
the critical one. Even with short water pulses long 
purge sequences were needed. On the other hand, 
the purge period after the ZrCl 4 pulse could be 
shortened to one second without any effect on 
the thickness uniformity. 

Perhaps the most crucial question in respect of 
both the growth mechanism and, consequently, 
the origin of the long purge time needed is 
whether the film surface remains hydroxyl­
terminated or not after the water pulse. Unfortu­
nately, the compact design of our reactor cham­
ber makes any kind of in situ characterization 
technique needed to answer this question ex­
tremely difficult to realize. Some guidance to this 
problem is obtained from the IR studies of Agron 
et al. [31) which have shown that even after 
extensive outgassing in vacuum at 500°C consid­
erable amounts of hydroxyl groups bonded to 
more than a single cation are retained on the 
surface of Zr0 2 powder. Nevertheless, since the 
chemical environment on the growing film sur­
face is likely to differ essentially from that on the 
surface of powder pressed in dies, these results 
can be regarded as only tentative. Therefore, 
both possibilities, i.e., hydroxylated and dehy­
droxylated surfaces, will be considered. 

If the surface did remain hydroxyl-terminated 
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Fig. 2. The film thicknesses as a function of the purge durations. The data were measured at the center of the films grown by 2000 
cycles at S00°C using 1.5 s reactant pulses. 

the film growth would be expected to involve 
irreversible reactions of ZrC1 4 with surface hy­
droxyls resulting in a chlorine-terminated surface 
and liberation of HCI. The subsequent water 
pulse would convert the surface back into a hy-
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droxyl-terminated one. In this case the slow pro­
cesses which need the long purge time could be 
either the condensation of unstable hydroxyl 
groups or the desorption of molecular water. 
Holmes et al. [32] have observed that large quan-
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Fig. 3. The thickness profiles along the flow direction for films deposited using various purge times. 
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tities of water are irreversibly adsorbed on Zr02 
surfaces at ambient temperatures and attributed 
this to the formation of a hydrogen-bonded net­
work of water on the top of the surface hydroxyl 
groups. Even though this effect is considerably 
reduced at elevated temperatures, even at 400°C 
three adsorption-desorption cycles were needed 
until a reversible equilibrium was obtained on the 
outgassed Zr02 surface [32]. Thus, it seems feasi­
ble that even at 500°C the desorption of molecu­
lar water from the hydroxyl-terminated surface 
could be slow enough to account for the long 
purge periods needed. 

On the other hand, if the film surface were 
completely dehydroxylated after the water pulse 
the mechanism in the film deposition would be 
the chemisorption of ZrC1 4 followed by its hydro­
lysis. Since the strong adsorption of molecular 
water on Zr0 2 was attributed to hydrogen bond­
ing to the hydroxyl groups it is likely to be in­
significant on a dehydroxylated surface and, thus, 
in this case the long purge time could be related 
to dehydroxylation processes. 

The thickness profile at the leading edge of 
the substrate observed in all films (Fig. 3) is 
characteristic of the reactor used [25]. It is caused 
by the desorption of one reactant from walls 

Thickness I nm 

upstream the substrate during a pulse sequence 
of the other reactant, resulting in a CVD-like 
growth. Due to the facile reaction between ZrCl 4 

and water the desorbed species are exhausted 
from the vapor phase almost immediately after 
the crossing point of the reactant flow routes. 
However, since in our reactor this point is only 
about 1 cm ahead of the substrate, the tail of the 
CVD growth region overlaps with the leading 
edge of the substrate. 

One of the attractive features of the ALE 
technique is that the film thickness is controlled 
simply by the number of reaction cycles used. In 
the present study the ideal linear relationship was 
confirmed (Fig. 4). 

A slight thickness difference ( < 5%) was ob­
served between films deposited using two ZrC1 4 

grades, one freshly opened and the other one 
being used for a couple of months. The most 
likely origin for this difference is a partial decom­
position of ZrC1 4 when exposed repeatedly to air 
as the reactor was loaded. 

3.2. Film properties 

The adhesion of the films was studied by the 
adhesive tape test. No adhesion failures were 
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Fig. 4. Film thicknesses versus the number of reaction cycles used. 
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Fig. 5. AFM-images of films deposited using 2000 (a) and 4000 (b) reaction cycles. 

observed in these tests. Cross-sectional SEM mi­
crographs showed that films consisted of densely 
packed granules extending through the whole 

Table I 

film. The lateral diameter of these granules was 
in the order of 100-200 nm. It was also observed 
that the film surface was essentially rougher than 

Total range and standard deviations of z-values obtained from 500 x 500 nm 2 AFM scan images of bare soda lime glass substrate 
and of films deposited using 2000 and 4000 reaction cycles; the nominal thicknesses were obtained from the transmittance 
measurements 

Number of Nominal film z-range Standard Standard deviation of z/ number of 
deposition cycles thickness (nm) (nm) deviation deposition cycles (nm) 

of z (nm) 

() 0 5.3 0.5 
2000 )()5 72 10.0 5.0 x 10 ' 
4000 210 83 12.6 3.2 x 10-_1 
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the film-substrate interface, revealing that con­
siderable roughening had occurred during the 
film growth. 

The surface morphology was studied in more 
detail by means of AFM. In spite of their good 
thickness uniformity on a macroscopic scale, the 
films showed significant roughening on a micro­
scopic sciile (Fig. 5). Numerical estimations about 
the surface roughnesses were obtained from the 
standard deviations and the total ranges of the 
z-values obtained from 500 X 500 nm2 scan areas 
(Table 1). The standard deviations divided by the 
number of deposition cycles used show that 
roughening has occurred more heavily during the 
first 2000 cycles as compared to the subsequent 
2000 cycles. All these observations are parallel 
with our previous results [33] about the morpho­
logical development of ALE-deposited Ti0 2 

films. According to that study, roughening has its 
origin in agglomeration which was most intense 
during the very first deposition cycles. Obviously, 
the agglomeration is driven by the film-substrate 
interface energy. On the other hand, there is no 
unambiguous explanation for the agglomeration 
mechanism, but surface migration of hydroxyl 
groups or gas-phase migration of volatile interme­
diates seem to be the most feasible ones [33]. 

XRD measurements revealed that the films 
were nearly amorphous. Only some weak reflec­
tions attributed either to monoclinic or tetragonal 
Zr0 2 were observed. Obviously, elevation of the 
deposition temperature would enhance crystal­
lization but with soda lime glass substrates 500°C 
is close to the upper limit. On the other hand, 
our studies concerning ALE deposition of Ti02 
have shown that also the substrate materials and 
the precursor compounds have a strong effect on 
the film crystallinity [25,34]. Therefore, it seems 
possible that the crystallinity of the ALE-de­
posited Zr02 films would be improved as well if 
crystalline substrates and/or different precursors 
were used. 

RBS measurements confirmed that films were 
stoichiometric Zr02 . No chlorine was observed 
by RBS showing that the possible chlorine con­
tamination was below 0.5 at%. Conversion of the 
mass densities obtained from RBS to geometrical 
thicknesses, using the density of monoclinic Zr0 2 , 

gave values comparable to those obtained by 
transmittance measurements. The close agree­
ment of the two methods can be regarded as an 
indication of high film densities. However, the 
fact that the thicknesses obtained by RBS were 
the smaller ones may be indicative of slightly 
reduced film densities, caused most probably by 
the surface roughness. 

Hydrogen contents of the films were deter­
mined by nuclear reaction analysis. Below the 
outermost surface layers the hydrogen content 
was less than 0.4 at%. Based on the facile adsorp­
tion of water on oxide surfaces, the hydrogen 
profiles can be exploited when assessing densities 
of oxide films [35,36]. For a comparison, Martin 
et al. [11] have reported that electron-beam­
evaporated Zr02 film contains 10 at% hydrogen. 
Even though significant film densification was 
achieved with Ar ion assistance the hydrogen 
content was still in the order of 1 at% [11]. Thus, 
the observed low hydrogen contents give further 
evidence about the high densities of ALE-de­
posited Zr02 films. 

The films were highly transparent; no light 
absorption or scattering was observed in transmit­
tance measurements. Refractive indices evalu­
ated from the transmittance spectra were in the 
order of 2.2 which is comparable to the highest 
ones observed in CVD-deposited films [2,19]. The 
refractive indices along different crystal axes of 
monoclinic Zr0 2 crystals are 2.13, 2.19 and 2.20 
[37]. Thus, the refractive indices are in good 
accordance with the earlier observations about 
high film densities. 

4. Conclusions 

Zr0 2 thin films were deposited by ALE. The 
reactants used were ZrC1 4 and water, which is 
known to be a difficult combination in CVD 
processes because of premature gas-phase reac­
tions. The sequential dosing of the reactants in 
ALE eliminated this problem and since no in situ 
water generation was needed the deposition tem­
perature (500°C) used was considerably lower 
than those needed in CVD processes employing 
ZrCl 4 . The films deposited onto glass substrates 
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were highly transparent and had good thickness 
uniformities. According to the XRD measure­
ments the films were nearly amorphous. The high 
refractive indices, the low hydrogen contents in 
the bulks of the films, as well as the close agree­
ment between the thickness values obtained from 
RBS and transmittance measurements proved 
that the films had a high density. However, SEM 
and AFM showed that considerable roughening 
had occurred during the film growth. 

Acknowledgements 

The authors are indebted to Mrs. Leena-Sisko 
Johansson for carrying out the AFM measure­
ments. Dr. Eero Rauhala and Mr. Pekka Haus­
salo are appreciated for the RBS and NRA mea­
surements. The initial deposition experiments as 
well as the transmittance measurements were car­
ried out at the Laboratory of Inorganic and Ana­
lytical Chemistry, Helsinki University of Technol­
ogy. Facilities provided by the Department of 
Electron Microscopy at the University of Helsinki 
were exploited for SEM characterization. This 
work was supported in part by the Academy of 
Finland and Technology Development Centre 
(TEKES), Helsinki, Finland. 

References 

[l] R.M. Brusasco, Proc. SPIE - Int. Soc. Opt. Eng. 1047 
(1989) 23. 

[2] R.N. Tauber, AC. Dumbri and R.E. Caffrey, J. Elec­
trochem. Soc. 118 (1971) 747. 

[3] J. Shappir, A. Anis and I. Pinsky, IEEE Trans. Electron 
Devices ED-33 (1986) 442. 

[4] M. Atik and M.A. Aegerter, J. Non-Cryst. Solids 147 /148 
(1992) 813. 

[5] G. Johner and K.K. Schweitzer, Thin Solid Films 119 
(1984) 301. 

[6] R. Taylor, J.R. Brandon and P. Morrell, Surf. Coat. 
Technol. SO (1992) 141. 

[7] T.H. Etsell and S.N. Flengas, Chem. Rev. 70 (1970) 339. 
[8] S.P.S. Badwal, Solid State Ionics 52 (1992) 23. 
[9) Y. Miyahara, K. Tsukada and H. Miyagi, J. Appl. Phys. 

63 (1988) 2431. 

[10] L.S. Wang, E.S. Thiele and S.A. Barnett, Solid State 
Ionics 52 (1992) 261. 

[11) P.J. Martin, R.P. Netterfield and W.G. Sainty, J. Appl. 
Phys. 55 (1984) 235. 

[12] S. Sakka and T. Yoko, Ceram. Int. 17 (1991) 217. 
[13] J. Minet, F. Langlais, R. Naslain and C. Bernard, J. 

Less-Common Met. 119 (1986) 219. 
[14] J. Minet, F. Langlais and R. Naslain, J. Less-Common 

Met. 132 (1987) 273. 
[15] E. Sipp, F. Langlais and R. Naslain, J. Alloys Comp. 186 

(1992) 65. 
[16) J.-H. Choi, H.-G. Kim and S.-G. Yoon, J. Mater. Sci., 

Mater. Electron. 3 (1992) 87. 
[17] H. Yamane and T. Hirai, J. Mater. Sci. Lett. 6 (1987) 

1229. 
[18] M. Balog, M. Schieber, S. Patai and M. Michman, J. 

Cryst. Growth 17 (1972) 298. 
[19] M. Balog, M. Schieber, M. Michman and S. Patai, Thin 

Solid Films 47 (1977) 109. 
[20] M. Balog, M. Schieber, M. Michman and S. Patai, J. 

Electrochem. Soc. 126 (1979) 1203. 
[21] S.B. Desu, T. Shi and C.K. Kwok, Mater. Res. Soc. 

Symp. Proc. 168 (1990) 349. 
[22] H. Holzschuh and H. Suhr, Appl. Phys. Lett. 59 (1991) 

470. 
[23) Y. Takahashi, T. Kawae and M. Nasu, J. Cryst. Growth 

74 (1986) 409. 
[24] Z. Xue, B.A. Vaartstra, K.G. Caulton, M.H. Chisholm 

and D.L. Jones, Eur. J. Solid State Inorg. Chem. 29 
(1992) 213. 

[25] M. Ritala, M. Leskelii, E. Nykiinen, P. Soininen and L. 
Niinistii, Thin Solid Films 225 (1993) 288. 

[26] T. Suntola, Thin Solid Films 216 (1992) 84. 
[27] M. Ylilammi and T. Ranta-aha, Thin Solid Films 232 

(1993) 56. 
[28) E. Rauhala, J. Keinonen, K. Rakennus and M. Pessa, 

Appl. Phys. Lett. 51 (1987) 973. 
[29] According to CA instructions: Nucl. Instrum. Methods B 

5 (1984) 505. 
[30] M. Leskelii and L. Niinistii, in: Atomic Layer Epitaxy, 

Eds T. Suntola and M. Simpson (Blackie and Son, Glas­
gow and London, 1990) p. 1. 

[31] P.A. Agron, E.L. Fuller, Jr. and H.F. Holmes, J. Colloid 
Interface Sci. 52 (1975) 553. 

[32] H.F. Holmes, E.L. Fuller, Jr. and R.A. Beh, J. Colloid 
Interface Sci. 47 (1974) 365. 

[33] M. Ritala, L.-S. Johansson, M. Leskelii and L. Niinistii, 
Thin Solid Films 228 (1993) 32. 

[34] M. Ritala, M. Leskelii, L. Niinistii and P. Haussalo, 
Chem. Mater. 5 (1993) 1174. 

[35] W. Wagner, F. Rauch and K. Bange, Fresenius Z. Anal. 
Chem. 333 (1989) 478. 

[36] C.R. Ottermann, K. Bange, W. Wagner, M. Laube and F. 
Rauch, Surf. Interface Anal. 19 (1992) 435. 

[37] CRC Handbook of Chemistry and Physics, 67th edn. 
(CRC Press, Boca Raton, FL, 1986) p. B-145. 

MICRON Ex.1039 p.15




