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1 | INTRODUCTION

Abstract

Sucrose is the current baseline additive at the Hanford Waste Treatment and
Immobilization Plant in Washington to control foaming during waste feed to
glass transitions and the redox state of the glass melt. Alternative reductants are
being investigated to alleviate strain on effluent treatment from toxic acetoni-
trile production from incomplete combustion of sucrose. This study evaluates
ceramic additive options including B,C, B¢Si, SiC, and VB, in simulated low-
activity waste feed, as well as coke dust, probing the feed volume expansion
during melting as well as the gas evolution. All alternative reductant options
examined significantly reduced acetonitrile production; however, there was vari-
ability in their effectiveness as foam-reducing agents. VB, and coke matched
the performance of sucrose in controlling foam volume and glass redox state,
but with notably less acetonitrile production. B,C, BSi, and SiC demonstrated
improved foam control and very little acetonitrile production; however, the final
glasses were over-reduced, that is, Fe?*/Fer > 0.5. These alternative reductant
studies provide operational flexibility to the operation of the vitrification plant,
as well as options for alternative raw materials in industrial glass melting.

KEYWORDS
alternate reductants, off-gas, radioactive waste, redox, vitrification

radionuclides.! Low-activity waste (LAW), making up
~90% of the waste inventory by volume, is to be vitrified

There are over 200,000 m>® of nuclear waste, histori-
cally stored in 177 carbon-steel underground tanks at
the Hanford site in Washington State. The Waste Treat-
ment & Immobilization Plant (WTP) was built to vitrify
the radioactive waste for long-term immobilization of the

in the LAW Vitrification Facility post filtration and cesium
ion exchange in Tank Side Cesium Removal.>*> High-
level waste (HLW) is to be processed in a separate HLW
vitrification facility on the Hanford site.! In both LAW
and HLW vitrification facilities, waste will be mixed with
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glass-forming chemicals and fed into the melter through
a feed tube, landing on top of a pool of molten glass at
~1150°C.10714

During the conversion of nuclear waste to glass, melting
reactions form a reaction later called the “cold cap”, which
covers ~95% of the surface of the molten glass. Primary
foam appears at the feed-melt interface when an early
glass-forming melt closes open pores. Primary foam is a
bulk foam,” which collapses internally as the volume of gas
from residual conversion reactions expands as a function of
increasing temperature. The increasing temperature also
decreases the viscosity and surface tension of the transient
glass-forming melt until the point at which the foam is no
longer stable and the glass-forming melt can drain from
bubble walls.®!* Coalescing bubbles and large gas-filled
cavities eventually escape to the atmosphere at the cold-
cap edges or vent holes. The cold cap and feed-to-glass
reactions are the subject of many studies aiming to control
foaming, improve melting rate, and mitigate volatilization
of semi-volatile waste species.'*"!®

In general, the LAW feeds are nitrate rich and experience
primary foaming in the 600-800°C temperature range,
where the main contributing gas species are CO, and NO,.
Secondary foaming can occur at higher temperatures after
the collapse of primary foam, with the redox-dependent
release of O, and SO, gasses above ~900°C."*>19 Ace-
tonitrile (CH;CN) is a toxic substance that evolves from
the incomplete combustion of sucrose, the baseline reduc-
tant for melter feeds.’’?! Reduction of acetonitrile has
been the subject of recent studies to reduce load on
the current effluent treatment facility (ETF).?! Organic
carbon-based reductants have been explored for waste
vitrification.”?>* Formic acid has been shown to be less
effective than sucrose in a high-iron high-level waste!’
as well as posing higher risks of melter flammability.?***
Graphite and coke dust were shown to be more effec-
tive in reducing foaming in the high-iron high-level waste
feed; however, there are concerns with overreduction of
the melt, particularly for graphite.'” Neither of those com-
pounds have been shown or are expected to produce
acetonitrile.”

To obviate flammability and toxic off gas concerns,
Pacific Northwest National Laboratory (PNNL) recently
proposed boron nitride (BN) as an alternative ceramic
reductant,? demonstrating the crucible scale to be more
effective than sucrose in reducing foam volume during
melting. BN as an additive showed 90% reduction of ace-
tonitrile and effective redox control in the final glass
product. Crucially, the study highlighted that the mech-
anism of foaming can be controlled by adjusting the
glass-forming chemicals. By introducing these compo-
nents as thermally stable ceramic compounds, they only

TABLE 1 Thermal decomposition temperature in inert
atmosphere of the reductant additives explored in simulated Tank
241-AP-106 (hereafter called AP-106) and others for comparison.

Decomposition

Compound temperature (°C) Notes

C,H,,0y ~186 Decomposes®**

BN ~2973 Sublimes?>*

SiC ~2730 Decomposes
incongruently**’

B,C ~2450 Melts®**-*

B,Si ~1850-2300 Sparse data36-3%40

VB, ~2980 1126°C onset of
oxidation in
2ir3641

C (Coke dust) ~500-1000 Composition
dependent***

C (Graphite) >400 Oxidation in

air36,44

decompose and interact with the melt at elevated tem-
peratures. This approach differs from the manipulation
of the evolving gases by the addition of organics at lower
temperatures.” The study paves the way for the explo-
ration of other ceramic systems that could exploit the same
mechanism.

The following study aimed to compare a further range of
additives that include proportions of glass-forming chem-
icals to study their effects on foaming, gas evolution,
and final glass redox. Two directions were taken in this
study, the first explored coke dust as an additive that
has been long used in the glass industry,’*?° and recy-
cling coke from coal carbonization is a growing field of
research. Coke and related waste products are used in steel-
works, adsorbent materials, and geopolymers.*’~*? Coke is
known to be stable up to high temperatures and influence
secondary foam behavior."*” The second was exploring
alternative refractory-like ceramics following from the
study conducted at PNNL,” which showed successful
foam reduction using BN as discussed earlier. Boron car-
bide (B,C), boron silicide (B¢Si), silicon carbide (SiC), and
vanadium diboride (VB,) all contain glass forming species
and were explored. The thermal decomposition for each of
these species in inert atmospheres, unless otherwise stated
are given in Table 1. The thermal condition of a glass melt
will alter the temperature of decomposition of compounds,
while the sample in this study will all be heated in air
and the oxygen availability will be dependent on the redox
state of the feed and glass melt during heating. Without
detailed studies of these compounds in glass melts, the
table provides a point of comparison for the data collected
throughout this work.
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as a by-product of petroleum production, and calcin-
ing coke involves heating the coke to remove volatile
components. Samples of powdered green and calcined
coke were mounted using carbon tape onto a sam-
ple holder and then sputter coated with a 2-nm con-
ductive iridium coating. Scanning electron microscopy-
energy dispersive spectroscopy (SEM-EDS) was measured
using a JEOL 7001F SEM operated at 15 kV and 13
nA. Compositional mapping and compositional mea-
surements were taken using a Bruker Flash 6 60 EDS

When BgSi, SiC, VB,, and B,C were added, Si and/or
B were reduced pro rata from the quantities of SiO, or
H;BO; added as glass forming chemicals. No vanadium-
containing species is present in the batch compositions,
so the final glasses made with VB, will contain V likely
in the oxide form V,0s. V,05 may impact the properties
of the final glass. The impact of the oxidation from VB,
to V,05 and B,0; on the Fe redox state when melted in
air is within the scope of this study, but further assess-
ment of the glass properties should be performed to ensure
the glass product quality remains suitable for long-term
disposal. Both coke samples were compared as reductants

RIGBY ET AL.
TABLE 2 Nominal waste composition of the AP-106 simulated
waste feed.
Chemical source Target (g/L waste)
Re solution 11.03
KI 0.1784
AI(NO;)3-9H,0 115.70
Ca(NO,),-9H,0 0.0829
Fe(NO,);-9H,0 0.0807
H,BO, 0.1455
Ni(OH), 0.0287 detector.
Si0, 0.1204
Na,CrO, 1.30
KOH 4.65
NaOH 130.58
NacCl 3.88
Na;PO,-12H,0 6.70
Na,SO, 6.40
NaNO, 73.35
NaNO, 57.46
NaC,H;0, (sodium acetate) 6.83
NaHCO, (sodium formate) 5.72
Na,C,0, (sodium oxalate) 5.25
Na,CO3 9.54

2 | MATERIALS AND METHODS

2.1 | Simulant preparation

The composition used in this study was based on the com-
position expected in the Tank 241-AP-106 (hereafter called
AP-106) tank, which is the current interim LAW stor-
age tank.">* Currently, the AP-106 tank holds waste that
was previously in the Tank 241-AP-107 (hereafter called
AP-107), and reported as AP-107 previously>>>#*4” diluted
with water and NaOH.> The previous study on BN as an
alternative reductant® was performed on the composition
of the original AP-107 tank waste, therefore the sucrose
and BN additions have been replicated in this study with
the current composition for consistency. AP-106 simulant,
composition shown in Table 2, was batched on a 2-decimal
point balance for target weights >1 g and on a 4-decimal
point scale for target weights <1 g, using raw materials
with > 98% purity. Chemicals were mixed in water to a final
volume of 1 L.

2.2 | Melter feed additives

Coke dust was provided by Phillips 66 in two forms,
green and calcined coke. Green coke was retrieved directly

in the current study at C/N = 0.75, equivalent to sucrose.
The quantities were added based on a molar ratio of X to
nitrates in the feed, either C/N (SiC, B,C), Si/N (B4Si), or
V/N (VB,) = 0.25. AP-106 melter feeds BN at BN/N = 0.25
and 0.75 were also generated for comparison with the pre-
vious BN study where the data were valuable, and the
full characterization of this feed is given in Supporting
Information S1.%

The reductants, as seen in Table 3, were added to
the slurries during mixing to ensure homogeneity. Final
melter feed slurry was either pumped into smaller con-
tainers for density, rheology, and loss-on drying measure-
ments, or dried out at 105°C for 24 h. Dried slurry was then
milled in a tungsten carbide vibratory mill for 2 min for
further tests outlined in the following sections.

2.3 | Feed volume expansion testing

Pellets of 13 mm diameter were pressed using 0.9 g of
each dried feed at ~10 MPa pressure. Pellets were then
heated in a furnace at 10°C/min until the sample had
fully melted and was flat. Images were captured on a
camera through a viewport in the furnace every 5 s, and
the area of the projected image was recorded. By assum-
ing the rotational symmetry around a vertical axis and a
glass density ~2.5 g cm~3, volume can be calculated as
described in Rigby et al.”> and Marcial et al.*® The aver-
age volumes of at least two runs were taken for each feed
composition.
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TABLE 3 Nominal composition of the AP-106 glass-forming chemicals (GFCs) for each variation in alternative reductant content.

G AP-106 AP-106 AP-106 AP-106 AP-106 AP-106 AP-106
Sucrose Coke Coke B,C SiC B,Si VB,
(Si/N) (V/IN)
C/N 0.75 0.75 0.25 0.25 0.25 0.25 0.25
Target (g/L feed)

AlSiOs (kyanite) 65.68 65.68 66.89 66.89 66.89 66.89 66.89
H;BO; (boric acid) 160.14 160.14 163.08 132.17 163.08 132.17 132.17
CaSiO; (wollastonite) 54.67 54.67 55.68 55.68 55.68 55.68 55.68
Fe,0; (hematite) 47.24 47.24 48.11 48.11 48.11 48.11 48.11
MgSiO, (olivine) 26.78 26.78 27.28 27.28 27.28 27.28 27.28
SiO, (silica) 336.97 336.97 343.15 343.15 313.12 279.72 343.15
TiO, (rutile) 12.25 12.25 12.47 12.47 12.47 12.47 12.47
ZnO (zinc oxide) 31.68 31.68 32.27 32.27 32.27 32.27 32.27
ZrSiO, (zircon) 40.50 40.50 41.24 41.24 41.24 41.24 41.24
C,H,,0;; (Sucrose) 51.41
Green coke 23.27 6.34
Calcined coke 23.27
B,C 27.12
SiC 19.68
B;Si 35.02
VB, 35.62

2.4 | Evolved gas ana]ysis TABLE 4 Composition of coke sources by scanning electron

Using a Hiden Analytical HPR R&D20 evolved gas anal-
ysis (EGA), the release rate of evolved gases was mea-
sured on ~1 g of each feed sample loaded into a silica
tube inside a furnace. The furnace was heated to 1150°C
at 10°C/min under argon flowing at 50 mL/min. The
m/z signal intensities that were measured were normal-
ized to the carrier gas intensity and converted to values
recorded in parts per million (ppm). Background mea-
surements were recorded for ~5 min before starting
the furnace to subtract background gases from the final
data.

2.5 | Glass redox analysis

TFe Mossbauer spectroscopy was used to investigate the
form of Fe in the final glass samples. Powdered samples
were diluted with graphite and placed into a room tem-
perature >’Fe Mossbauer spectrometer with a 25 mCi >’Co
source in a Rh matrix. The 14.4 keV y-rays were produced
by the decay of the source, and the source was driven with
a constant acceleration by a SeeCo W304 drive unit. The
y-rays were detected using a SeeCo 45431 Kr proportional
counter with a 1.745 kV bias voltage applied to the cathode.
Transmission spectra of photons through the sample were
recorded over a velocity range of +12 mm s~ and calibrated

microscopy-energy dispersive spectroscopy (SEM-EDS).

Composition wt%*
Element Green coke (GC) Calcined coke (CC)
Carbon 94 90
Oxygen 5 8
Sulfur 0.5 0.4
Silicon 0.3 0.3
Calcium 0.1 0
Sodium 0.03 0.1
Iron 0.01 0.05
Aluminum 0 0.3

2Composition by SEM-EDS excludes elements lighter than C, including Li and
B.

with respect to a-Fe. Pseudo-Voight doublets were fitted to
the spectra using Recoil software.

3 | RESULTS AND DISCUSSION

3.1 | The effect of coke addition on
melting behavior

SEM-EDS mapping of the two coke sources in Figure 1
shows impurities semi-quantitatively listed in Table 4.
These impurities are all components of the simulant or
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Green Coke (GC) SEM-EDS Calcined Coke (CC) SEM-EDS
 ch1 [AUREY s IGSIAM - | [ ch 1 AVNEHY s NSSAMY -
FIGURE 1 Scanning electron microscopy-energy dispersive spectroscopy (SEM-EDS) maps of green coke (left) and calcined coke
(right) samples.

FIGURE 2
surface of feed.

Image of green coke particles floating on the

melter feed chemicals. SEM-EDS does not capture ele-
ments lighter than C, or some organic species more likely
to be in the green coke based on the lack of process-
ing, but for the elements available results suggest there
is not a large difference in the purities of the green
coke compared to the more processed calcined coke.
Figure 2 shows some green coke dust floating on top of
the melter feed slurry once mixed and left to settle; this
behavior was observed in the previous study with BN
powder floating to the top of the melter feed when left
unagitated.”

A comparison of the feed volume expansion during
melting is shown in Figure 3 for the baseline sucrose AP-
106 feed (C/N = 0.75), AP-106 with BN (BN/N = 0.75),
AP-106 batched with green coke (C/N = 0.25 and at
C/N = 0.75), and batched with calcined coke (C/N = 0.75).
The AP-106 baseline sucrose had a low-temperature foam-
ing behavior caused by what appears to be a single large
bubble at ~200°C continuing up to ~650°C where the

30 1 AP106 Sucrose 0.75
1—— AP106 BNO.75
— 25 ]——AP106 Calcined Coke 0.75
=] —— AP106 Green Coke 0.75
o 1—— AP106 Green Coke 0.25
o
P
>
[0}
€
=
o
>
kel
i}
2
©
£
o
z

T x T # T ® T . T
200 400 600 800 1000
Temperature (°C)

FIGURE 3
green and calcined coke as reductants compared with boron nitride
(BN) and sucrose at X/N ratios of 0.75, as well as green coke at 0.25,
where X is "C" in sucrose and coke or "BN".

Feed volume expansion curves of AP-106 with

main foaming took over. This occurred in both repetitions
of the feed volume expansion tests with sucrose, and exam-
ple images for one of the tests showing the single bubble
beneath the main pellet are shown in Figure 4. This low-
temperature foam event was not observed in the AP-107
baseline”” and therefore must be a consequence of the
minor compositional changes. The low-temperature foam
from these experiments might not be an issue in large
melter systems as the plenum temperature is likely to be
upwards of 400°C;* however, this result should prompt
further melter testing of the AP-106 composition prior to
hot start-up with the baseline composition.

Both green and calcined coke additives at C/N = 0.75 are
more effective in foam reduction across the melting tem-
perature range compared to sucrose and neither showed
low-temperature foaming events. Green coke at C/N = 0.25
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FIGURE 4

Images of AP-106 pellet with sucrose as a reductant during feed expansion testing showing large bubbles at low

temperatures, growth of the primary foam, and then collapse into a glass melt.

had a similar volume profile as the baseline for the primary
foam peak, but without low-temperature foaming. Given
that there does not appear to be an advantage in foam-
ing or impurities to using calcined coke that involves more
costly processing, the remainder of this study is performed
on green coke, and from this point forward referred to as
“coke.” BN remains more effective in suppressing foam
volume during melting, following a very similar shaped
curve to the previous AP-107 feed experiment.?
Low-temperature foaming in the AP-106 baseline with
sucrose appears to be caused by the evolution of CO,, N,
and NO beginning at ~200°C, shown in the top graph
in Figure 5. A similar gas profile is also seen in the coke
sample at C/N = 0.25, albeit with a significant reduc-
tion in the evolution of CO,. The consequence is that an
increased low-temperature foam volume must be caused
by the viscosity of the glass-forming/molten salt phase at
the low temperature, that is, these gases are free to escape
through open porosity in the coke sample but trapped in
a large/multiple large bubbles within the sucrose sam-
ple. Overall, the gas quantities for the feed with coke at
C/N 0.25 are much lower than the feed with sucrose.
Coke at C/N = 0.75 has a rapid release of gas just above
400°C, which must escape through open porosity as there
is no indication of this release in the foaming curve. After
this release, there is a relatively small quantity of fur-
ther gas release, resulting in lower foam volume than
the other coke feeds. This rapid release of gas could be
a reaction with organics in the coke, or the carbon itself
reacting exothermally with the molten salt phase. It is
likely to be undesirable for melter systems to have such a

rapid release of gas that could add excess load to the off-
gas system.

Based on the similarity in the main foam volume expan-
sion peak, coke and sucrose do not have equivalent effects
on foaming when equated for carbon molarity. Instead, it
is sensible to assume coke is approximately three times
more effective, that is, coke at C/N = 0.25 is as effective
in reducing foam volume as sucrose at C/N = 0.75. In
the previous BN study, a similar conclusion was drawn
for BN/N ratios in the melter feed based on both foam-
ing and final glass redox.? For this reason, the remainder
of the study compares alternative reducing additives at
X/N = 0.25, where X is either C, Si, or V to sucrose
at C/N = 0.75.

3.2 | The effect of ceramic reductants on
melting behavior

In previous work, it has been shown that graphite, which
is thermally stable in air up to 3600°C,**** begins to
decompose in a simulated HLW glass melt between 1000
and 1100°C."” The hypothesis that BN as well as other
refractory-like ceramics may reduce foam volume consid-
erably by the mechanism of high-temperature release of
glass forming species is further complicated by the results
shown in Figure 6. There is notable foam reduction when
the melter feed is batched with SiC, B,C, and B¢Si, but
addition of VB, has a comparable foam profile with tem-
perature to the baseline sucrose feed between 600 and
1000°C.
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FIGURE 5 Evolved gases in the AP-106 feed with sucrose as a reductant (top), coke as a reductant C/N = 0.75 (bottom left) and

C/N = 0.25 (bottom right).

309 AP106 Sucrose 0.75
—— AP106 SiC
25 |——AP-106 BSi
3 —— AP-106 VB,
&  |—ApP-106B,C
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gl e o 32
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FIGURE 6 Feed volume expansion curves of AP-106 feed with

SiC, B¢Si, VB,, and B,C as reductants at X/N ratios of 0.25, where
X = CinSiC, Siin B¢Si, Vin VB,, and C in B,C, compared with
sucrose at C/N = 0.25.

Foaming in the feed with SiC resembles the shape of
curves previously formed in HLW studies, showing sim-
ilar total foam expansion volumes, but shifted to lower
temperatures.'”** The collapse of the SiC foam by 800°C

could be beneficial for processing, since primary foam-
ing can readily collapse while the melt is not too viscous.
Higher temperature foams persist when the melt viscos-
ity has increased and is less readily collapsible. Bubblers
in full-scale melters may make the higher temperature
foaming less of an issue in a full-scale melter.**>' The
BgSi feed is a unique example of foam behavior that
steadily increases until high temperature and then col-
lapses around 1000°C. Further testing would be required
to determine whether this is suitable for processing in a
melter. There is very little foaming in the feed with B,C
comparable to the maximum BN feed (BN/N = 1.75) in
previous work.?

Gas evolution profiles during melting for the refractory-
like ceramic samples are shown in Figure 7. Main evolu-
tion of NO is apparent ~600°C in the SiC feed, overlapping
with CO, evolution, as observed in the coke feed at
C/N = 0.25 in Figure 5. This gas profile is what we would
expect without manipulation of the nitrates with low-
temperature organics and the behavior has been observed
before in the gas evolution of the AP-107 feed without
any reducing agents added.”” In the sucrose feed, how-
ever, that NO is released at lower temperatures due to the
sucrose reactions.”” In the BgSi feed (Figure 7), there is
partial organic reaction with nitrates, while the secondary
NO peak from thermal decomposition of nitrates above
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FIGURE 7 Major evolved gases in the AP-106 feed with SiC (top left), B4Si (top right), VB, (bottom left), and B,C (bottom right) as

reductants.

600°C is significantly reduced compared to SiC. Both VB,
and B,C show at least partial reactions with nitrates below
400°C, but the main NO evolution comes after 600°C in
VB, and in the rapid evolution of gases at 450°C in B,C. It
is postulated that there are organic impurities in the reduc-
tants that drive the partial NO evolution to occur at a lower
temperature when the reductants are added.

A rapid release of NO, CO,, and N, occurs in the
feed with B,C (Figure 7), similarly to the coke at 0.75
(Figure 5). This rapid evolution of large amounts of gases
occurs at a temperature range that is usually associated
with open porosity, before viscous glass melt formation.>?
The rapid release of gas aligns with a small but distinct
increase in foam volume in the feed volume expansion
curve (Figure 6). As discussed, for coke, this may not be
desirable for either scaled-up melter testing or full-scale
WTP operation.

3.3 | Evolution of semi-volatile species

The initial motivation to explore alternate reductants
was to reduce acetonitrile off gas from the melter feeds.
In Figure 8, all alternative reductants have significantly
reduced the release of acetonitrile compared to the base-
line reductant, sucrose, which is expected due to the lack of
organics. However, what is interesting is the temperature

at which the acetonitrile evolution peaks in the samples
varies with each alternative reductant. The higher tem-
perature and broad evolution of acetonitrile release in the
SiC sample suggest it may follow the foaming curve, in
that some of it is trapped within the primary foam and
then released during foam collapse. It is comparable to the
secondary peak of the acetonitrile in sucrose. The other
reductants have acetonitrile peaks below the onset of pri-
mary foaming, and they are well-defined peaks as seen in
the previous BN work.? BgSi has the highest acetonitrile
peak, this result aligns with the theory posed in the main
gas evolution (Section 3.2) that the feed is higher in organic
species. The impact of the increased organics is both a
shifted the NO peak to lower temperatures and increased
the acetonitrile evolution.

Sulfur retention is heavily studied for waste
vitrification.” Release of SO, gas is an indication that less
SO; is retained in the melt. The retention of sulfur in a
glass melt is dependent on the solubility limit of the glass
composition and redox state of the melt.>* Previous work
on AP-107 melter feed showed that both the quantity and
temperature of evolution of SO, were influenced by the
quantity of the reductant, or, consequently, the melt redox
state. The SO, evolution for BN added at 0.25 ratio to
AP-106 melter feed is compared with the other reductants
in Figure 8. The temperature of evolution is comparable
to that in AP-107.% There is no significant SO, evolution
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FIGURE 8 Minor gases evolved during melting the AP-106 feed with sucrose compared to alternative reductants. Acetonitrile

production (left) inset shows the full scale of AP-106 feed with sucrose. SO, production (right) shows only evolution of SO, above the noise

from AP-106 with boron nitride (BN) measured previously.

TABLE 5 Hyperfine splitting parameters from pseudo-Voight
fits of ¥ Fe Mossbauer spectra. Centre shift (CS) relative to
a-Fe, +0.02 mm s~ Relative area of each iron site +2%.

CS Qs Relative

Sample Site (mms?') (mms!) area(%)
AP-106 Fe*t  0.25 0.97 100
AP-106-Coke  Fe**  0.25 1 100
AP-106-B,C Fe** 031 0.79 50.5
Fe’* 093 2 49.5
AP-106-BSi Fe*t  0.42 0.85 27.7
Fe?*  0.98 1.96 72.3
AP-106-SiC Fe3* 0.33 0.83 65.0
Fe?*  0.92 2.05 35.0
AP-106-VB, Fe*t  0.25 0.97 100

over the complete temperature range of melting for any
of the additional reductants explored in this work. A
full compositional analysis of the glass would need to be
performed to confirm that all SO; is retained in the glass.

3.4 | Ironredox

Figure 9 shows the results of a hyperfine fitting of the
pseudo-Voight functions fitted to the ’Fe Méssbauer data
of each melter feed melted at 1150°C and quenched. Iron
redox state, in Table 5, was determined by the ratio of
peak areas corresponding to Fe3* and Fe?* sites, assum-
ing a recoil-free fraction ratio of f{Fe**/Fe?*) = 1.0. The
pseudo-Voight functions assign one doublet to each oxi-

dation state in the glass but do not have the granularity
to distinguish between coordination states of iron in each
redox state, just an average coordination state. Within the
approximate limit of detection of this method with the
velocity range measured, we can be confident that no
more than 10% of the Fe is in an Fe?* redox state for
the melter feeds with sucrose, coke, and VB, as reduc-
tant additives. This is assuming the ranges for isomer
shift and quadrupole splitting given in the following ref-
erences by Darby Dyar> and Oh, et al.’® B,C, BSi, and
SiC are all over-reducing at X/N = 0.25, where the limits
for redox control in a waste glass melter will be around
0.05 < Fe?*/Fep < 0.33.7%°

3.5 | Summary of reductant effectiveness
Table 6 provides a summary of the properties and behaviors
examined for the melter feeds with the selected reductant
additives. Sucrose at C/N = 0.75, and coke and VB, at
X/N = 0.25 have similar foaming statistics when added to
the AP-106 melter feed when the numbers are presented
in Table 6; however, the notable low-temperature foaming
event with sucrose, shown in Figures 3 and 4, is absent
from the feeds with coke and VB,. Both coke and VB,
also have the advantage of reducing acetonitrile evolution
significantly. The redox state remains similar to that of
sucrose in the final glass and SO, is retained as far as these
experiments are concerned.

The other three reductants, B,C, B¢Si, and SiC, are all
more effective in peak foam suppression and they do not
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TABLE 6 A summary of properties of AP-106 melter feed with carbon-based and refractory-like ceramic reductants explored in this
study.
Reductant X/N ratio Peak normalized Peak foam Total acetonitrile
additive X=C,S8i,V) foam volume (V/V,) temperature (°C) released (mg) Fe?* /Fer
Sucrose 0.75 21.1 775 150.80 <0.10
Coke 0.25 22.5 769 0.053 <0.10
B,C 0.25 5.17 672 0.128 0.50
BgSi 0.25 4.41 975 0.209 0.72
SiC 0.25 7.04 699 0.220 0.53
VB, 0.25 19.5 690 0.040 <0.10

experience low-temperature foaming events. Of these, the
feed with SiC is the one that most resembles an opti-
mum foaming condition in Figure 6, as the foam peaks
and collapses at a relatively low temperature, meaning it
is less likely to be trapped beneath a more viscous glass-
forming melt in a melter. Also absent from the table is the
notable rapid release of gas in the feed with B,C. The redox
states of these, however, are outside of the contract limit
Fe?*/Fep < 0.33.57°

4 | CONCLUSION

Alternative reductants to sucrose were tested in the simu-
lated AP-106 hot commissioning melter feed. Refractory-
like ceramics were selected on the basis that they are
thermally stable and could produce similar success in foam
and redox control to BN in previous work.'® Coke dust in
various forms was selected based on both being thermally
stable, well demonstrated in industrial glass melting and
being a by-product of another industry. All the feeds with
alternate reductants showed a considerable reduction in
the off gassing of toxic acetonitrile compared to sucrose.
They also showed no SO, evolution at bench scale, suggest-
ing SO; is well retained in the glass. Results were mixed
for control of foaming, and coke and VB, additives were
similarly effective to sucrose in controlling foaming overall
but without any signs of low-temperature foaming that was
observed in the sucrose feed. B,C, SiC and B¢Si all reduced
both maximum foaming and the total foam volume across
the temperature range, however the final glasses were over
reduced. The results indicate that comparing the coke and
VB, at X/N ratios of 0.25 to the sucrose at C/N = 0.75 is
appropriate, but for the other reductants, a further reduc-
tion in this ratio may be required to get comparable results.
The rapid release of gas from B,C and coke at C/N = 0.75
elevated ratios will likely rule these out of further scaled-
up melter testing, however testing is suggested as future
work based on the present study for the other alternative
reductants to determine viability for processing, and for

the baseline AP-106 feed with sucrose to ensure that the
low-temperature foaming is not going to be an issue in
larger melters.
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