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Hydrogen and carbon monoxide bubbles in a glass melt are produced by reactions of carbon, iron and ferrous oxide
impurities with oxygen or water vapour. Their modelling in melting space joined with defect bubble analyses could help to
identify the appropriate bubble defect source, however, mechanisms of bubble interactions with melts are not yet known. The
experimental examination of bubbles initially containing 95 vol.% H, and 5 vol.% N, showed a rapid absorption of hydrogen
by the melt. The proposed mechanism of interaction involved the controlling role of hydrogen and oxidizing components
counter-diffusion in bubble surroundings and influence of chemical reaction of hydrogen with the mentioned oxidizing melt
components (O, sulphate ions). The governing equations of this phenomenon were presented, as well as a simplified
mechanism applying the value of hydrogen effective diffusion coefficient under given value of the redox state of glass. Using
the results of experimental observations, the temperature dependencies of the product of effective diffusion coefficient and
solubility of hydrogen - necessary for the modelling of bubbles containing hydrogen - were determined in soda-lime-silica
glass containing 0.5 wt.% SO; (Dgiﬁ,LHf exp (0.866-7438/T)) and amber glass (Dgiﬁ,LHf exp(0.946-9125/T)), where T is

temperature in Kelvins.

INTRODUCTION

The examination of interactions between multi-
component bubbles and glass melts provides a very
comprehensible picture of interaction between gases
and glass melts generally. The main reason of this fact
is the relatively easy measurement of bubble volume
changes by direct observations [1], the chance to
analyse gas content of bubbles, as well as a good
theoretical background [2 - 5]. In addition, bubbles play
an ill fated role of the most significant defect of
industrial glasses. As the defect history during the
melting process deeply affects bubble frequency in
products, the bubble examination at melting tempe-
ratures has also a practical important consequence.

A considerable effort has been paid to the
behaviour of bubbles containing gases typical for
characterisation of the industrial melting process, as
was CO,, N,, O,, H,0, SO, and Ar. On the contrary, the
knowledge of the behaviour of reactive reducing gases,
namely H, and CO, was restricted to occasional
analytical determination in defect bubbles [6]. Their
interactions give nevertheless an interesting example of
chemical interaction between a reactive gas and glass
melt, impact on the industrial bubble removing process
and are significant for the identification of some defect
bubble sources during the melting process.

This work is aimed at the examination of the
mechanism by which H, and CO in bubbles react with a
glass melt containing oxidizing components, as is
oxygen, and sulphate ions. The experimental
examination of contraction of bubbles containing the

mixture of hydrogen and nitrogen in the melt, as well as
the GC analyse of gases remaining after absorption of a
defined volume of gases in the melt were applied to
elucidate the absorption mechanism. The results of
experimental observations were used to propose the
general governing equations of the reactive bubble
interaction with a glass melt, as well as to present the
simplified mechanism of contraction of multi-
component bubbles containing H, and CO.

THEORETICAL PART

The reactive gases present in some defect bubbles
come from reactions between reducing components
present as impurities, namely carbon, iron or ferrous
oxide with oxidizing components or water vapour [1]:

C(s) + 112041, g) <> CO(g) (1)
2 Fe(s) + 3 HyO(l, g) <> Fe,054(1) + 3 Hy(g) (2)
2 FeO(s) + H,0(1, g) <> Fe,04(1) + Hy(g) 3)

If the sulphate ions are present in glass, the
subsequent reactions with SO, in both bubbles and melt
provides COS and H,S. Both components are frequently
found by defect bubble analyses [6], however, the
temperature range of this reaction has not been
determined yet. Owing to both experimental and
theoretical complexity of this interaction, the discussion
will be restricted to reactions of hydrogen and carbon
monoxide.
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If one or both mentioned gases reside in a bubble,
no oxidizing component -oxygen or sulphur dioxide —
can be present there. Nevertheless, gases can react with
the appropriate components dissolved in the bubble
surrounding melt according to reactions:

Hy(g) + 1/204(1, g) + O*(1) —» 2 OH (1) 4)
CO(g) + 1/204(1, g) = COy(, g) 5)
H,(g) + SOF (1) —» 2 OH«(1) + SO,(1, g) (6)

CO(g) + 807 (1) > COy(l, &) + SOx(1, g) + O*(1)  (7)

Note that water coming from reactions (4) and (6)
reacts to form OH groups in the melt. The reactions with
sulphate may proceed up to H,S and COS production in
the surrounding melt.

When examining the absorption of H, and CO by
the bubble surrounding melt, two mechanisms are
suggested:

a) The reacting gas (H, or CO) diffuses into the melt
and reacts there with any oxidizing component. Its
concentration in the bubble decreases with time
and no or almost no products of this reaction (H,O
or CO, etc.) occur in the bubble. The process of
absorption is controlled by the transport of H,, CO
and oxidizing components and is influenced by
their chemical reactions in the melt.

b) The oxidizing components are present in a
sufficient amount in the bubble surface layer or
their transport from the melt to the bubble surface
is fast. The chemical reaction will take place on the
bubble boundary and its products will substitute H,
and CO in the bubble. The process will be
controlled by the surface reaction.

The mentioned cases a) and b) should considerably
differ as regards the resulting volume and composition
of bubbles. The experiments involving the absorption
of bubbles - containing defined content of H, or CO - in
the melt and bubble analyses may therefore reveal the
dominating reaction mechanism.

EXPERIMENTAL PART

Only experiments with H, gas were performed
owing to the CO high toxicity. The mixture of 95 vol.%
H, and 5 vol.% N, was cautiously blown in the melt by
the silica glass capillary to form small bubbles. The
bubbles were video-recorded during their rising up to
the melt level and their changes of size were subse-
quently evaluated by the image analyser. The following
glass melts were applied in those experiments:

1. The soda-lime-silica glass without refining agent.

2. The soda-lime-silica containing 0.5 wt.% SO;
(dissolved as sulphate ions).

3. The amber glass.

The temperature of experiments was 1200, 1300
and 1400 °C.

To determine the composition of remaining gases,
the experimental arrangement formerly applied for the
measurement of diffusion coefficients of gases in glass
melts [8] has been used. The sketch of the experimental
arrangement is presented in the figure 1. Before the start
of absorption, the gas mixture filled the silica glass
vessel above the glass level. Subsequently the vessel
with the mixture was immersed into the melt. After gas
absorption, the vessel with the sealing layer of the melt
has been quickly pulled out of the melt and put into a
silica glass chamber in the circuit of gas chromatograph.
After spontaneous destruction of the vessel, the
remaining gases were analysed.

(
ﬂw

Figure 1. The scheme of experimental arrangement for gas
mixture absorption in the melt.

silica glass
vessel

silica glass
capillary

RESULTS

The examples of bubble diameter development
with time at different temperatures are presented in
figures 2 - 4. The rapid absorption of the bubble content
was observed in all cases as well as the increase of the
bubble dissolution rate with temperature. The results
confirmed the idea of hydrogen absorption controlled
by its transport through the surrounding glass
(mechanism a) in Theoretical part).

The rapid bubble absorption stops after tens of
seconds indicating that all or the majority of hydrogen
has already penetrated out of the bubble. This fact is
confirmed by the table 1, where the absorbed portion of
the bubble is presented using the initial and minimum
bubble diameter from figures 2 -4. The absorbed
portion of bubble volume corresponded to the initial
content of hydrogen or was a little lower. The lower
absorbed volume found in several cases was a
consequence of partial bubble absorption before bubble
left the blowing capillary. This initial bubble absorption
was not measured. The values in the table 1 confirm the
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Figure 2. The time development of bubble diameter in the sheet
glass melt without refining agent. Initial bubble composition
95 vol.% H,, 5 vol.% N,.
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Figure 3. The time development of bubble diameter in the soda-
-lime-silica glass melt containing 0.5 wt.% SO,. Initial bubble
composition 95 vol.% H,, 5 vol.% N,.
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Figure 4. The time development of bubble diameter in the
amber glass melt. Initial bubble composition 95 vol.% H,,
5vol.% N,.

m- 1200 °C, a -1300°C, @ - 1400 °C, ... calculated courses

proposed interaction mechanism a) too. The last
evidence of the hydrogen transport from bubbles
provided analyse of the gas mixture after absorption.

The average composition of the remained gas amounted
to 99 vol.% N, and 1 vol.% CO, (CO, occurred from the
melt).

Table 1. The absorbed portion of bubbles (%), initially con-
taining 95 vol.% H, and 5 vol.% N, in the examined glass
melts.

1200 °C 1300 °C 1400 °C
glass without
refining agents 93.7 88.7 not measured
glass containing
0.5 wt % SO, 87.9 88.5 88.2
amber glass 70.8 67.5 91.7
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Figure 5. The bubble absorption rate in the examined glass
melts versus temperature. Initial bubble compositions are the
same as in figures 2 - 4.

o - glass without refining agents, m - glass containing 0.5 wt.%
SO;, ao - amber glass

The role of chemical reaction in the hydrogen
absorption process can be elucidated by comparing the
hydrogen absorption rates of three examined glasses
having a different redox state. The appropriate
temperature dependence of these values is plotted in the
figure 5. As is obvious from this figure, the rate of
hydrogen absorption increases with increasing redox
state of glass, i.e. in the order amber glass, glass without
refining agent, glass containing sodium sulphate. These
results indicate the importance of chemical reactions (4)
and (6) during hydrogen absorption.

DISCUSSION

The experiments with bubble absorption re-
vealed the controlling role of hydrogen diffusion and
oxidizing components counter diffusion in the
bubble surrounding melt and confirmed the significant
effect of the redox state of glass on the rate of
absorption.
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When searching for the governing equations, the
appropriate chemical reactions must be taken into
account, namely reactions (4) and (6), if only hydrogen
without any carbon monoxide is present in bubbles.
Both reactions can be considered fast and irreversible,
consequently no oxygen or sulphate ions can be present
in the immediate environment of the bubble and, on the
contrary, no hydrogen can attain the longer distance
from the bubble surface. The schematic picture of
hydrogen and oxygen concentration distribution on the
radial distance from the bubble (reaction (4)) is
presented in the figure 6. Thus, at the distance " the
concentration of both reducing and oxidizing
component has almost zero value. In addition to
reactions (4) and (6) taking place for a <r <7’ (a is the
bubble radius), the following reactions are valid when
r>r'

2507 (1) <> 2S0,(1, g) + O4(1, g) +20%(1) (®)
2/3S%(1) + O4(1, g) &> 2/3S0,(1, g) + 2/302%(1) 9)
4/b;Me;@ TbH(1) + 20% (1) > 4/bMei (1) + O,(1, g) (10)
where the last oxidation-reduction reaction is mostly
represented by the equilibrium between ferrous and
ferric ions.

The following set of equations may be proposed
for the concentration distributions around a bubble

containing hydrogen with nitrogen and rising through
the oxidised glass (no sulphide is present):

For hydrogen, sulphur dioxide and nitrogen:

D; o dc¢; dc¢;
— — | —v(r, ©) =0;
2 or or

an

H, and SO,: a<r <r’
N,: r>a

For sulphur dioxide, oxygen, sulphate ions, ferrous
and ferric ions:

(12)
80,, 0,, SOF, Fe*, Fe**: r > 1’

dc;

where (8/] signifies the change of the j-th concen-
' Jch

tration component brought about by the shift of

equilibria of reactions (8) and (10) owing to the

transport of SOF, SO,, O,, Fe** and Fe3" in the melt, ¢;

and c; are the molar concentrations of components in the

J
melt and v is the vector of glass velocity around a rising

bubble. The following relations are valid between
(9¢/0 ), resulting from reaction stoichiometry:

aCO2 1 acSof’ 1 aCFC3+
=__ +—
0T Jan 2 a7 ch 4 a7 ch
dcso, _ aCsoj'
0T ch oT ch

acFezJr acFe3+
- (13)
8 T ch 8 T ch
And further in a simplified form:
Co,C> (cp2+)*
Koz = =20 ; Ky = — 2 (14)
Csof’ (Cpe3t)

The appropriate boundary conditions are:
720, 7 <a, py, * px, T Pso, = Prot
r=a, cHz = sz LH2’ ch = pN2 LN2’ CSOZ = pSOZ LSOZ’

Cen2- = 0, cp2+ =

S04 CFetot » CFe3Jr =0

7=0;r=a, cso, = 0;

(15)

T= 09 r>a, CH2 = Oa CNZ = chz; Cso}' = chOA%_’ CF62+ =

= Cpre?ts Cre™ = Cpred™s Cs0, = Cbs0y €0, = Cho,
7> 0; 1> a, cso, = C50,(7), Ony = ONy(T)

a <r<r, cy = cul0), Cs02 = 0, co, = 0; cp2+ =

2

= Cpelot, Cp3+ = 0

r>r, CH2 = 09 Csof’ = COQ(T)y cFeer =

Cso‘%’(T)s COZ =

CF52+(T)7 cFe3+ = CFe3+ (T)

r=r’cy, =0, csof-=0, o, =0 (16)
and
3 dc dc, 0Cen 2
"Dy, | 2|+ Doy | =2 |+ Do | % | =0
2 8 r r=r’ a r r=r’ 4 a r r=r’
(17)

Here p; and p,,, and are the partial pressures of the
i-th component and the total gas pressure in the bubble,
respectively, L; is the solubility of the i-th gas
component and cg.; is the total concentration of iron
ions in the melt.
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Figure 6. The schematic course of the counter-diffusion of
hydrogen from the bubble and oxygen from the glass melt in
the bubble surroundings.

The solution does not involve the transport of
hydroxyl groups. The concentration of SO, in the region
a <r <r’could be high, nevertheless no SO, was found
in bubbles. The role of chemical reactions is probably
less significant for amber glass, where the oxygen
concentration in the melt is extremely low.

As is clear from the presented theoretical model,
the quantitative description of the hydrogen absorption
in oxidised glasses is rather complicated both as for the
interaction mechanism and numerical solution of
proposed equations. When trying to describe the
behaviour of multicomponent bubbles containing
reducing gases under non-isothermal conditions of
flowing glass (bubble defect in glass melting space), an
alternative simplified procedure is needed. The
proposed procedure assumes the reducing gases behave
as non-reacting ones and the expressions for the mass
flow between bubbles and melt correspond to those
used for non-reacting gases as CO,, N, or Ar. The mass
flow of hydrogen between a bubble and melt has then
the form [5]:

dez: B 0.381RTg"3p'3 Dif}

My

cor)  (18)

(LHszz -

dt N3 p, )

The similar interaction mechanism is assumed
for CO. Here, my, is the mass of hydrogen transported
from the bubble, n and p are the glass viscosity and
density, and Dz/3 5 is the effective value of diffusion
coefficient of hycirogen in the melt. The value of Dip
is dependent on the redox state of glass, reflecting thus
the influence of chemical reaction on the hydrogen
absorption.

As the value of hydrogen bulk concentration in the
melt, cyy,, is considered zero, only product DHZCff Ly,
should be known to describe the behaviour of bubbles
containing hydrogen.

The experimental examination of bubble
absorption presented in figures 2 - 4 can be used to this
purpose. The values of the product DH2 +Ln, calculated
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Figure 7. The temperature dependence of the logarithmic value
of the product for examined glasses.

m - glass containing 0.5 wt.% SO;, ao - glass without refining
agents, ¢ - amber glass

from bubble equations were used to fit the experimental
data. The calculated courses of bubble diameter versus
time using the optimum values of D%{;eﬁLHZ are as well
plotted in figures 2 - 4 as dotted lines. In most cases, the
theoretical and experimental courses well coincide. In
figure 7, the logarithmic values of D, Ly, fit well the
linear dependence versus 1/7. For practical use of
bubble modelling, the temperature dependencies have
the form: Ly DZ/; = exp(0.866-7438/T) for the glass
containing 0.5 wt.% SO; and LHZDZ/ 3 = exp(0.946-
-9125/T) for amber glass, where L is in kg m3Pa’l, D in
m?s-'and T in Kelvins.

CONCLUSION

The results of the experimental study provided the
mechanism of hydrogen transport from bubbles into a
glass melt joined with the chemical reaction between
oxidizing components, namely oxygen and sulphate
ions, and diffusing gas. The proposed mechanism
assumed the mutual equilibrium of oxidizing
components in the bulk glass and the chemical reaction
between reducing and oxidizing components near the
bubble surface. Although the chemical reactions
should evoke a supersaturation of the bubble sur-
roundings by SO,, no bubble nucleation was observed
in experiments and no SO, or product of its reaction
was found in bubbles. Owing to complexity of the
proposed interaction mechanism and numerical
solution of the appropriate equations, the simplified
procedure for the description of bubble defect
behaviour under real conditions was presented. The
value of the product of the effective hydrogen diffusion
coefficient and hydrogen solubility in the glass was
determined from the presented experiments. A satis-
factory agreement was achieved between experimental
and computed courses of bubble absorption. The
analogical behaviour is assumed for carbon monoxide
containing bubbles, however, the appropriate
experiments are needed to confirm their actual
interaction mechanism.
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ABSORPCE VODIKU A OXIDU UHELNATEHO
7Z BUBLIN VE SKELNE TAVENINE

LUBOMIR NEMEC, JAROSLAV KLOUZEK
Laborator anorganickych materialii, spolecné pracovisté

Vysoké skoly chemicko-technologické a Ustavu anorganické
chemie AV CR, Technickd 5, 166 28 Praha

Zkoumani interakci bublin s taveninou poskytuje
zajimavé tdaje o mechanismech rozpousténi a reakcich plynné

faze se skelnymi taveninami a ma i technologicky vyznam pti
zkoumani puvodu bublin jako vad v primyslové vyrabénych
sklech. Bubliny obsahujici redukujici plyny, jako je H, nebo
CO, jsou produkovany reakcemi necistot uhliku a Zeleza
s kyslikem a vodni parou pii tavicim procesu skel.
Experimentalni sledovani absorpce umeéle pfipravenych
bublin obsahujicich 95 obj.% H, a 5 0bj.% N, v primyslovém
plochém a obalovém skle ukazalo, ze fidicim déjem interakce
je transport vodiku a oxidujicich slozek (kyslik, siranové ionty)
sklovinou v okoli bubliny, ovlivnény chemickou reakei
vodiku se zminénymi oxidujicimi slozkami skloviny. Na-
vrzené rovnice popisujici tento d¢j zahrnuji simultdnni
chemickou rovnovahu oxidujicich slozek ve skloving, difazné-
konvektivni transport vodiku ze stoupajici bubliny a chemickou
reakci vodiku s rozpusténym kyslikem a siranovymi ionty
v tavening.

Byl rovnéz navrzen zjednoduSeny mechanismus, ktery
pfedpokladd transport vodiku bez chemické reakce a za-
vadi hodnotu efektivniho difazniho koeficientu vodiku,
zavislého na oxidaéné-redukénim chovani skelné taveniny.
S vyuzitim zminénych experimentalnich sledovani byly ze
zjednoduseného modelu vypocteny souciny rozpustnosti
a efektivniho difizniho koeficientu vodiku. Bylo dosazeno
dobré shody mezi vysledky absorpcnich experimentt a zjedno-
dusenym modelem. Ziskané teplotni zavislosti rozpustnosti a
difizniho koeficientu v oblasti 1200 - 1400 °C maji tvar:
LHZD%@ = exp(0.866-7438/T) pro sodnovapenatokiemicité sklo
obsahujici 0,5 hmotn.% SO; a Ly, Dfi; = exp(0.946-9125/T) pro
ambrové sklo, kde L je vkg m3 Pa’!, D vm? s a Tv Kelvinech.
Ziskané teplotni zavislosti maji prakticky vyznam pro
modelovani bublinovych defekti ve sklaiskych tavicich
prostorech.
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