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ABSTRACT

Preliminary designs are described for models of hydrogen and oxygen uptake in fuel rod cladding
during severe accidents. Calculation of the uptake involves the modeling of seven processes: (1)
diffusion of oxygen from the bulk gas into the boundary layer at the external cladding surface, (2)
diffusion from the boundary layer into the oxide layer, (3) diffusion from the inner surface of the
oxide layer into the metallic part of the cladding, (4) uptake of hydrogen in the event that the clad-
ding oxide layer is dissolved in a steam-starved region, (5) embrittlement of cladding due to
hydrogen uptake, (6) cracking of cladding during quenching due to its embrittlement and (7)
release of hydrogen from the cladding after cracking of the cladding. An integral diffusion method
is described for calculating the diffusion processes in the cladding. Experimental results are pre-
sented that show a rapid uptake of hydrogen in the event of dissolution of the oxide layer and a
rapid release of hydrogen in the event of cracking of the oxide layer. These experimental results
are used as a basis for calculating the rate of hydrogen uptake and the rate of hydrogen release.
The uptake of hydrogen is limited to the equilibrium solubility calculated by applying Sievert's

law. The uptake of hydrogen is an exothermic reaction that accelerates the heatup of a fuel rod. An
embrittlement criteria is described that accounts for hydrogen and oxygen concentration and the
extent of oxidation. A design is described for implementing the models for hydrogen and oxygen
uptake and cladding embrittlement into the programming framework of the SCDAP/RELAP5S
code. A test matrix is described for assessing the impact of the proposed models on the calculated
behavior of fuel rods in severe accident conditions. This report is a revision and reissue of the
report entitled; “Preliminary Design Report for Modeling of Hydrogen Uptake in Fuel Rod Clad-
ding During Severe Accidents.”



CONTENTS

1] o [8 o1 1] o PP PP P 1
Oxygen Transport and Dissolution Of OXide LAYl ...........cuuiviiieiiiiiiiiiiiiiiiiieeeeeeeeeee e 2
Hydrogen Uptake in Cladding .......cccuuuueiiiieieeeeee e e e e e e e e e 12
Cladding Embrittlement and Hydrogen Release..........cccooovveiiiiiiiiiiiiiiiiiicee e, 17
Implementation of Zr-H Interaction ModelS............coooiiiiiiiii e, 23
Testing and Assessment of Zr-H Interaction Models.............cccooviiiiiiiiiciiciiieee e, 24
SUMIMIATY ettt e et e et e e et s e e e et s e e e et s e e e et e e e e e b e e e e e b e e e e ea e e e e st s s 2
RETEIENCES ...ttt e e e e e e e e e e e e e ees 26..
Diffusion of OXygen in OXIAIC LAY .........uuuuiiiiiiiiiiiiiieeeeee e Al-1
Diffusion of Oxygen in MetalliC LAYEr ...........uuuuuiiiiiiiiiiieeeecieeeeeeeei e Al-1
Alternative Correlations for Diffusion of Oxygen in Oxidic and Metallic Layers....... Al-1
Correlation for Binary Diffusivity in HO + Hy MiXture............ccccoovviiiiiiieeeninee, Al-2
Stoichiometry of OXIdIC SUMACE ........coiiiiii i Al-2

R EIENCES ... e e s Al:-3....
FIGURES

Figure 1. Radial distribution of oxygen in the bulk gas and in the claddingl
Figure 2. Simplified Zr-O phase diagram with homogenized oxide and metal phases. ............. 3
Figure 3. Schematic of hydrogen uptake in cladding. ..........cooooiiiiiiiiiiiiiii e 12
Figure 4. Rate of hydrogen uptake as function of temperature as measured

DY STEINDIUCK, BT Al .. .. i e e e e e e e e e e e eeeeeeannnes 15

Figure 5. The zirconium-hydrogen phase diagram. ...........coouiiiiiiiiiiiiinine e 18
Figure 6. Crack formation in preoxidized Zircaloy during rapid cooldown from

1200 C DY STEAM. ..ot 19.......

Figure 7. Crack formation in preoxidized Zircaloy during rapid cooldown from

1400 C DY SLEAM. ..ot 19.......

Figure 8. Temperature history and corresponding hydrogen release. ..........cccccceeeeeeeiviiiiieinnnn, 21
Figure 9. Implementation of Zr-H interaction models into frame work

of SCDAP/RELAPS Programming.........c.ceeuuuuumueiiiiiieeeeeeeeeeeeeeeeeesssssssannnssseaeeeeaaes 24

\Y



TABLES

Table 1. Definition of SymboIS iN FIQUIE L. ... 2
Table 2. Period of hydrogen uptake (paramejgrats a function of temperature..................... 15

Table 3. Conditions for example calculation of rate of heat generation
due to hydrogen UPLtaKe...........oooriiiiiiiiii e 17..........

Table 4. Model for determining whether cladding is embrittled..............ccccooeiviiiiiiiiiiiiii, 20

Table 5. Matrix of test problems for assessing models for Zr-H interaction
=T Lo [N ot ] g Y= To [U 1= o[PS 25.........

vii



viii



1. Introduction

Experimental and theoretical results have shown that the behavior of fuel rods during a severe accident
may be significantly influenced by the uptake of hydrogen in the fuel rod cladding in the regions of the
reactor core with a hydrogen-rich (steam-starved) environment. The uptakedo&sinot begin until the
oxide layer dissolves into the metallic layer. This dissolution process results from a hydrogen-rich
environment at the outer surface of the oxide layer. The uptake of hydrogen may cause a heatup of the
cladding that is of the same order of magnitude as that caused by oxidation. The uptake of hydrogen may
embrittle the fuel rod cladding and make it vulnerable to cracking during a core reflood. In a steam-rich
environment, the cracking of the cladding results in a release of hydrogen from the cladding to the bulk fluid.
SCDAP/RELAP5/MOD3.2has no models for hydrogen uptake and hydrogen release or for evaluating the
vulnerability to cracking caused by hydrogen uptake. Preliminary designs for models of these aspects of fuel
rod behavior are proposed in this report.

This report is organized as follows. A model for calculating the time at which @ lay@& may
disappear due to dissolution of oxygen into the adjoining metallic layer is described in Section 2. This model
applies the integral diffusion method to calculate the diffusion of oxygen from the bulk gas into the cladding
oxide layer and then into the cladding metallic layer. Section 3 describes the model for calculating the rate
of hydrogen uptake and the resulting heat generation following the disappearance of the oxide layer. A
model for evaluating the vulnerability of the cladding to cracking due to embrittlement caused by hydrogen
uptake is described in Section 4. This section also describes a model for calculating the rate of release of
hydrogen after cracking of the cladding. A design for implementation of the Zr-H interaction models into the
programming framework of SCDAP/RELAPS5 is described in Section 5. A test matrix for assessing the
models for hydrogen uptake and its consequences is presented in Section 6. A summary of the Zr-H
interaction models is presented in Section 7 and the references are listed in Section 8.

2. Oxygen Transport and Dissolution of Oxide Layer

Hydrogen uptake occurs after the oxide layer at the cladding outer surface dissolves into its adjoining
metallic layer. This event can happen when a relatively thin oxide layer exists in a steam-starved
environment for a period of time. The calculation of this event in turn requires the calculation of the transport
of oxygen from the bulk gas to the oxide layer and then from the oxide layer to the metallic layer. Figure 1
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shows schematically the oxygen distribution in the gas boundary layer, cladding oxide layer, and
cladding metallic layer. The symbols in Figure 1 are defined in Table 1. The context of

Table 1. Definition of symbols in Figure 1.

Symbol Units Definition

Yi - mole fraction of HO in bulk gas at axial node i

Ys - mole fraction of HO in gas at outer surface of oxide layer
Cs - O/Zr ratio at external surface of oxide layer
Ca - O/Zr ratio at inner surface of oxide layeryG 1.985 for temperature less than

1773 K, G = 1.72 for temperature greater than 1773 K.

Cy - O/Zr ratio at outer surface of metallic layer (terminal solubility)
5 m Thickness of oxide layer

g m thickness of metallic layer

& m thickness of as-fabricated cladding

X' m spatial coordinate for oxide layer

X m spatial coordinate for metallic layer

Figure 1 is single-sided oxidation, for which steam contacts the outer surface of the cladding but not its
inner surface.

The overall oxygen transport is calculated by coupling the equations that calculate the diffusion of
oxygen through the three layers shown in Figure 1. The integral diffusion method of solution as derived
by Olandef will be used. The distance of steam penetration into the fuel-cladding gap from the point of
cladding rupture will be assumed to be negligible. Theoretical analyses and experimental results have
shown that the distance of penetration is small compared to the overall length of fdelrdds.

The oxygen transport is governed to a significant extent by the phase diagram for the Zr - O
system. Figure 2 shows the simplified phase dia@tlaat will be employed. The symbols in this figure
are the same as those defined in Table 1. In a steam-rich environmenqyals 2.00 and the outer
surface is stoichiometric oxide ZgOIn a steam-starved environmengnyay be small enough thag S
less than 2.00. Wheny@ reduced in value to the O / Zr ratio of the lower phase boundary of zirconia
(Cs = C, as shown in Figure 2), the oxide layer gradually dissolves into the metallic layer and eventually
may completely disappear. When this occurs, hydrogen begins to diffuse into the metallic layer.

The equations for calculating the oxygen diffusion through the three layers shown in Figure 1 are
described next.

The flux of water vapor through the gas boundary layer is calculated by the equation

INEEL/EXT-98-00664 2
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Figure 2. Simplified Zr-O phase diagram with homogenized oxide and metal phases.
where
W = mass flux of oxygen through the gas boundary lagkg— moleg i ES) :
kg = mass transfer coefficient (m/s),
Cg = molar density of the bulk gaeotot/ RT)(kg—mole/ m3) ,
Piot = total pressure of the bulk gas (Pa),
R = universal gas constan(PaDm3/ kg—-moleK) |
T = temperature of bulk gas (K),
Yi = mole fraction of HO in the bulk gas at location of axial node i,
Ys = mole fraction of HO in the gas at the cladding outer surface.

The mass transfer coefﬁciehb is calculated using the analogy between heat and mass transfer.
According to this analogy,

_ NuDg

Kg= =g @)

where

d
Nu = Nusselt number of the bulk g h% ,

v
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= convective heat transfer coefficigilt/ m’ x)

Dyg = binary diffusivity in HO + H, mixture (nf/s),

dh = hydraulic diameter(s®—mr &)/ (2mr,) , (m),

ky = thermal conductivity of the bulk gd8V/m [K) ,
S = pitch of the fuel rods (m),

ro = outer radius of rods (m).

The heat and mass transfer analogy is valid provided that the Prandtl number is approximately equal
to the Schmidt number for the gas mixtdfdsor the wide range in coolant pressures and temperatures that
are possible during a severe accident, wide variations in Prandtl number and Schmidt number occur. For
some range of conditions, these two numbers may vary significantly from each other and result in a loss of
accuracy in the mass transfer calculation. However, the oxidation of fuel rods is generally not limited by
the rate of mass transfer through the boundary layer and the Prandtl and Schmidt numbers are not expected
to have a large variance for extended periods of time over a large region of the reactor core. Therefore, the
heat and mass transfer analogy is still an appropriate analysis tool to apply.

The variable [g will be calculated by the model for mass diffusivity that is currently in SCDAP/
RELAPS!. This model is applicable to gas mixtures composed of several species. An alternative model for
a mixture of HO and H is presented in Appendix A.

The diffusion of oxygen through the gas boundary layer and then through the oxide layer can be
regarded as two steps in series. Thus, diffusion through the two layers is equal and expressed by the
equation

W = py Doy (Cs—C,)/ 8 )
where

Pox = molar density of Zr in Zr@(kg-mole/n?) (47 kg-mole/n?l),

Dox = diffusion coefficient of oxygen in the oxide Iayerz(aj.

The correlation to be used fog s given in Appendix A. The linear profile in oxygen concentration
and the steady state modeling of mass transfer implied by Equation (3) have been shown to incur errors of
less than 1% in the calculated oxygen up%amae small error in calculation is due to the driving force
(Cs - C)) being a small fraction of £

The value of Gin Equation (3) is very close to the value of 2.0 as long as the gas at the cladding
surface contains at least a small fraction of water Yapdhus, for usual applications, Equations (1) and
(3) can be combined to give

Doxpox(z_ Ca)

kgC95

(4)
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The value of Cis a function of temperature and the partial pressures of steam and hydrogen in the
gas adjacent to the cladding surface. This function is described in Appendix A. A study applying this
functional relation for gwill be performed to determine how sensitive calculation results are to the value
of Cq.

When y; as calculated by Equation (4) is negative, then the oxygen uptake is limited to the flux
through the gas boundary layer as given by Equation (1) weéhual to 0.0. Thus for this conditiong i€
given by the equation
k.,C.y:0
c.=c +3 9L _ (5)
S a PoxPox

The overall mass balance on zirconium is given by the equation

8o = & GO, = £+Gd (6)
where
Eo = as-fabricated thickness of cladding (m),
‘51 = thickness of metallic layer at time of 0.0 (m),
50 = thickness of oxide layer at time of 0.0 (m),
i3 = thickness of metallic layer at time of t (m),
5 = thickness of oxide layer at time of t (m),
Gt = Pilling-Bedworth ratio of Zr@ (G=0.67).

Oxygen transport in the metallic layer is governed by Fick's law, with a convective term that
accounts for the moving oxide-metal interface. Fick’s law is expressed by the equation

ac d°c _ ~ddac
— = — + G—==
5t - P Stox )
where
c = O/Zr ratio in the metallic layer at time t and at radial coordinate X,
X = distance from moving interface, as shown in Figure 1 (m),
t = time (s),
Dpy = diffusion coefficient of oxygen i - Zr (ffs).
The initial and boundary conditions for the above equation are
c(x, 0) = ¢ (8)
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Co = oxygen concentration in as-fabricated Zircaloy.
c(o,t) =G 9)
oc(&,t) _
F 0.0 (20)

The boundary condition applied in Equation (10) is based on the assumption that the rate of oxygen
entering the cladding at the inner surface is negligible. If the fuel and cladding are not forced into contact
and the location is more than a few cm from the point of cladding rupture, this assumption isJustified
The boundary condition is appropriate for cladding that has ballooned but not melted.

The analysis of a melted metallic layer in contact with an oxide layer,J4n®one side and fuel
(UOy,) on the other side is an extension in modeling that goes beyond the scope of this report. A framework
for this extension is established by the modeling presented in this report. In order to accomplish this
extension, the boundary condition represented by Equation (10) needs to define the oxygen flux at the
dissolution front in the fuel. Boundary conditions at moving positions would be required at both sides of
the melted Zr layer. The mass diffusion in the fuel would need to be calculated, and an account made of the
effect of dissolved U@on the diffusion in the metallic layer. While this extension requires considerable
modeling effort, it has the virtue of accounting for the effect of diSsolution on Zr@dissolution.

The correlation to be used forDn Equation (7) is given in Appendix A.

The integral diffusion method is applied by integrating Equation (7) with respect to x over the
thickness of the metallic layer. The integration is performed over the domain (0& x < ). The result of
this integration is

ey =p | BocH _Hocq|+cRce,n-c (11)
dt ml 0=10 dt b
dox O £ UoX Ly
where
c = average O/Zr ratio in the metallic layer.

The variablet is calculated by the equation

L1
c=3 Ioc(x, t)dx. (12)

Equation (11) is converted to an ordinary differential equation by choosing an approximate
distribution c(x,t) that automatically satisfies the boundary conditions as expressed by Equations (9) and
(10) and contains a single time-dependent parameter whose value at t = 0 is chosen to satisfy the initial
conditions as expressed by Equation (8). Such an approximate distribution is given by the function

_ ~ exp(—=9/E)exp{ —(1—¢)/d}
c=G 1+ exp(-1/ E)

INEEL/EXT-98-00664 6



X

9= 5 . (13)

O<o<

NI

The variable E is a function of time and it is evaluated by the relationship between E and the average
O/Zr ratio in the metallic layer. This relationship is obtained by substituting Equation (13) into Equation
(12). The result of this substitution is

C _ pl-exp(-1/E)
c. T 2E—1+ exp(—1 E) (14)

The rate of movement of the inside surface of the oxide layer is equal to the difference between the
oxygen flux on the outside surface of the metallic layer and the oxygen flux on the inside surface of the
oxide layer. This relation is expressed by the equation

do o c'
pox(ca_ Cb)a = Pwm DM E.?_XEO - poxDoxE.?_X-%s (15)
where
E-?—)CE = O/Zr gradient in the metallic layer at its interface with the oxide layer,
[o]
E-?—)C(EB = O/Zr gradient in the oxide phase at its interface with the metallic layer,
Pm = molar density of Zr in the metallic layer (kg-molé”bm

The value ofprn is given by the equation

Pm = pOX/G = pOX/O.67. (16)

The oxygen concentration distribution in the oxide layer is assumed to be linear. Thus the variable
(9c'/0x")s in Equation (15) is given by the equation

PC0 - (c._
ChxCl ~ (C,—Cy)/0. a7)
Substituting Equation (17) into Equation (15), replacm% with its equivalep g()f/ G , and

evaluating the oxygen concentration gradient at x = 0 in Equation (15) using Equation (13) yields the
equation

——(Cs—Cy). (18)

dod
G(Ca_cb)-d—t ==

7 INEEL/EXT-98-00664



Equations (18), (6), (11), and (14) are a coupled set of equations for solving for the unknown
variablesd, &, T , and E, respectively.

The calculated value & is used to determine whether the Zr-H reaction begins in the cladgling. If
is greater than zero, then the oxide layer insulates the metallic layer from the hydrogen in the bulk gas. If
3 is equal to zero, then hydrogen diffuses into the metallic layer.

The integral solution method will next be presented for calculating oxygen transport in the other two
possible states of the cladding, namely the state of no oxide layer being present and the state of no metallic
layer being present. With the description of the solution for these states, the integral method is shown to be
applicable to all possible states of the cladding.

In the event that the oxide layer has dissolved completely into the metallic layer and is no longer
present, the oxygen transport in the metallic layer is then governed by the equation

2

_p dc¢

““m” 2. (19)
0X

Q)lQJ
—~+10

The boundary condition for Equation (19) at the outer surface of the metallic layer is the oxygen flux
through the gas phase boundary. This boundary condition is expressed by the equation

GICoyi (0, D] = ~DupuE (20)

The absence of the oxide layer is assumed to imply a steam-starved interface. Thus, c(o,t) = 0.0.

At the inner surface of the metallic layer, the zero flux condition applies, i.e.

Pcn g, (21)

The initial condition for Equation (19) is the oxygen distribution in the metallic layer at the time that
the oxide layer just disappeared. The integral method will also be applied to solve for Equation (19). The
approximate distribution in oxygen as defined by Equation (13) is adopted for the solution of Equation
(19) with the terminal oxygen solubility at the outer surface of the metallic layer (varigbieEQuation
(13)) replaced by the undetermined function c(0,t):

_ exp(—9/E) + exp{ (1 - @)/ E}
c = ¢(0 1) T+ exp(1/ E) (22)
where
- X < <1'
= Z) O<@s<3.

The average oxygen concentration in the metallic phase is thus given by the equation

INEEL/EXT-98-00664 8



C 1-exp(-1/ E)
09 - Fivexpcr D (23)

Substituting the approximate oxygen distribution as given by Equation (23) into Equation (20) and
using Equation (23) to eliminate the surface concentration fixes the parameter E according to

/2
ODwpwCy [t Dml
= em—=—r 1 24
|:]4€.okgcgyi [CbDD ( )
The concentration of oxygen at the external surface of the metallic layer can be determined by
solving Equation (23) for ¢(0,t). The resultis

c(0,t) _ (€/GCy)1+ exp(-VVE) (25)

C, 2E l-exp(-VE)’

Finally, the integration of Equation (19) with respect to x over the domain (OE<OX < )resultsin the
equation

(26)

Q.lo_

Ocno ]
ll: D_ Eocb.

Equations (24) and (26) are a set of two coupled equations for solving for the two variables E and
respectively. Equation (25) is also applied at each time step to determine whether the surface
concentration c(o,t) has returned to the terminal solubilgy @ the value of the right hand side of
Equation (25) is greater than unity, then c(o,t) has exceeded the surface solubility and the oxide layer
forms again.

The case of an oxide layer propagating to the inner surface of the cladding is presented next. The
time at which the oxide layer propagates to the inner surface is designated by the gyniiw taverage
O/Zr ratio in the oxide layer and the oxygen concentration gradient through the oxide layer are given by
the equations

_ 1

= 5(Cg+Cy), (27)
dCI_ Cs_Ca
o EG (28)

For t > t,,, the oxygen concentration distribution through the oxide layer is no longer linear. The
gradient of the oxygen concentration distribution at the inner surface of the cladding is given by the
equation

pcQ
@x‘DE /G = 0. (29)

9 INEEL/EXT-98-00664



To track the approach of the oxide layer to complete conversion to stoichiometsidlzz@xygen
concentration distribution through the oxide layer is assumed to be approximated by the following
function:

1o 2 3D
c =C, ag] 2n — (30)
where
_ X'
! £./G

The polynomial function in Equation (30) has only one minimum for positive valugs of , and that occurs
atn= 1, thereby satisfying Equation (29)

In Equation (30), the variable “a” is a function of time that is to be determined. Equation (31) has
only one minimum for positive values @f , and that occurg at =1, which results in the boundary

condition for the inner surface of the cladding being satisfied as expressed by Equation (29).

The average oxygen concentration in the oxide layer as given by Equation (30) is given by the
equation

I S 1
¢ = Iocdr] _Cs_éa' (31)

The gradient in the oxygen concentration at the outer surface of the oxide layer is given by the
equation

rden _
Cang, ~ & (32)

Equation (32) satisfies Equation (28) when the function a(t) at {jgteas the following value;
a(ts,) = C—C,. (33)

Oxygen diffusion in the oxide layer is governed by Fick’s law as expressed by the equation
(34)

Equation (34) can be integrated with respect to x’ over the domain of the cladding thickness
(0<x’ < (¢, / G)). The oxygen concentration gradients at the inner and outside surfaces of the oxide layer
are calculated from Equations (29) and (32), respectively. The result is an ordinary differential equation
for the variable a(t), which is expressed by the equation

INEEL/EXT-98-00664 10



da_ 2Dox

G ot b .

The initial condition for Equation (35) is given by Equation (33). Since the varighledies with
temperature and thus in severe accident conditions varies with time, Equation (35) cannot be directly
integrated and instead must be solved numerically.

The oxygen uptake rate is determined from the solution of Equation (35) in conjunction with

o= [?_q[l_ _poxDoxEEi_C_'D_ PoxPox
W= PoDolhl]” TE/G lnt) £/G

(36)

A complete set of equations have now been expressed for calculating oxygen diffusion through the
cladding for the three possible phase states of the cladding.

The integral method for calculating oxygen uptake is more accurate than the parabolic kinetics
method for the case of steam starvation and transient temp@réiimcee the integral method is necessary
for calculating the time at which hydrogen uptake begins, its implementation for this purpose also results in
a complete calculation of cladding oxidation. Thus, the option exists for replacing the existing parabolic
kinetics modeling of cladding oxidation with the integral solution method. As described further in Section
5, an input option will be implemented that provides the capability to compare the accuracy and robustness
of these two methods of solution.

3. Hydrogen Uptake in Cladding

The disappearance of the cladding oxide layer in a region of the reactor core with hydrogen-rich fluid
results in the diffusion of hydrogen into the cladding. The calculation of the time that the oxide layer may
disappear has been presented in Section 2. This section presents a set of equations that can be solved to
calculate the uptake of hydrogen in the cladding. Equations are also presented for calculating the effect of
hydrogen uptake on fuel rod heatup.

A simplified approach to calculating the rate of hydrogen uptake is proposed that capitalizes on the
numerical results of detailed calculations. A schematic of the proposed modeling of hydrogen uptake in the
cladding is shown in Figure 3. In this figurggts the time at which the oxide layer on the cladding surface
was completely dissolved, ang, ts the time to attain an equilibrium level of hydrogen concentration in the
cladding. A detailed modeling of hydrogen uptake involves the coupling of several phenomena; (1)
diffusion of hydrogen from the fluid adjoining the external surface of the cladding through the cladding and
into the fuel-cladding gap, (2) ternary diffusion of a mixture of Xe, He, anihHhe axial direction
through the fuel-cladding gap and then through the breach in the cladding caused by cladding rupture, (3)
release from fuel of Xe, and (4) diffusion of He from the upper fuel rod plenum into the fueI—cIadd?ng gap
Calculations have shown that the hydrogen uptake occurs rapidly until the equilibrium solubility of the
cladding is attained. In a calculation with conditions typical of a severe accident, the hydrogen uptake to
the equilibrium solubility occurred in about 59 Shis period of time is small compared with the period of
time for evolution of the important damage progression events occurring during a severe accident. The rate
of hydrogen permeation of the cladding was calculated to be much greater than the rate of diffusion of
hydrogen from the breach site. Also, the amount of hydrogen that can be absorbed by the fuel-cladding gap

11 INEEL/EXT-98-00664
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Figure 3. Schematic of hydrogen uptake in cladding.
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is small compared to the amount of hydrogen that can be absorbed by the cladding. In view of the short
time period for hydrogen uptake and in view of the relativelly small effect of hydrogen absorption and
diffusion in the fuel-cladding gap, the modeling of the axial diffusion of hydrogen through the fuel-
cladding gap and then its diffusion out of the breach site is not justified. Therefore, a simplified approach to
calculating hydrogen uptake will be taken. If assessment indicates that this simplified approach is not
justified, then an integral diffusion method similar to that used for oxygen uptake can be implemented.

The equilibrium solubility of hydrogen in the Zircaloy is assumed to be governed by Sieveft's law
According to Sievert’s law for Zr-H interaction, the equilibrium solubility is given by the equation

Cy = ASHeXpE_%E( F’HZ)O'5 (37)
where

Ch = H/Zr ratio of the metal in equilibrium with the gas containing H

at a pressure of,,,

Agh = Sievert's law constant,

AH, = enthalpy of solution (kcal/mol),

R = universal gas constant (1.987 cal/mdle K),

T = temperature of cladding (K),

PH2 = partial pressure of hydrogen (atm).

Sievert's law constant is given by the equation

Agy = €97 (38)

where
AS = entropy of solution of hydrogen in zirconium (cal/mal  K).
According to experimental results obtained by Moalem and Ol4nitterentropies and enthalpies of

solution of hydrogen in zirconium vary somewhat with the oxygen content and the phase ( or ) of the
zirconium. Representative values for severe accident analysis are:

AS = —12.5cal/mol K (39)
and
AH = -13.1 Kcal/mol. (40)

13 INEEL/EXT-98-00664



Since the enthalpy of solutional{ ) is negative, the Zré¢#action is exothermic and thus causes an
increase in the heatup of the cladding.

Substituting the valueas armxH  given by Equations (39) and (40) into Equations (38) and (37)
results in the following equation forC

C, = 1.85x10 °exp(6593/ T)(puo)"". (41)

For cladding at a temperature of 2000 K and a hydrogen pressure of 0.1 MPa (1 atm), the yalue of C
as calculated by Equation (41) is 0.05. For cladding at a temperature of 2000 K and a hydrogen pressure of
3 MPa (30 atm), the value ofGs 0.27. For cladding at a temperature of 1273 K and a hydrogen pressure
of 0.1 MPa (1 atm), the value of,Gs 0.33.

The rate of hydrogen uptake after disappearance of the oxide layer is based on Olander’s numerical
resultS and not upon mechanistic modeling. According to Olander's numerical results, the hydrogen
uptake for conditions of a typical severe accident attains an equilibrium level in ~ 50 s. This calculated rate
of hydrogen uptake is consistent with the rate of hydrogen uptake measured by SteinbrutKhet al.
hydrogen uptake is assumed to follow a parabolic kinetics rule. Thus, the rate of hydrogen uptake is
assumed to be given by the equation:

dw, _ Ku(T)
dt —  w, (42)
where
W, = uptake of hydrogen (ratio of hydrogen concentration in cladding to hydrogen
concentration at equilibrium level),
Kh(M = parabolic kinetics constant for uptake of hydrogen, which is a function of tem-
perature (1/s),
t = time (s).

The initial condition for Equation (42) is
Wi (tgis) = 0.0. (43)

For analysis of hydrogen uptake during isothermal conditions, the value of K(T) does not change
with time. Thus, Equation (42) can be integrated to give

Wy = [2K;(t—tgi] ™ (44)

where

tdis = time at which the oxide layer on the external cladding surface disappeared (s).
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At the equilibrium concentration of hydrogen,,Ghe value of yis one.

The time to attain an equilibrium level of hydrogen concentration is assumed tt)e&e
Substituting these values into Equation (44) and solving fortke result is:

1
Kn(T)= =—. 4
h ot (45)

The value ¢y is a function of temperature. The approximate dependeneg of temperature has
been investigated by Steinbruck, eP &igure 4 is a plot of the rate of hydrogen uptake as a function of

i
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Figure 4 . Rate of hydrogen uptake as function of temperature as measured by Steinbruck, et al.

temperature as measured by Steinbruck, et al. The approximate valyg a¥f indicated by the
experimental results is shown in Table 2. For cladding at a temperature of 1730 K, the \g|ise36f ¢.
For cladding at a temperature of 1435 K, the valuegpfist 120 s. For temperatures between the
temperature values shown in Table 2, the valugqafitl be found by linear interpolation.

Table 2. Period of hydrogen uptake (parametgyds a function of temperature.

Cladding

temperature teq

(K) (s)
<1240 300
1240 300
1340 200
1435 120
1540 60
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Table 2. Period of hydrogen uptake (parametgyets a function of temperature. (Continued)

Cladding
temperature teq
(K) (s)
1640 40
1730 30
1730 30

The uptake of hydrogen is an exothermic reaction that accelerates the heatup of the fuel rod. The
heatup due to hydrogen uptake is calculated by the equation:

Qu = =21 & oPMAH s (Chz — Cpyy)/ At (46)
where
O = rate of heat generation at an axial node due to uptake of hydrogen (W/m),
ro = radius of external surface of cladding (m),
Az = height of axial node (m),
Pwm = molar density of Zr in zircaloyk, Cmol/ m3) ,
&o = as-fabricated thickness of cladding (m),
AHug = enthalpy of solution in Sl unit¢J/ k, Cmole)
Cy> = H/Zr ratio in cladding at end of time step,
Cu1 = H/Zr ratio in cladding at start of time step,
At = time step (s).

The enthalpy of solutionAH,, , has a value of -13.1 kcaf?rimmIZircaloy with a O/Zr ratio of 0.2.
Converting the units of the enthalpy of solution to Sl units, the result is:

AH, = —-3.129<10 (47)
where

AH,g = enthalpy of solutior{J/ k,—mol) .

The enthalpy of solution varies slightly with variation in the O/Zr ratio of the cladding, but may vary
significantly with (H/Zr) ratid®. Since the enthalpy of solution as a function of (H/Zr) ratio is not available

for the present reporfiH,5, is assumed to not be a function of (H/Zr) ratio. The test results of the model
will be examined to evaluate whether this assumption is justified.
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The rate of heat generation due to hydrogen uptake is calculated to not be as significant as implied by
Olander® Given the typical severe accident conditions as defined in Table 3, Equations (41) and (45)
calculate that the average rate of heat generation due to hydrogen uptake through the period of hydrogen
uptake is only 36 W/m. This rate of heatup is small compared to the rate of heat generation due to
oxidation under these same conditions, which is calculated to be about 400 W/m.

Table 3. Conditions for example calculation of rate of heat generation due to hydrogen uptake

Variable Units Value
P, MPa 3.0
T K 2000
ro m 4.8x10°
AZ m 1.
g0 m 0.6x10°
om kg-mol/n? 70.5
AHys J/kg-mol -3.129x19
Cho-Cy1 H/Zr ratio 0.27
At S 50.

After the hydrogen concentration has reached the solubility limit (equilibrium level), the further
heatup of the cladding results in a reduction in solubility and thus a release of hydrogen. The desorption of
hydrogen is endothermic and results in the cladding functioning as a heat sink.

4. Cladding Embrittlement and Hydrogen Release

Hydrogen may be stored in the cladding due to hydrogen uptake during a period of steam-starved
oxidatiorP'” and then be released during a quenching period when the cladding may crack due to thermal
stresses in cladding embrittied by a combination of oxygen and hydrogen (ke embrittlement of
the cladding decreases its ductility to the point that the stresses induced by a temperature gradient during
guenching may result in cracking of the cladding. So the existing model in SCDAP/RELAP5S for
determining when the cladding cracks needs to be extended to account for the effect of hydrogen uptake on
the structural integrity of the cladding during a reflood of the reactor core. The model will be applied to
determine the time at which the cladding at any location may crack to the extent that hydrogen absorbed in
the metallic phase of the cladding is released and oxygen from the coolant may contact the inner surface of
the cladding.

A model accounting for the effect of hydrogen uptake on structural integrity will be presented that is
based on the results of experiments that involved the reflood of hot fuel rods. Neither a theoretical model
or a broadly-based empirical model appropriate for SCDAP/RELAP5 were found in the literature. The
phase diagram for the Zr-H system as shown in Figure 5 provides an indication of the ranges of
temperature and hydrogen concentration in which the cladding may be embrittled. The key feature of this

17 INEEL/EXT-98-00664



Temperature (°C)

600 —

500 —f, | =

400 - | %

!

!

|
700 60 50 40 30 20 10 O
Hydrogen (at %)

300 1 | 1 1 |

Figure 5. The zirconium-hydrogen phase diagram.

diagram relative to embrittlement is the eutectoid reaction at aboet 550 C (823 K) which upon cooldown
produces the brittle hydride phase in equilibrium with zirconium. The Apperﬁj'embrittlement criteria

defines the cladding to be embrittled when it is more than 17% oxidized. This criteria is considered to have
enough conservatism that the additional embrittlement due to hydrogen uptake does not need to be taken
into account Its conservatism does not make it appropriate for SCDAP/RELAP5. The Chung and Kassner
embrittlement modéf defines cladding to be embrittled when the thickness of the beta phase of the
cladding is less than 0.1 mm and the concentration of hydrogen in the metal phase is less than 20 at.% (2200
ppm). Recent experimental results indicate that this model may not account fully for the effect of hydrogen
concentration on embrittlement and that it may not be applicable for rapid cooling in a steam environment
such as may occur above a quench ffd®. an extension of existing models for embrittlement to account

for hydrogen uptake will be developed as follows. First, experimental results will be compiled that present a
picture of the effect of the thickness of the cladding oxide layer and hydrogen concentration on cladding
integrity during reflood. Then, an extension will be made to the Chung and Kassner model to account for
these experimental results.

Experimental results applicable for evaluating the structural integrity of fuel rods during quenching are
available from several sources. Results from the QUENCH program at the Forschungszentrum in Karlsruhe,
Germany for fuel rods quenched from maximum temperatures of 1473 K and 1673 K are shown in Figure 6
and Figure 7, respectivelyThe crack density data shown in these figures apply to the rapid cooling in steam
(=50 K/s) of fuel rods that were heated in a steam environment to temperatures in the range of 1473 K to
1673 K. As shown in these figures, oxide layer thicknesses less than 0.15 mm did not result in cracking of
the cladding. Oxide layer thicknesses in the range 0.15 mm to 0.225 mm resulted in axial cracks in the
cladding that penetrated through the wall of the cladding. Oxide layer thicknesses greater than 0.225 mm
resulted in both axial and circumferential cracks in the cladding. In general, axial and circumferential cracks
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Figure 6 . Crack formation in preoxidized Zircaloy during rapid cooldown from 1200 C by steam.
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Figure 7 . Crack formation in preoxidized Zircaloy during rapid cooldown from 2400 C by steam.

did not occur unless the oxide layer before quenching was greater than 0.2 mm. This threshold thickness
increases somewhat with increasing temperature prior to quenching. As shown in Figure 6, the threshold
thickness was 0.2 mm for a cladding temperature of 1473 K prior to quenching, and was 0.225 mm for a
cladding temperature of 1673 K (Figure 7). Experiments performed at Argonne National Laboratory on the
guenching of hot and partially oxidized fuel rods indicated that cracking of the cladding did not occur
provided that the thickness of the beta phase of the cladding was greater than 0.1 mm and the hydrogen
concentration was less than 20 al®@hese experiments quenched the fuel rods with water and involved
cooling rates of order of 100 K/s. Experiments performed in the Power Burst Facility at the Idaho National
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Engineering and Environmental Laboratory on the quenching of hot and partially oxidized fuel rods
indicated that cracking of the cladding may occur during quenching when the hydrogen concentration in
the cladding exceeds 10 at%These experiments also quenched the fuel rods with water and involved
cooling rates of order of 100 K/s. Experiments performed at the Japan Atomic Energy Research Institute in
Japan on the quenching of cladding under reflood conditions for large break Loss of Coolant Accidents
indicate éhat hydrogen concentrations in excess of 20 at.% may contribute to the embrittlement of the
cladding:

The experimental results can be used as a basis for extending the Chung and Kassner embrittlement
model to account for hydrogen concentration and thickness of oxide layer. The extended embrittlement
model is defined in Table 4. Blank column entries in a row indicate that embrittlement for that row is not a
function of those column entries. As shown in Table 4, cladding with an oxide layer greater than 0.2 mm in

Table 4. Model for determining whether cladding is embrittled

s | e oot T
(mm) (mm) at.% yes/no
>0.1 <0.2 <10 no
<0.1 - - yes
- >0.2 - yes
_ - >10 yes

thickness is defined to be embrittled independent of the values for beta phase thickness and hydrogen
concentration. Cladding with a hydrogen concentration greater than 10 at.% is defined to be embrittled
independent of the value of beta phase thickness or oxide layer thickness.

Embrittled cladding will be assumed to crack when it is cooled to the temperature of 820 K at a rate
greater than a user-defined threshold rate of cooling for inducement of cracking. The user-defined
threshold will be assigned a default value of 50 K/s. This default value is based upon the cooling rates used
in experiments that showed cracking of the cladding during quenching. The temperature of 820 K is based
upon the Zr-H phase diagram and experimental results. As shown previously in Figure 5, a phase change
occurs in the Zr-H system for a broad range of hydrogen concentrations at a temperature of about 820 K.
As shown in Figure 8 for an experiment performed for the QUENCH program at FZK, a significant release
in absorbed hydrogen was observed to occur as cladding cooled to a temperature less tHan 800 K.

Ideally, a calculation would be performed of the stresses and strains in the metallic and oxidic layers
of the cladding due to the large radial temperature gradients which occur during the quenching of hot fuel
rods. The calculated stresses and strains would be compared with a model that defined the stresses and
strains for cracking of the cladding as a function of temperature and concentrations of hydrogen and
oxygen. The application of these models would account for the reduction in ductility of the cladding that
occurs in certain phases of the Zr-O and Zr-H phase diagrams. But models to calculate these stresses and
strains in the cladding require structural material properties as a function of concentrations of hydrogen
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Figure 8 . Temperature history and corresponding hydrogen release.

and oxygen that are not available for high temperatures. So a determination of the times and localities at
which the cladding cracks can only be based upon experimental results.

As shown previously in Figure 8, the cracking of the cladding during quenching results in release of
the hydrogen absorbed in the metallic phase of the cladding. This release of hydrogen will be modeled by
applying the same simplified approach used in modeling hydrogen uptake after complete dissolution of the
oxide layer. This simplified approach was presented in Section 3 and is justified by experimental results
that show hydrogen is quickly released following a change in boundary conditions that allows the release
of hydrogerf* After cracking of the oxide layer occurs, the oxide layer will be assumed to apply no
resistance to the diffusion of hydrogen from the metallic layer to the bulk coolant. The rate of hydrogen
release will be based on experimental results shown in Figure 8. This figure shows that hydrogen was
released at about a constant rate during a 20 s period after the cladding cooled to a temperature less than
800 K. There is no obvious physical reason for hydrogen release at a constant rate, but the only available
experimental results indicate that this is the case.

Thus, the reduction in fractional hydrogen concentration in the cladding as a function of time will be
calculated by the equation

CH = CH S@‘[ME (49)
req
where
CH = fractional hydrogen concentration at time t (H/Zr ratio),
Chs = fractional hydrogen concentration just before start of cracking of cladding (H/Zr

ratio),
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t time (s),

terk = time at which cladding cracked (s),

treq = experimentally measured release time (s).

In order to accommodate experimental results that may be available in the future, the ygyiabileoe
user-defined. Based upon the experimental results shown in Figure 8, the vagjabessigned a default
value of 20 s.

The release of hydrogen to the bulk coolant during a time step is given by the equation

Whrci = 20 oAZE(Cy —Chyo)Ppy, (49)
where

Whrci = I_<g-mo| of H, released to bulk cooland due to cracking of cladding at axial node

I

o = outer node of cladding at axial node i (m),

Az = height of axial node i (m),

13 = thickness of metallic phase of cladding at axial node i (m),

Ch1 = fractional hydrogen concentration at start of time step (H/Zr ratio),

Cho = fractional hydrogen concentration at end of time step (H/Zr ratio),

Prm = molar density of Zr in Zircaloy (70.5 kg-molfn

Hydrogen release is also caused by the oxidation of claddihg; mechanism for release occurs
because the hydrogen solubility in Zr@& very small. In this sense, hydrogen behaves similar to the
fission product tellurium, which is strongly bound by Zr but not byzz‘i'(With respect to tellurium,
oxidation “squeezes” the tellurium into the ever diminishing metallic part of the cladding and then a puff
of tellurium release occurs as the last small part of the metallic layer is oxidized. Since the concentration of
tellurium in the cladding is estimated to be much less than the concentration of hydrogen, oxidation of the
cladding will not be considered to squeeze the hydrogen into the ever diminishing metallic layer. Instead,
an immediate release of the hydrogen in the portion of the cladding oxidized during a time step will be
assumed. The oxidation driven release of hydrogen will be calculated by the equation

Whroi = znroAZ(El_EZ)CHpm (50)
where

Whroi = kg-mol of hydrogen released to bulk coolant at axial node i,

o = outer radius of cladding at axial node i (m),

INEEL/EXT-98-00664 22



Az = height of axial node i (m),

&1 = thickness of metallic layer of cladding at axial node i at start of time step (m),
g, = thickness of metallic layer of cladding at axial node i at end of time s,
Ch = fractional hydrogen concentration at start of time step at

axial node i (H/Zr ratio),

Prm = molar density of Zr in Zircaloy (70.5 kg-molfn
5. Implementation of Zr-H Interaction Models

The modeling of hydrogen uptake and its consequences requires the implementation of several
different models into different parts of SCDAP/RELAPS. This section defines where in the SCDAP/
RELAPS5 framework the different models are to be linked.

Six subroutines need to be programmed to calculate the five individual models defined in this report
for Zr-H interaction; (1) OXDIF to integrate the models described in this report, (2) OXPROF to calculate
the diffusion of oxygen from the bulk gas into the cladding and to calculate the possible dissolution of the
oxide layer, (3) H2UPTK to calculate the uptake of hydrogen in the cladding following the dissolution of
the oxide layer in a steam-starved region, (4) EMBRTL to determine whether the cladding has been
embrittled by oxidation and hydrogen uptake, (5) CLDCRK to calculate the time at which the cladding
cracks at any location and thus paths are created for the release of hydrogen from the cladding to the bulk
fluid, and (6) H2REL to calculate the rate of release of hydrogen from the cladding to the bulk fluid. These
five subroutines will be connected to the existing SCDAP/RELAPS5 programming framework as shown in
Figure 9. In this figure, the solid lines and solid boxes represent connections and subroutines that currently
exist and the dashed lines and dashed boxes represent connections and subroutines to be added to model
Zr-H interaction and its consequences. Subroutine FUELAN is the driver subroutine for calculating the
behavior of fuel rods. It calls subroutines such as LIQSOL that calculates the meltdown of fuel rods and
OXIDIZ that calculates the oxidation of fuel rod cladding. Two subroutines need to be programmed for
MATPRO to calculate the oxygen transport material properties of the cladding. A subroutine named
DIFZOX will be programmed to calculate the diffusion coefficient of oxygen in the oxide layer as a
function of temperature. A subroutine named DIFZMT will be programmed to calculate the diffusion
coefficient of oxygen in the cladding metallic layer as a function of temperature.

An input option will be implemented to compare oxygen uptake and resulting fuel rod heatup as
calculated using the existing OXSTAT subroutine with the oxygen uptake and resulting heat generation as
calculated using subroutine OXDIF. These subroutines use different methods to calculate oxygen uptake.
Subroutine OXSTAT uses the parabolic kinetics method and subroutine OXDIF uses the integral diffusion
method. The integral diffusion method is considered to be more accurate under conditions of steam
starvation and transient temperatures but has not been assessed using the results of integral severe fuel
damage tests. On the other hand, the parabolic kinetics method has been thoroughly assessed using the
results of integral fuel rod tests and assessment results indicate that it is generally adequate for severe
accident analysis. If the comparisons of calculated and measured heatup as calculated by the OXDIF
model are as good or better than those using the OXSTAT model, then the OXDIF model will be made the
default model for calculating oxygen uptake and the resulting heat generation.
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Figure 9. Implementation of Zr-H interaction models into frame work of SCDAP/RELAPS5 programming.

The two subroutines that perform hydrogen uptake and hydrogen release calculations, namely
H2UPTK and H2REL, are new models and thus do not replace existing subroutines. The two models for
cladding embrittlement and cracking, namely EMBRTL and CLDCRK, focus only on the cladding and
thus are new models that do not replace existing models. Subroutine RUBTRN has a model similar to
EMBRTL to determine when a segment of a fuel rod may disintegrate into particles during quenching. It
uses the Chung and Kassner for embrittlement and a user-defined threshold temperature. The model is
based upon experiments that observed disintegration of fuel into particles. So the model in subroutine
RUBTRN has a different application than the new models in subroutine EMBRTL and CLDCRK, which
determine only whether the cladding has cracked. The experimental data base for subroutines EMBRTL
and CLDCRK has not indicated that cladding cracking results in fuel disintegration into particles at the
location of cladding cracking, and thus these models cannot replace the existing model for fuel
disintegration in subroutine RUBTRN.

6. Testing and Assessment of Zr-H Interaction Models

The modeling improvements described in Sections 2 through 4 will be assessed using the results of
four integral severe fuel damage experiments and with a calculation of a TMLB’ accident in a PWR. The
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test matrix for assessment is defined in Table 5. The PBF SEPdnd KfK CORA-133 test problems

Table 5. Matrix of test problems for assessing models for Zr-H interaction and its consequences

Problem Problem . .
Areas of calculation where improvements are expected
No. name
1 PBF SFD 1-4| 1. Decrease from 0.86 to 0.22 the fraction of oxidation at|0.85
m elevation, which is a location with steam starvation for 4
period of time
2 KfK CORA- | 1. Decrease from 0.40 to <0.05 the fraction of cladding oxida-
13 tion in the 0.80 to 1.0 m interval of elevation
2. hydrogen uptake and subsequent release during heatup
phase of experiment
3 FzZK 1. Release of absorbed hydrogen during quenching phase of
QUENCH | experiment
#03077_2
4 PBF SFD-ST| 1. No improvement required but verification needed that mod-
eling also performs correctly in steam-rich environment
5 Surry TMLB’| 1. No areas for improvement are identified but useful to eyalu-
ate impact of Zr-H models on a full-plant analysis

will exercise the oxygen diffusion model and the modeling of the dissolution of the oxide layer into the
metallic layer in the upper part of the test bundles where steam-starved conditions existed for a period of
time. The KfK CORA-13 test had a measurement of the transient mass flow rate of hydrogen out of the test
bundle region and thus will allow assessment of the modeling of hydrogen absorption after dissolution of
the oxide layer and the subsequent release of the hydrogen as the cladding continues to heatup. The FZK
QUENCH 03077_2 tebwill assess the capability of the models to calculate the embrittiement of cladding
due to hydrogen uptake and the release of hydrogen after cracking of embrittled fuel rods during
guenching. The PBF SFD-ST t¥twill be used to verify that the Zr-H interaction models have not
adversely effected calculations for steam-rich environments in which minimal Zr-H interactions are
expected. The Surry TMLB’ problelnwill be calculated to evaluate the effect of the Zr-H models on the
behavior calculated for a severe accident in a full-plant.

No experimental results are currently available for assessing the modeling of cladding cracking. In
the absence of experiments subjecting hot embrittled cladding to varying rates of cooling centered about
50 K/s and cooled to a temperature less than 823 K, no assessment of this model can be performed. Since
the threshold rate of cooling for inducement of cladding cracking is a user-defined value, a study of the
sensitivity of calculated fuel rod behavior to values of this variable will be performed. Also, the rate of
hydrogen release following the cracking of the cladding is based upon a very limited amount of
experimental results. So a study of the sensitivity of calculated fuel rod behavior to values of this variable
will be performed.
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7. Summary

Preliminary designs were described for models of hydrogen and oxygen uptake in fuel rod cladding
during severe accidents. The calculation of the uptake involves the modeling of seven processes; (1)
diffusion of oxygen from the bulk gas to the boundary layer at the external cladding surface, (2) diffusion
from the boundary layer into the oxide layer, (3) diffusion from the inner surface of the oxide layer into the
metallic part of the cladding, (4) uptake of hydrogen in the event that the cladding oxide layer is dissolved
in a steam-starved region, (5) embrittlement of cladding due to hydrogen uptake, (6) cracking of cladding
during quenching due to its embrittlement and (7) release of hydrogen from the cladding after cracking of
the cladding. An integral diffusion method is described for calculating the diffusion processes in the
cladding. The boundary conditions applied for the calculation of the diffusion of oxygen into the cladding
are; (1) mass flux of oxygen into the external surface of the oxide layer equals the mass flux of oxygen into
boundary layer at the external surface of the cladding, (2) oxygen to zirconium atomic ratio at the external
surface of the oxide layer defined by the phase diagram for the Zr-O system, (3) oxygen to zirconium
atomic ratio at the inner surface of the oxide layer defined by the Zr-O phase diagram, (4) oxygen to
zirconium atomic ratio at the external surface of the metallic layer defined by the Zr-O phase diagram
(terminal solubility), (5) mass flux of oxygen at outer surface of metallic layer equal to mass flux of
oxygen at inner surface of oxide layer, and (6) zero mass flux of oxygen at the inner surface of cladding.
Experimental results were presented that showed rapid uptake of hydrogen in the event of dissolution of
the oxide layer and a rapid release of hydrogen in the event of cracking of the cladding. These
experimental results were used as a basis for calculating the rate of hydrogen uptake and the rate of
hydrogen release. The uptake of hydrogen is limited to the equilibrium solubility calculated by applying
Sievert’s law. The uptake of hydrogen is an exothermic reaction that accelerates the heatup of a fuel rod.
An embrittlement criteria was described that accounts for hydrogen and oxygen concentration and the
extent of oxidation. A design was described for implementing the models for hydrogen and oxygen uptake
and cladding embrittlement into the programming framework of the SCDAP/RELAPS code. An input
option was proposed that provides the capability to compare the accuracy of the integral diffusion and
parabolic kinetics methods for calculating cladding oxidation and resulting heat generation. A test matrix
was described for assessing the impact of the proposed models on the calculated behavior of fuel rods in
severe accident conditions.
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Appendix Al

Appendix A
Oxygen Transport Material Properties

Al. Diffusion of oxygen in oxidic layer

A correlation for the coefficient of diffusion of oxygen in the oxide I&y@r for oxide layer
temperatures less than 1773 K is

D,, = 75.0¢10 exp(—22600 T (A1-1)

where

Do« diffusion coefficient of oxygen in oxide layer {fs),

T = temperature of oxide layer (K).

Equation (A-1) is based upon constants for modeling of oxidation by parabolic kinetics, which in
turn are based upon data obtained from experiments on the oxidation of Zircaloy cladding.

For an oxide layer temperature greater than 1773 K, a correlation for the coefficient of diffusion of
oxygen in the oxide layet! is

D,, = 20x10*exp(—24000 . (A1-2)

A2. Diffusion of oxygen in metallic layer

A correlatiort*}™1 for the coefficient of diffusion of oxygen in the metallic layer of the cladding is:
Dy = 4.1x10*exp(-25700" 7). (A2-1)

A3. Alternative correlations for diffusion of oxygen in oxidic and
metallic layers

An alternative set of correlations for oxygen diffusion coefficients is provided in Reference Al-2.
According to this reference, for the temperature range of 1273 K to 1798 K, the correlations for oxygen
diffusion coefficients are:

D,, = 8.67x10 *exp(—4049% RT) (A3-1)
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Do = 1.54x10*exp(-48020' RT) (A3-2)
Dgy = 0.263¢10°exp(—28200 RT) (A3-3)
where

Dam = oxygen diffusion coefficient in alpha phase of claddiné’@n

Dgm = oxygen diffusion coefficient in beta phase of cladding/§m

R = 1.987ca¥moleK.

For temperature in the range b7198< T< 2098K s given the correlation
Doy = 0.47x10 exp(—25803 RT). (A3-4)

A4. Correlation for binary diffusivity inH  ,O + H, mixture

A correlatiod*!"! for the binary diffusivity in a KO + H, mixture is

tot
(A4-1)
where
Dy = binary diffusivity in a HO + H, mixture (nf/s),
T = temperature of bulk gas (K),
p = bulk pressure (MPa).
tot

A5. Stoichiometry of oxidic surface

The relation of Gto temperature and the partial pressures of steam and hydrogen in the gas adjacent
to the cladding is given by the equatfohit

NUREG/CR-6150-Rev 2, Vol V A.l1-2
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Com 2.— exp(-1.77— 1%22(3 ) (A5-1)
(Pu,0/Pa,)”
where
T = temperature at cladding surface (K),
Pu,0 = partial pressure of steam (Pa),
Pu, = partial pressure of hydrogen (Pa).

According to the above relation, extreme steam starvation is required before the vales of C
significantly less than 2.0.
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