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Abstract
The objective of the work was the establishment of a procedure allowing the obtainment of high-optical-transparency MgAl 2O 4 polycrystalline parts that exhibit a fine microstructure (average grains size lower than 5 μm). The technology had to be relevant for industrial-scale production. A nano powder, commercially available in large quantities,
at a reasonable price, was used as raw material. It was determined that by applying a suitable combination of powder
processing and green-bodies-forming procedure, a configuration favorable for advanced densification can be derived
from the selected powder. It was also found that the pore-closing ability of HIPing was best exploited when the specimens subjected to this treatment (predensified by pressureless sintering, in air) exhibited an optimal tradeoff between
densification level and microstructural configuration. Specimens combining an average grain size of 2.5 μm with an
in-line transmission of 77 % (λ = 750 nm; thickness ∼2 mm) were obtained; such parts possess a Vickers hardness of
13.8 GPa and a transverse rupture strength of ∼200 MPa. Because the technology developed generates transparent
spinel exhibiting properties acceptable for some of the existent applications, at reasonable cost, it may be of interest to
industry.
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I. Introduction
Transparent (energy gap ≅ 7.8 eV) MgAl 2O 4 spinel finds
use in a number of applications, like protective domes for
infrared sensors, armor, barcode reader heads, pressure
vessel windows, laser-based spark plugs, or microlithography lenses 1-6. It was first obtained as single crystal,
and then – by powder sintering – as polycrystalline (TPS)
parts 2-26.
The essential parameter for performance estimation is
the optical in-line transmission (ILT), which is desired to
be as close as possible to the theoretical limit of ∼87 %
(∼0.3 - 5 μm range) 5,15. The minimal acceptable level varies
from application to application(being, though, rarely lower than 70 %), and so does the relevant wavelengths range
(VIS, MIR or near-UV).
Besides transparency, of considerable importance is a
fine microstructure 5, 27, 28. Lowering the grain size improves the mechanical properties and thermal shock resistance 4-6, 29. In the particular case of armor, it also accelerates projectile erosion 28.
A number of technologies have been developed, over the
years, for the fabrication of TPS-based products 2-34. In
most of these technologies a powder compact is sintered to
full density, either by pressureless sintering (AS) followed
by hot isostatic pressing (HIP), or hot pressing (HP) followed by HIPing. Interesting results have also been obtained with fusion casting 30. Some of these procedures are
*

Corresponding author: goldaad@actcom.net.il

able to deliver spinel parts of excellent transparency, large
size and desired shape. The microstructure of these components is, however, in most cases, coarse, being based on
grains of a size >> 10 μm.
Attempts have also been made, mostly in recent years, to
develop TPS that combines high transparency with a fine
microstructure (average grain size GS in the 1.5 – 10 μm
range) 3,14,24,25,27,31-34. The feasibility of obtaining even
submicron GS coupled with an ILT ≥ 80 %, was demonstrated by Krell et al and then Goldstein et al 20,21. None
of the resulting procedures, for fine-grained TPS obtainment, are used for industrial production, owing to various
drawbacks, like the need for an excessively complex hot
pressing stage, achievement of insufficient transparency,
low size of obtainable parts, the need for additives, expensive raw materials, only partial disclosure of technology,
etc.
The goal of this work was to develop a technology allowing the obtainment of fine microstructure, highly transparent (T ≥ 75 %) spinel parts, which can be used (being
low-cost enough) for industrial scale fabrication. For this,
first, a powder commercially available, at a reasonable
price and in large quantities, was selected (from a quite
meager set of options). A procedure, including powder
processing, forming and sintering (an AS+HIP approach,
which is significantly less costly than a HP+HIP one), allowing the conversion of this powder into TPS, was then
established; the densified parts have been characterized
regarding microstructure, optical and mechanical properties. Obtainment of TPS from this type of powder was ex-
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amined previously, especially in the US and Taiwan, but
in most cases technologies generating parts exhibiting a
large grain size were established 10,13,15,16,18. Submicrongrained TPS exhibiting excellent mechanical properties
was also obtained lately in Germany 35, but the specifics
of the procedure used (especially sintering aids) were not
disclosed.
II. Experimental
The raw material selected is prepared, from pure Al
and Mg sulphates, by Baikowski (La Balme de Silligny,
France) using wet chemistry followed by calcination and
jet milling. Its main impurities are (in ppm) S 200, Ca 80,
Fe 30, Na 50, K 35. A = 29 m 2/g. It has a composition corresponding to a 1 : 1 molar ratio of MgO and Al 2O 3. The
powder includes only the cubic MgAl 2O 4 spinel (JCPDS
card 21-1152).
The powder, suspended in ethylene glycol (diluted suspension), was deagglomerated by ultrasonication, in the
presence of a deflocculant suitable for organic solvents,
and pelletized by the aid of a 71-mesh sieve. The pellets
were spheroidized by tumbling. Green parts have been
formed by cold isostatic pressing (CIP), following a schedule which includes a number of dwells both during the
increase and decrease of the pressure. During the raising
and decreasing of pressure, 10 min dwells were kept at 80,
140 and 200 MPa (maximal pressure). Most of the specimens were disc-shaped (diameter φ i = 25 to 60 mm; thickness t i = 3 to 6 mm; i = initial), but a number of plates
were also formed (l i = 40 to 60 mm). Isothermal sintering
in air (AS) was effectuated by maintaining 3-h dwells at
different temperatures (t° s = sintering temperature) in the
1250 – 1650 °C range. The final densification stage was performed by the aid of an in-house made HIP, under Ar, at
∼ 200 MPa, at various temperatures in the 1400 to 1600 °C
range, keeping, in all cases, a 3-h dwell at the peak temperature. Gray coloration, present after HIPing in most
of the specimens, was eliminated by annealing in air (1250
– 1280 °C range; 2-h dwell).
The bulk density of the powder compacts was labeled
BD g, that reached after air sintering (3-h dwell) - BD A; the
bulk density after HIPing was labeled BD H. They were
determined by means of the Archimedes technique (for
BD g the powder compact was strengthened by heating to
850 °C/2 h).
The powder particles (agglomerates) size distribution
(dispersion in ethylene glycol) was measured with the
aid of a laser-diffraction-based sizer (model Mastersizer
2000, from Malvern Instruments, Worcestershire, UK).
The pore size distribution (green body strengthened by
heating at 850 °C/2 h) was measured by mercury intrusion (model Macropore 120 porosimeter from Carlo Erba,
Torino, Italy).
The phase composition of the raw materials and densified
specimens was determined from diffractograms obtained
with the aid of an X-ray diffractometer (XRD; model APD
from ItalStructures, Riva del Garda, Italy). This machine
uses the CuKα-1 radiation (λ = 1.5406 Å); peaks present in
the diffractograms were identified with the aid of JCPDS
cards.
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Powder morphology was examined with TEM (model TECNAI G 2, T-20, from FEI, Eindhoven, NL) while
the microstructure of the sintered parts was illustrated by
SEM (model Quanta 200, FEI). The average grain size
(GS) was measured with the aid of the mean lineal intercept
method, using the approximation GS=1.5L, where L is the
mean intercept (ASTM E-112-88). At least 200 grains, located on three different specimens, were measured.
The hardness, under a load of 5 kg (HV5), was measured
with the aid of a Vickers indenter (model DVK-1 of Matsuzawa, Tokyo, Japan).
Young’s modulus (E) was derived from sound speed
measurements (pulse echo technique, 5 MHz probe).
The transverse rupture strength (TRS) was measured using a three-point-bending configuration (L = 27 mm, H =
5.1 mm, W = 4.3 mm; 34 kg/min loading rate) on a set of
12 polished test bars; the Weibull modulus “m” was also
determined. Owing to the small number (12) of strength
measurements available, the confidence level one may associate with the result regarding “m” is moderate (for high
confidence more than 100 measurements would be needed); the value obtained is only orientative.
The optical transmission spectra were recorded by a double-beam spectrophotometer (model Lambda 950 from
Perkin Elmer, Shelton, CT, USA) on polished specimens
(t = 1.7 mm). In order to eliminate the scattered component of the light beam, a 4 x 4-mm slit was located between
the specimen and detector, as recommended by Dercioglu
et al. 17, so that the values shown may be considered as in
line transmission ones.
III. Results and Discussion
(1) Optimization of green body configuration
Comparison of the results of some of our previous
works 3, 21 and the literature 20 suggest that a significant
increase in sinterability can be obtained by improving the
configuration of spinel powder compacts at the nano- and
micro-scale. Those results and theoretical examination of
the green body structure/sinterability correlation 7, 36, 37
indicate that in a good configuration the average pore
size should be as low as possible and the size distribution
should be narrow. The latter requirement stems from the
need for keeping the interaggregate pores size in the same
range with the intraaggregate voids (the interaggregate
pores, being the largest, control the maximal attainable
densification level). The pore coordination number (by
particles) has to be as low as possible (to allow, thermodynamically, pore shrinkage 7) and the curvature of the
particles high. The agglomerates’ internal porosity, size,
shape, tribological behavior during forming (a factor difficult to measure and usually overlooked) and arrangement
compactness have to be such as to allow the formation of
the desired configuration and to minimize the deterioration – of the initial green body pores size distribution –
inevitably produced, by differential densification, in the
first stage of sintering 36. The residual mechanical stress,
existent after forming, has to be low enough so as not to
cause cracking and/or change in the voids’ size and shape
during relaxation (e.g. spring effect of particles elastically
deformed by excessive pressing force). A low amount of
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porosity, i.e. a high BD g, is also helpful, but only if it is
not obtained by negatively affecting one or more of the
porosity characteristics listed above. Last but not least,
the local nano- and micro-scale configuration has to be
uniformly repeated throughout the macroscopic volume
of the specimen.

3

ure shows, the primary clusters include crystallites strongly linked over grain boundaries, formed by diffusion (during powder synthesis). Those clusters further coalesce into higher level agglomerates, mostly owing to the action of
van der Waals forces, of up to a few microns in size.

Fig. 2: Spinel powder particles size distribution after different types
of processing.
(a) Deagglomeration by ultrasonication in water.
(b) Deagglomeration by ultrasonication in isopropyl alcohol.
(c) Deagglomeration by ultrasonication in ethylene glycol (includes
1.8 % deflocculant operating by steric stabilization mechanism).

Fig. 1: Ultimate particles and agglomerates of SCR-30 grade
MgAl 2O 4 powder.
(a) Ultimate particles size, morphology and clustering pattern.
TEM.
(b) Size and morphology of multilevel aggregates (particles). SEM.

The morphology of the ultimate particles of the powder
used here and its initial clustering pattern are shown in
Fig. 1a. The faceted (unfortunately not spheroidal) crystallites (average size of 45 nm) aggregate to form multilevel agglomerates of variable size and shape. As the fig-

Preliminary experiments showed that deagglomeration
treatments of the as received powder increase the BD g
and reduce somewhat the pore size distribution width of
the green body. Therefore, various agglomerate-breaking
techniques, like ball and jet milling, together with ultrasonication, were examined. The latter procedure gave the
best results (including an absence of impurification). The
performance of the procedure is markedly affected by parameters like: ultrasound source power, suspension volume and solid loading, nature of the suspending liquid and
nature of deflocculant. In Fig. 2 the particle size distribution obtained after deagglomeration under various conditions is illustrated. The data in the Figure indicate that
when ethylene glycol was used as suspending medium and
a suitable dispersant was added, a massive agglomerate size
reduction was obtained. Fig. 3 shows the pore size distribution of the green body obtained by pressing the pow-
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der with the particle size distribution detailed in Fig. 2c; its
BD g (1.83 g/cm 3) is also indicated (caption). As it may be
seen, the pore size (including the interagglomerate ones)
is in the same range as that of the basic particles, a situation which permits realization of low pore coordination
numbers; the average pore size is quite low, at a value of
∼ 40 nm, and the distribution width narrow.
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ionic-diffusion-based densification process slows down
strongly as a result of grain growth and consequent pore
size increase (coalescence), as indicated by the experimental work and also equations (1) and (2), which show the
strong dependence of the densification rate on GS 37-40.
dρ 441DL γS Vm
1
=
(1 - ρ) 3
3
RT
GS
dτ

(1)

and/or
dρ 733δB DB γS Vm
=
RT GS4
dτ

Fig. 3: Pores size distribution of green body formed by pressing of
powder having a particles size distribution like that illustrated in
Fig. 2c. BD g = 1.83 g/cm 3 (˜ 51 % TD); Mercury intrusion.

where:
ρ is the density;
τ is the time;
D B. L are the lattice and grain boundary diffusion coefficients;
γ S is the surface energy;
V m is the molar volume;
R is the gases constant;
T is the absolute temperature;
δ B is the GB (grain boundary) width;
The relative contribution to densification of the two
types of diffusion varies with temperature and grain size.
The grains growth also causes the formation of a fraction
of occluded porosity (its closure is more difficult than that
of GB attached voids) over a critical density, ρ C, 41 which
in the case of pore drag control (prevalent in the case of
pure powders) is:


ε
ρC = 1 3.3

Fig. 4: Sintering shrinkage curve (5 °C/min) and BD A=f(t° s) for 3 h
dwell isothermal firing. (TD=3.578 g/cm 3).
(a) DL/L·100 = f (temp.)
(b) BD A = f(t° s)

(2) Pressureless sintering stage
In Fig. 4 the sintering shrinkage is shown together with
the evolution, as a function of peak temperature, of the
BD A of specimens subjected to isothermal sintering using 3-h dwells. The dilatometric curve (Fig. 4a) shows that
densification starts as low as 1100 °C, but attains its maximal level at the relatively high temperature of 1620 °C,
after shrinkage of ∼ 20 %. As Fig. 4b shows, BD A values
(BD A = 3.575 g/cm 3; 99.9 % TD) very close to the theoretical density (TD = 3.578 g/cm 3) can be obtained by isothermal pressureless sintering at 1600 °C, with 3-h dwell times,
but optically this brings about only a slight translucency,
i.e. a level of transmission far below that required by the
applications. The low transmission, even at such high BD A
values, is a consequence of the light scattering produced
by the residual porosity. Residual porosity, after AS, exists
owing to the fact that as it is approaching completion, the

(2)



GS
1GSM

3

(3)

where:
ε is a constant which allows for different limiting cases
in the GS distribution;
GS is the average and GS M the maximal grain size.
The value of ρ C is seen to be dependent also on the
d
microstructural pattern, like dρτ .
In Fig. 5 the microstructure of the specimens which attained, after AS, respectively, 96.5 % TD and 99.9 % TD,
is shown. The GS (see Table 1) has risen from 1.8 to 3.8 μm.
More importantly, the largest grains grew from 4.5 to
12 μm. The size increase, especially of the largest grains,
while not massive, is significant enough to contribute, for
reasons mentioned above, to densification slow-down.
Owing to the above, the end-point of pressureless densification is attained quite close to TD, but still before
the residual porosity is lowered under the maximal limit
of ∼ 300 ppm required (together with a pore size φ which
satisfies either λ/φ>10 or φ>>λ) for reducing scattering
enough to make high transparency achievement possible 42. As a result, the specimens are only translucent at the
end of the AS stage. In order to attain the desired levels of
optical transmission, further sintering, under conditions
ensuring a stronger drive toward pore closure than AS is
able to offer, is needed. Such conditions are provided by
HIPing.
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Table 1 Optical transmission of disks (t f = 1.7mm), obtained by AS+HIP 1520 °C/3 h (annealing in air 1280 °C/2 h), as a
function of the AS temperature (1420-1650 °C range) and characteristics of as-ASed specimens.
After air Sintering

After HIP at 1520 °C
**

Temperature

BD A

Total residual porosity
(TP) *
(all of it is closed)

GS

GS M

In-line transmission
λ = 750 nm

°C

g/cm 3

%

μm

μm

%

1420

3.340±0.007

6.70

1.20±0.35

3.00

<40

1450

3.450±0.005

3.60

1.85±0.82

4.50

75

1470

3.470±0.003

2.75

1.80±0.74

4.00

77

1500

3.540±0.006

1.00

2.25±0.38

4.50

77

1550

3.560±0.007

0.50

2.50±0.26

5.00

74

1600

3.575±0.008

0.10

3.80±0.27

12.00

72

1650

3.565±0.006

0.40

4.35±0.32

12.00

68

* TP calculated from BD values (TD=3.578 g/cm 3)
A
** GS = maximal grain size
M

The driving force for pore closure in the final stage of AS
is, for oxides, in the region of 2 to 20 MPa, depending on
their size and γ S 43. If an external pressure (P) is applied,
the densification rate becomes 41.


dρ
VM
πδB DB
(4)
= 31.5
(1
ρ)
D
+
P
L
2
dτ
GS
kTGS
where:
k is the Boltzman constant;
P is external pressure.
The positive effect of P on pore closure may be quite significant, bearing in mind that in the HIP machines P may
reach 200 – 300 MPa. The effect is stronger on pores connected to GBs, but it is also felt by occluded pores because
the chemical potential of the ionic specimens located at
GBs close to the pore is increased and the pore gas pressure
is opposed (possibly, the mobility of dislocations close to
the pore is raised).
(3) Achievement of transparency by HIPing
For HIPing, without encapsulation, the specimens have
to exhibit very low open porosity. In this work only specimens having OP ≈ O (i.e. sintered at t° ≥ 1420 °C) were
subjected to HIPing.
After HIPing at temperatures ≤ 1450 °C, only opaque or
translucent specimens were obtained. Interestingly, specimens produced by AS in the 1450 to 1500 °C range were,
after HIPing, somewhat more translucent than those sintered at higher temperatures (1550 up to 1650 °C).
The lowest HIPing temperature that produced specimens with an ILT ≥ 60 % was 1520 °C. In Table 1 the BD A,
GS and total residual porosity (TP), after the pressureless
sintering stage, are listed, together with ILT values after
HIPing at 1520 °C. As it may be seen, ILT increases when
the AS temperature of the specimens subjected to HIPing
is raised from 1420 to 1470 °C. A further increase in sintering temperature, though, does not improve the transmission (even some decrease is observed above 1500 °C),
despite the fact that the BD A increased continuously in

Fig. 5: Microstructure of spinel parts after AS (3 h) at temperatures
which generate parts with a BD A of respectively 96.5 and 99.9 %TD.
(a) BD A=96.5 %TD (t° s = 1450 °C) = 1.8 mm (chemical etching with
H 3PO 4 solutions; BSE).
(b) BD A=99.9 %TD (t° s= 1600 °C) = 3.8 mm (thermal etching at
1450 °C/40 min; SE).
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the 1420 to 1600 °C domain. A specimen ASed at 1470 °C
has, after HIPing at 1520 °C, a GS = 2.5 μm. Increase of
the HIPing temperature – for the case of parts ASed in the
1470 – 1500 °C range – to 1580 °C, while improving transparency (see Fig. 6 and Fig. 7), so that ILT rises to 83 %,
also causes slight grain growth; the GS (specimen ASed at
1470 °C) rises from 2.5 to 3.5 μm as a result of such a HIPing temperature increase. The results of Table 1 suggest
that the amount of porosity, after AS (BD A, TP), is not the
only factor affecting behavior during HIPing. Increase of
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pores closure more difficult, despite the reduction of their
total amount. The most efficient pore closure during HIPing is obtained in the case of specimens exhibiting an optimal tradeoff between TP and the pore system characteristics (size and location). Here this is achieved for specimens
ASed in the 1470 – 1500 °C range. A similar behavior was
observed also by Tsukuma and Kwon 24,44. The observation that specimens sintered in the 1470 – 1500 °C range exhibit, after HIPing, an optical transmission not worse (but
in fact slightly higher) than those fired at 1600 °C, helps
one to reduce the GS of the TPS.
In Fig. 7 the transmission curve of disks (t = 1.7 mm)
sintered at 1470 °C and HIPed at, respectively, 1520 and
1580 °C, are shown. The higher HIPing temperature further reduces porosity (stronger diffusion), so that the ILT
is increased by ∼ 6 %.
Most of the small-size disks (φ ∼ 20 mm) were free of
microdefects, but in larger specimens (L > 30 mm) some
opaque spots (10 to 100 μm in size) were randomly distributed (Fig. 8) in the otherwise highly transparent matrix. The size and number of such defects tend to increase
with the size and thickness of the specimens. While not
always affecting transmission measurements, such defects
are deleterious.

Fig. 6: Illustration of spinel parts that underwent the AS+HIP densification process (t = 2 mm).
Square: AS 1470 °C+HIPing at 1580 °C
Disk: AS 1470 °C+HIPing at 1520 °C
Specimens held 2 cm above background

Fig. 8: Size, shape and clustering pattern of micro opaque spots
within transparent spinel matrix. Optical microscopy.

Fig. 7: ILT as a function of λ (250 - 1500 nm domain) of disks
(t = 1.7 mm; AS = 1470 °C) HIPed at two different temperatures (the
microstructure after HIPing at 1520 °C is also shown).
(a) HIP at 1580 °C
(b) HIPed at 1520 °C
(c) Microstructure of specimen made by AS 1470 °C/3 h+HIPing
1520 °C.
SEM; GS=2.5 μm (chemical etching with H 3PO 4 solutions; BSE).

the AS temperature from 1420 to 1600 °C, while continuously reducing TP, also caused a noticeable, albeit not massive, microstructure coarsening. The increase of the fraction of occluded porosity, its size and distance from GBs,
as the BD A approaches the TD and coarsening progresses,
accompanied also by a size increase of some of the GB connected pores (those resulting by pore coalescence), makes

Fig. 9: Survival probability (P S) as a function of rupture strength (lnln format for Weibull modulus “m” calculation).
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(4) Mechanical properties
In Table 2 the average values measured for GS, ILT, HV5,
TRS and E are given. For comparison, the values measured
on specimens derived from a powder prepared by flame
spray pyrolysis (FSP) are also given; those specimens
have a submicron grain size, obtained by low-temperature HIPing (at 1320 °C) parts sintered in air at 1280 °C 21.
The strength is reasonable, similar to values obtained by
others 2 but the low value of “m” (Fig. 9) indicates that
further improvement of reliability is needed. As the table
shows, the coarser microstructure of the specimens developed in this work reduces the hardness, but not drastically
(∼ 5 %). The reduction is more marked if the HV5 values obtained here are compared with those reported in 35,
where a powder from the same supplier as the one relevant
here was used to obtain submicron-grained TPS. There,
for GS = 0.42 μm, the Vickers hardness is similar to that
found in 21 (HV10 = 14.6 GPa), but the value is obtained
under a 10 kg load. While the information about processing given in 35 is not detailed enough to allow replication
(or estimate costs), the results presented there indicate
that higher performance than that obtained here is attainable with optimized technology. The GS could be reduced
there to under 1 μm (the optimal microstructure for armor), while the ILT is almost theoretical.

high performance (lower, but not far away from that attained in 35) using a moderate cost raw material and lowcost (compared to the HP+HIP approach) processing. The
main objective of further work is the total elimination of
the residual micro opaque spots in large specimens.
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