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ABSTRACT. The results of studying the kinetics of oxidation of unalloyed chromium at T=1100°C in oxygen are
presented. It is shown that small additives of Ce (0.5 %) have fundamental influence on the formation mechanism
of Cr,0,-scale, redirecting the diffusion mass transfer from the dominant external diffusion of chromium to the
internal diffusion of oxygen. In this case formation of Cr,0;-scale occurs on the interface metal/scale and this may
lead to improvement of protective properties of coating (adhesion, durability, etc.). © 2010 Bull. Georg.

Natl. Acad. Sci.
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Oxidation of unalloyed chromium in oxygen at high
temperatures leads to the formation of scale from Cr,0O,
with protective properties. The overall reaction process
can be described by the chemical equation: Cr+3/20,=
Cr,0O, However, this simple equation hides a complex
character of the whole process [1]. Thus, depending on
the microstructure and grain size of the metal,
pretreatment of the sample surface, the oxygen pressures
and experimental techniques used to study the oxidation
process, or the means of its initiation, the rate of oxidation
of chromium may vary by two orders of magnitude.

This difference in rates of oxidation may be described
by significant structural pressures in the scale. For its
part, it leads to the development of extensive
deformations (bulging, warping, swelling of the surface,
cracking of the samples). As a rule, the tendency of
scale deformation intensifies with decreasing of the
partial pressure of oxygen [2].

Such a nature of growth of Cr,O;-scale is usually
interpreted [1, 3] as being based on the following
considerations: the growth of oxide phase in the scale
occurs by means of counter grain boundary diffusion of

chromium and oxygen. Meantime, it is believed that the
outward diffusion of chromium is the dominant process
and the formation of oxide occurs at the grain boundaries
within the scale near the surface of the gas/scale. The
oxide grains are formed in smaller parts, growing not
only perpendicularly to the metal surface, but also
transversally along the surface. As a result, an extensive
strain of growth develops, which is facilitated by means
of elastic damage (bulging, swelling of the surface,
cracking of samples) or plastic deformation (high-
temperature creep).

Alloying of chromium with REE significantly affects
the diffusion character of Cr,O,-scale growth, redirecting
the diffusion mass transfer from the dominant external
diffusion of chromium to the internal diffusion of oxygen.
In this case formation of Cr,O;-scale occurs on the
surface of the metal/scale and this may lead to good
adhesion of the latter. In addition, the presence of REE
reduces the rate of oxide growth and improves the
oxidation resistance. This effect is presumably caused
due to the segregated oxides of rare-earth metals at the
grain boundaries of Cr,0O, scale, which is facilitated by
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an internal diffusion of oxygen [1,3].

Researches on the influence of the rare-earth metals
on the oxidation resistance of the matrix are mostly
carried out with alloys of chromium [1-6]. Therefore, it is
of interest to perform similar studies with unalloyed
chromium with additions of cerium, which was often used
in alloys.

Materials and Methods.

Samples of 10mm diameter and of 1mm thickness
(d=10mm; h=1mm) from fused and extruded rods of
unalloyed Cr and from alloy Cr+0.5%Ce were prepared.
The samples were subjected to special machining
(grinding, polishing with diamond paste) and degreased
(washed in acetone). The prepared samples were placed
in a high -temperature furnace and in high vacuum
(N —10 ’atm), where their thermal etching was carried
out (T~ 800 °C, t~10 min).

Study of the formation of scale (process of the
oxidation of the surface of the sample) was conducted
in an atmosphere of oxygen P, =0.01 and 1.0 atm at
temperatures 1000 and 1100°C. wa specific weight gains
of the samples was determined by the method of
continuous weighing.

The microstructure of scale was investigated by
means of optical metallography and scanning electronic
microscopy.

The presence and character of distribution of cerium
was investigated by means of X-ray spectral local
analysis on the microanalyzer “Cameca”.

Results of Experiments

a) Thermogravimetric investigations
The results of thermogravimetric investigations of
samples of unalloyed chrome and Cr+0.5%Ce in an
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Fig. 1. Kinetics of oxidation of samples at 1100°C in oxygen
@ - unalloyed chromium at 0.0latm

® - Cr+0.5%Ce at 0.01 atm
A - Cr+0.5%Ce at 0.01 atm

atmosphere of oxygen at 1100°C (Fig.1) confirm the
beneficial effect of small additives of cerium on the
oxidizing stability of Cr,O, - scales. One can see that
after 10 hour oxidation the weight-gain rate approximates
zero.

Most likely, at this temperature oxidative evaporation
of chromium oxide takes place:

172 Cr,0,+3/40,= CrO; [1]. However, loss of weight
in consequence of such evaporation is so small that its
quantitative definition is made difficult.

As follows from Fig.1, at oxidation of Cr+0.5%Ce,
an unusual dependence of the reaction rate on the
pressure of oxygen is observed: thus, at lowered pressure
of oxygen oxidation happens quicker than at Py, =latm.
This fact may presumably be linked to the distinction in
the microstructure of the scales generated in these
conditions.

Fig. 2. SEM images of the sample of an oxidized alloy Cr+0.5%Ce

a - surface b -fragment of a damaged surface

Bull. Georg. Natl. Acad. Sci., vol. 4, no. 3, 2010



68

Omar Mikadze, Aleksander Kandelaki

Fig. 3. Cross-section of Cr+0.5%Ce scale an alloy Cr+0.5%Ce

b) Characterization of the oxidized samples
In comparison with scales generated on unalloyed
chromium, scales on Cr+0.5%Ce (Fig.2, a and b), are

and significant porosity is observed. Close to the interface
scale/gas, scale is appreciably deformed. Therefore, it is
reasonable to conclude that it is precisely the internal layer
of scale that provides high oxidizing resistance.

X-ray analysis of the surface of Cr+0.5%Ce-scale
showed the presence of Ce-enriched local sites (Fig. 4,
a and b). On these sites Cr,0O,-scale has a fairly smooth
level surface, whereas the sites grown poor by Ce are
warped and deformed (Fig. 2, a and b).

Conclusion

Thus, the results of studies have shown that small
additives of cerium (Ce) increase the resistance of
chromium to oxidation, confirming the early assumptions
about the improvement of oxidizing resistance of chromic
alloys by the effect of REE [4-6].

The given effect is accounted for by the change of
the mechanism of oxidation: oxides of the alloying
elements segregate on the borders of grains of Cr,0,-
scale, changing the direction of mass transfer from the

Fig. 4. Electronic micrography of the oxidized surface of (T=1 100°C the scannin garea - 100x100 mkm)

a - In absorbed electrons b - In x-ray Ce - L; radiation

characterized by significant decrease of the tendency to
distortion and deformation. These Figures show the
outside surface of scale on a sample and a section where
part of the scale is raised.

The cross-section of defective scale is illustrated in
Fig. 3. An external layer of scale less dense than internal
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dominant external diffusion of chromium to the internal
diffusion of oxygen.

Besides, the segregated oxide phases can have a
considerable effect on other properties of scale (for
example: growth of grain, adhesive properties, high-
temperature creep, deformation, etc.).



Influence of Cerium Additives on High-Temperature Corrosion of Chromium 69

ds Is.)mwmaemgob" gmdo

03603301& 8.)3(;335.) ;]60‘)301& 30;3093@333360@363(}3
dmﬁ)m‘bo.)‘ba

™. 305083*, bm.dbsgambdo*

* 9. mo&)dols Hg(ﬁogigﬁaoolso @9 aolsogioma(jm,@ggmﬁob 051}@0@3@0, m&ogmlm

(%'aﬁ)amggaa&)mo‘) JJJQUHOOB 68367013 6. méSédOlS 303&)

50'86(")3’80 %MNQBSEOQOO ﬂﬁ)mao'ls 80QOQ®383366®‘86‘8Q0 -‘5]666301) 33(‘]060%301&) Q.) 6063606015 63m83018

'330\)%360. 5053353600, “ed ﬂt’)mﬁol} 3geogdoo Q%ot‘)a&s (3ol Qooms'aﬁ) @999t ©dogo Cr203—t3-3€)501s
V‘)ﬁamﬂﬂﬁob 335.)50%315: dmseaséﬁoﬁp\)aaoaﬁ 63 gdbol dsdzgmol ls.)%gaﬁﬂmsa (3gPogdols .{].)533-3;2330,
byl 3\3’3«;635 dm33m535®360'ls gogmbools 303&60)‘3Q360B Fg33em0b — ‘-]t‘)mao'ls 3m3(.)63363;2 399 oggnbosls
05003Q33B ﬂbﬁaBQQoB roggbos Qomms-aﬁo gdols BoaoﬁmaQ:]Bom. slgom Jgdmbggysdo Cr203—t3-3650
gmﬁaoﬁggaﬁo a%9gmg Bgmsdomby, Qomsnﬁm 3999 - ggcbo, Mol gmgases ﬁﬁxm&al};ga&b 3d 4 d.ss.s'lsdsamo'ls
6060 m3oh36360 (QQBZ]‘BOQ, Boaédoea, 3.)Q.)Q®33336.)&~36-3Q0 66030 ©> 15153.)).

REFERENCES

1. Per Kofstad (1988), High temperature corrosion. London—-New York: Elsevier Applied Science, 558 p.

2. K.P. Lillerud, P. Kofstad (1980), J. Electrochemical Soc., 127, 11: 2397.

3. Y. Saito (1989), Effect of Rare Earth Elements on the high-temperature oxidation of heat-resisting alloys. Selected Topics in
High-Temperature Chemistry. Amsterdam-Oxford-New York-Tokyo: Elsevier, p. 227.

4. EN. Tavadze, A.P. Rudoy, O.1. Mikadze (1973), Metalofizika, 45: 27 (in Russian).

5. EN. Tavadze, O.1. Mikadze (1975), Izvestiya AN GSSR. Seriya Khim., 1: 102 (in Russian).

6. FIN. Tavadze, O.1. Mikadze, N.P. Keshelava, B.P. Bulia (1986), High-temperature corrosion of dilute chromium-lantanum
alloys. Oxid.Met., 25, 5-6: 335.

Received June, 2010

Bull. Georg. Natl. Acad. Sci., vol. 4, no. 3, 2010



