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Easily filtrated alumina-oxides spherical precursors were prepared by homogenous precipitation from aluminium(Ill) sul-
phate with urea. Urea was employed as precipitation agent. X- Ray powder diffraction (XRD) spectra identified three differ-
ent phases, namely: o-boehmite, boehmite and hydrobasaluminite. The morphology of prepared samples was observing by
SEM (scanning electron microscopy) equipped with EDX (energy dispersive analysis by X-rays). The spherical clusters were
examined at small concentration and the hydrobasaluminite islands were observed at the largest concentration of reagents.
The microstructure characteristics were obtained by BET (Brunauer-Emmett-Teller) and BJH (Barret-Joyner-Halanda) meth-
ods. BET in wide range from 6 to 142 m’/g and the all kinds of porous distribution were acquired, respectively. These meth-
ods showed that relationship between phase structures and microstructure exists.

INTRODUCTION

De A.A. Soler-Illia et al. [1] have presented in
detail the urea method as an adequate way to synthesize
both amorphous and crystalline uniform metal(hydrous)
-oxide particles from aqueous media. The decomposi-
tion of urea (CH,N,O) in aqueous is accompanied by
slow and controlled supply of ammonia (NH;) and car-
bon dioxide (CO,) into solution. The smooth pH
increase was obtained by the degradation of urea in syn-
chrony with the active release of OH  and CO;* ions,
usually lead to precipitation of metal hydrous-oxide
particles of controlled particle morphology. All micro-
structural parameters such as particle shape and size,
specific surface area and porosity are quite sensitive
towards pH, metal ion concentration, temperature and
aging time.

Ramanathan et al. [2,3] studied the role of the
process conditions on the formation of submicrometre
size boehmite powders by aqueous aluminium chloride-
urea reaction at 373 K [2]. They prepared boechmite
powders with size (0.3 to 0.8 um) having elongated fib-
rillar bundle morphology and also precursor powders
for alumina by aluminium nitrate-urea and aluminium
sulphate-urea reactions. Aluminium nitrate-urea reac-
tions resulted in an amorphous gel that upon prolonged
refluxing at a higher pH crystallized into boehmite pow-
ders of 0.3-0.8 um size. Aluminium sulphate-urea reac-
tions resulted in the direct formation of amorphous
powders of 2-7 pum size which were agglomerates of
spherical particles [3].

Sarikaya et al. [4,5] have presented homogeneous
precipitation of aluminium sulphate (0.010-0200 M
AP*) with urea in boiling aqueous solution. A reaction
between aluminium sulphate and urea at presence of the
hydro peroxide and follow up by ultrasound treatment
lead to again create of the non-uniform particles of
boehmite [4,5]. These particles possess morphology
corresponding to products obtained by means of hetero-
geneous precipitation [6]. Studies on low-temperature
synthesis of a-alumina from concentrated solutions of
aluminium salts and urea at low temperature are report-
ed in [7]. Using aluminium salts: (i) particles with low-
density alumina (0.2-0.4 g/cm) could be formed; (ii)
low-temperature synthesis of a-alumina could be possi-
ble; (iii) alumina hydrate with d50 varying from 16 to
19 um could be prepared. Also, keeping ds, constant
powders with different particle size range could be pre-
pared. The sample with 10% of the particles lie below
3.11 pm could also be prepared with different proces-
sing condition.

The aim of this work was to show that at low con-
centration of reagents is oi-boehmit formed. Hence, if con-
centration of reagents in rises, contitously hydrobasalu-
minit was discovered. The resulted precipitated are very
badly washed. These oxides could be successfully applied
as catalysts in degradation of chemical war fore agents.
This fact was publicized earlier [8]. Further, the primary
goal of this study was to investigate the properties, such
as specific surface area, porosity and morphology prepa-
red of precursors. Therefore, relationship between formed
phases, specific surface area, pore size distribution and
morphology of porous samples is investigated.
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EXPERIMENTAL

Experimental method

Aqueous solutions of aluminium sulphate and urea
in concentration ranges of 0.4-120 g/l and 10-240 g/l,
respectively were used in the experiments (see table 1.
the samples with signification Alkl - Alk12). The solu-
tions were prepared from of pure Al,(SO,);, urea and
distilled water. The experiments were carried out in 5 1
stirred glass vessel at temperature of 98°C. The precipi-
tation was stopped, when all AI’** ions were coagulated.

The precipitate was filtered, washed with distilled water
and dried at temperature of 105°C approximately 12 h.

Characterization methods

X-ray powder diffractions were performed with a
Siemens D5005 using Cu Ko radiation (40 kV, 30 mA)
and diffracted beam monochromator, using a step scan
mode with the step of 0.02° 26 and 2.4 s per step. Quali-
tative analysis performed with Diffract Plus EVA Appli-
cation V.8.0 and JCPDS PDF-2 database [9].

Table 1. Initial concentrations of reactants at which all precipitates (Alk1-Alk12) were obtained.

Sample Alkl Alk2 Alk3 Alk4 AlkS Alk6 Alk7 Alk8 Alk9 Alk10 Alk 11  Alkl12
AL(SO,); (g/1) 0.4 1 2 4 10 14 16 20 28 36 40 120
urea (g) 10 10 20 40 80 120 160 200 200 200 200 240
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Figure 1. X-ray powder diffraction patterns of Alk1-Alk12 samples.

Ceramics — Silikaty 50 (1) 22-26 (2006)

23



Lukac J., Bakardjieva S., Stengl V., Szatmary L., Subrt J.

The SEM studies were performed using a XL30
Philips CP microscope equipped with EDX (semiquan-
titative analyze), Robinson, SE and BSE detectors. The
EDX information was believed to be correct to about
+3 %.

The specific surface area of the samples was deter-
mined by nitrogen adsorption-desorption isotherms at
liquid nitrogen temperature using the Coulter SA 3100
instrument with outgas 15 min. on 120°C. The specific
surface area was calculated by the BET method, while
pore size distributions (pore diameter and pore volume)
by the BJH method.

Table 2. The residual content of sulphur.

RESULTS AND DISCUSSION
X-ray powder diffraction (XRD)

X-ray powder diffraction patterns for samples
Alk1-AlkS have diffraction lines characteristic for
boehmite, a-Al,O;xH,0, ICDD PDF 05-0190 [9] (see
figure 1). The intensity of diffraction lines increases
with growth concentration of aluminium sulphate and
urea in reaction mixture. The samples Alk6-Alk10 with-
out the sample Alk7 include the diffraction lines for
boehmite Al,O;xH,0, ICDD PDF 83-2384 [9] (see fi-
gure 1). Nevertheless, the samples of Alk7 and Alk10

Sample Alkl Alk2 Alk3  Alk4 AlkS

Alk6 Alk7 Alk8 Alk9 Alk10  Alk 11 Alk12

S (wt.%) 2.19 1.71 1.37 1.58 1.53

3.27 4.91 0.88 0.75 2.21 5.87 7.37

AccM  Spot petle———— 2um

300kv30 10000x SE Akl
v ¢

Figure 2. SEM morphology of sample Alkl.
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Figure 3. SEM morphology of sample Alk6.
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Figure 4. SEM morphology of sample Alk11.
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Figure 5. SEM morphology of sample Alk12.
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are specific, because besides boehmite peaks, hydrobas-
aluminite phase was discovered. Accordingly, at the
sample of Alk6 was appearance peak of else phase, con-
sequently with o-boehmit phase exists boehmit phase.
The samples of Alkll and Alkl2, were prepared with
high concentration of alumina sulphate and urea, have
all diffraction lines identical with hydrobasaluminite,
AlLSO,4(OH),x36H,0, ICDD PDF 08-0076 [9] (see fig-
ure 2). Detected hydrobasaluminite showed the high
value of residual sulphur content (see table 2). In con-
clusion, hydrobasaluminite was obser-ved at the sam-
ples from Alk10 to Alk12, while boehmie structure at
the all other samples was observed. It seems, that bet-
ween individual phases a transition exists dependence.

Scanning electron microscopy (SEM)

As it has been shown earlier [10], the urea precipi-
tation method leads (at the reaction condition used) to
colloid AIO(OH) nanoparticles assemblage into 1um
porous spherical clusters (see figure 2 as sample Alkl).
At different concentration of both Al,(SO,); and urea
solutions, the size and shape of the spherical particles
were changed. Figure 3, shows the SEM image of sam-
ple Alk6, with difficult shape characterization, recov-
ered from precipitation of 14 g/l AL(SO,); and 120 g/l
urea. The particles in some regions of the agglomerates
are presented as submicron-scale balls, consisting of
soundly packed smaller particles. These spherical
agglomerates are disappeared when the concentration of
reagents increases to 40g/1 Al,(SO,); and 200 g/l urea
(see figure 4 as sample Alkl1). The figure 5 reveals
hydrobasaluminite "islands" obtained at the highest
concentration of reagents (120 g/l Al,(SO,); and 240 g/
urea) which are not accurate spheres in shape and not

very uniform in size (sample Alk12). On the other hand,
each "island" consists of many spherical particles with
narrow size distribution.

Specific surface area and porosity

Values of BET, Total Pore Volume ¥, of prepared
samples are shown in table 3. Pore Size Distribution
(%) of samples Alk1-Alk12 is shown in tables 3 and 4.
It is well know, that micropores have pore sizes in range
from 0.3 to 2 nm. Mesopores substances have pore sizes
from 2 up to 50 nm and macropores range from widths
of 50 nm up to about 10° nm [11]. The porosity of sam-
ples was changed from mesopores to macropores with
increasing concentration of urea and aluminium sul-
phate. It seems, that three fields of porous distribution
in the samples exist. First field was occurred in the sam-
ples of Alkl-AlkS where macropores are dominant,
micropores are not practically there. Second field, the
samples of Alk6-Alk10 have together dominantly meso-
pores and macropores. In this case, the micropores have
larger representation as previous group. Third field, the
samples of Alk11-Alk12 have the same ratio of the all
kind of pore distribution. The total pore volume of fields
decrease in following sequence: first (Alkl-AlkS5), se-
cond (Alk6-Alk10) and three (Alk11-Alk12). Generally,
if changes in phase composition are occurred, the
changes in microstructural parameters are also presented.
Therefore, to three phases (two different of boehmite
phases and hydrobasaluminite phase) three fields of
porous distribution correspond. However, the sample of
Alk7 is exemption, because this sample contents
boemite and hydrobasaluminite phases and there are
mesopores and macropores dominant.

Table 3. Characteristic of porous of samples, BET and Total Pore Volume (V).

Sample Alkl Alk2  AIK3 Alk4  AIkS Alk6 Alk7  Alk8 Alk9  Alkl0 Alk 11  AlklI2
BET (m?%/g) 13.5 102.3  141.8 1283 91.8 54.4 57.5 66.4 61.7 90.1 71.9 6.4
V, (cm’/g) 0492 0481 0475 0462 0456 0272 0297 0.256 0.224 0.187 0.159 0.146
Table 4. Pore Size Distribution (%) of ALK1-ALK12 samples.

Pore diameter

(nm) Alkl Alk2  AIK3 Alk4  AIkS Alk6 Alk7  Alk8  Alk9  Alkl0 Alk 11  AlklI2
<6 4.12 4.46 4.07 3.38 4.72 18.31 15.09 1434 13.55 11.45 29.79  30.69
6-8 2.27 2.55 2.40 1.89 6.57 4.80 3.48 7.97 3.95 8.22 19.98 6.99
8-10 1.52 1.75 1.68 1.30 4.44 3.94 2.02 5.55 3.28 5.65 6.40 3.51
10-12 1.91 2.31 2.09 1.79 6.02 5.48 3.07 6.62 4.25 7.03 2.80 3.84
12-16 2.60 3.45 2.86 2.71 7.79 6.76 4.13 6.13 3.94 6.22 0.00 4.62
16-20 3.66 5.24 4.04 3.79 6.47 6.47 7.71 6.16 4.52 4.52 0.00 3.05
20-80 39.62 4540 38.76  37.19 24.02 2598 51.08 2943 3679 31.50 2043 27.36
> 80 44.31 34.83  44.11 4795 3997 2827 1341 2379 29.72 2540 20.61 19.94
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CONCLUSION

Three different phases have been successfully pre-
pared by homogenous precipitation from aluminium
(IIT) sulphate-urea reaction at 98°C. The following con-
clusion can be drawn:

(i) X-ray powder diffraction showed three different
phases: o-boehmit, boehmit and hydrobasaluminit.

(i1)) Scanning electron microscopy showed that the
samples have different morphology. The irregular
shape of particles was prevailing, when the content
of reagents increased.

(iii) BET surface area of the samples showed very wide
range (from 6 to 142 m?/g).

(iv) The BJH measurements showed that the samples
have very large porous distribution: o-boehmit is
dominantly macroporous, mesoporous and macro-
porous exist together in boehmit. Micro, meso and
macroporous are occurred in hydrobasaluminit
samples. Hence, we can to say, that if changes in
phase composition are occurred, the changes in
microstructural parameters are also occurred.
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OXIDY HLINITE PRIPRAVENE HOMOGENNIM
SRAZENIM Al,(SO,); S MOCOVINOU
VE VODNEM PROSTREDI

JOZEF LUKAC, SNEJANA BAKARDIJIEVA,
VACLAV STENGL, LORANT SZATMARY, JAN SUBRT

Ustav anorganické chemie AV CR,
250 68 Rez

Snadno filtrovatelné sférické prekurzory oxidu hliniku
byli pfipraveny homogennim srazenim Al,(SO,); s mocovinou
ve vodném prostiedi. Mocovina se vyuziva jako precipitacni
¢inidlo. Produkt byl charakterizovan praskovou rtg. difrakci.
Byly ziskané tii nasledujici faze: o-boehmite, boehmite a hyd-
robasaluminite. Morfologie byla pozorovana pomoci skeno-
vaciho elektronového mikroskopu. Mikrostrukturni charakte-
ristiky byly ziskany metodami BET a BJH. S rostoucim obsa-
hem koncentrace reakénich latek se ménili nejenom faze, ale
také dochazelo ke zvySovani iregularity morfologie. U a-boeh-
mitu byly objeveny makropéry. V boehmitu byly objeveny
mezopdry s makropdry a u hydrobasaluminitu byly vSechny tii
druhy pori na stejné Grovni.

26

Ceramics — Silikaty 50 (1) 22-26 (2006)




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Dot Gain 20%)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /SyntheticBoldness 1.00
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveEPSInfo true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile ()
  /PDFXOutputCondition ()
  /PDFXRegistryName (http://www.color.org)
  /PDFXTrapped /Unknown

  /Description <<
    /ENU (Use these settings to create PDF documents with higher image resolution for high quality pre-press printing. The PDF documents can be opened with Acrobat and Reader 5.0 and later. These settings require font embedding.)
    /JPN <FEFF3053306e8a2d5b9a306f30019ad889e350cf5ea6753b50cf3092542b308030d730ea30d730ec30b9537052377528306e00200050004400460020658766f830924f5c62103059308b3068304d306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103057305f00200050004400460020658766f8306f0020004100630072006f0062006100740020304a30883073002000520065006100640065007200200035002e003000204ee5964d30678868793a3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /FRA <>
    /DEU <>
    /PTB <>
    /DAN <>
    /NLD <>
    /ESP <>
    /SUO <>
    /ITA <>
    /NOR <>
    /SVE <>






    /TUR <>
    /HEB <>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


