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CREVICE CORROSION& PITTINGOFHIGH-LEVELWASTECONTAINERS:
INTEGRATIONOFDETERMINISTIC&PROBABILISTICMODELS

Joseph C. Farmer and R. Daniel McCright
Lawrence Livermore National Laboratory

Livermore, California 94550

ABSTRACT

A key component of the Engineered Barrier System (EBS) being designed for containment of
spent-fuel and high-level waste at the proposed geological repository at Yucca Mountain, Nevada is a
two-layer canister. In this particular design, the inner barrier is made of a corrosion resistant material
(CRM) such as Alloy 625 or C-22, while the outer banier is made of a corrosion-allowance material
(CAM) such as carbon steel or Monel 400. An integrated predictive model is being developed to
account for the effects of localized environmental conditions in the CRM-CAM crevice on the initiation
and propagation of pits through the CRM.
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INTRODUCTION

A key component of the Engineered Barrier System (EBS) being designed for containment of
spent-fhel and high-level waste at the proposed geological repository at Yucca Mountain, Nevada is a
two-layer canister. In this particular desig~ the inner barrier is made of a corrosion resistant material
(CRM) such as Alloy 625 or C-22, while the outer barrier is made of a corrosion-allowance material
(CAM) such as carbon steel or Monel 400. Initially, the containers will be hot and dry due to the heat
generated by radioactive decay. However, eventually the temperature will drop to levels where both
humid air and aqueous phase corrosion will be possible. As the outer barrier is penetrated, the
possibility for crevice formation between the CAM and CRM will exist. In the case of Alloys 625 and
C-22, it is evident that a crevice will have to form before significant penetration of the CRM can occur.
Integrated predictive models are being developed to account for the effects of localized environment in
the crevice on pit initiation and propagation. For example, a deterministic calculation is used to estimate
the concentration of accumulated hydrogen ions (pH suppression) in the crevice due to hydrolysis
reactions of dissolved iron, nickel and chromium. Sufilcient chloride must then be transported into the
crevice by diffusion and electromigration to satis~ conditions of electroneutrality. Pit initiation and
growth within the crevice is then dedt with by either a probabilistic model, or an equivalent
deterministic model. The deterministic model is based upon simultaneous integration of the rate



expressions for pit embryo formation, the rate of stable pit fo-tion from embryos, md, the time-
dependent rate of pit propagation.

A plausible scenario has been developed. First, penetration of the outer barrier (CAM) will occur
. due to humid air corrosion or aqueous corrosion. The inner barrier (CRM) will then be exposed in

patches, with formation of a crevice between the CAM and CRM. Crevice regions surrounding the
. exposed patches can be subdvided into three types of generic zones. Zone 1: areas where the CRM will

be directly exposed to the NFE, via humid air or a thin layer of oxygenated and acidified water. Zone 2:
areas where the CRM will be exposed to a thin layer of acidified water, with a gradient in oxygen
concentration. Zone 3: areas where the CRM will be exposed to a thin layer of acidified and
deoxygenated water. The corrosion phenomena in these zones may progress through two distinct
phases. Phase 1: general corrosion of the crevice wall formed by the CAM. Phase 2: localized
corrosion of the crevice wall formed by the CRM. The three generic zones are illustrated in Figure 1.

The crevice corrosion of Alloy 625 under conditions similar to those expected during Phase 2 has
been well documented. For example, Lillard and Scully have induced crevice corrosion in chlorinated
ASTM artificial sea water and documented the attack with photographs [1]. Asphahanihas observed
that the corrosive dissolution rates of several high-performancealloys, including Alloy 625, are
accelerated in FeC13solutions [2,3]. Frequently, FeCl~ solutions are used to simulate the harsh
conditionsfound in crevices. Jonesand Wilde have preparedsolutionsof FeC12,NiC12andCrC13,and
measuredsubstantkdpH suppression[4]. Under suchharshconditions,one would expect enhanced3
rates of pit initiationand propagatio~ as well as intergranularcorrosion. ln less severe conditions

!. withoutFeC13,no significantattackhasbeenobserved[5,6].
1

In regard to Total System Performance Analysis (TSPA) of the repository proposed for

i construction at Yucca Mount@ it is prudent to account for the harsh localized environment that may
exist in the crevice separating the inner and outer barriers. A relatively detailed deterministic crevice
model has been developed to calculate: (a) potential and current distributions; (b) local penetration rates;I

I and (c) transient concentrations of various species. Concentration profiles predicted by the model
~

include those of dissolved oxygen, dissolved iron, nickel, chromium, and molybdenum; hydrogen ions
I

generated by the hydrolysis of dissolved metal ions; and aggressive anions such as chloride. The
accumulation of H+ in the crevice will cause significant suppression of the pH. Since electroneutrality

I
must be maintained, sufi3cient Cl- must be transported into the crevice to balance the charge of
accumulated hydrogen ions. These interracial effects will “set the stage” for localized attack of the
CRM by pitting and intergranuh.r corrosion. Reasonable estimates of H+ and Cl- concentrations in the

. CAM-CRM crevice have facilitated application of other corrosion models at this boundary, including a
probabilistic pitting model which has been used to predict the nucleation and growth of pits on the CRM
during Phase 2. This model is similar to those discussed by Shibata [7,8] and Henshall [9-11].

~.
~

However, enhancements were needed to enable the calculations to account for the effects of pH on
pitting.
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CREVICECORROSION MODEL

Crevice Chemistry

As discussedby Oldfield and Sutton, metal ions produced by anodlc dissolution me assumed to
undergo the following hydrolysis reactions [12]:

Fez+ + H20{ ~,, >Fe(OH)+ + H+ (1)

Fe’+ + HtO{ ~,, b Fe(OH)*+ + H+ (2)

Ni2+ + HzO~ ~,, } Ni(OH)+ + H+ (3)

Cr3+ + HZO~ ~,, } C’r(OH)2+ + H+ (4)

Cr(OH)2+ + H20< ~,, >Cr(OH)j + H+ (5)

Relevantequilibriumconstantsaredefinedasfollows [12,13]:

.kelkcl
3,1 =

[1Fe*+

.Ezml
4,1 =

[1
Fe3+

.W!2K1
5,1 =

[1Ni2+

.Ism2!zl
1,1 =

[1
Cr3+

. .@?!mcl
“2 [wow’+]

lf thedissolved metals exceed the volubility limits, precipitation will occur:

Fe(OH)2 (s) z ~,, 1Fe*++ 20H-

(6)

(7)

(8)

(9)

(10)

(11)
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Ni(OHh (s) ~ ~,, >Niz+ + 20H-

C’r(WL (s) x ~,,, >Cr3+ + 30H-

The correspondingvolubilityproductsare:

(12)

(13)

K33=[Fe2+.w-r
K$3=[N’2+FW’

K,*3=[@Io~-r
It is assumed tha! anodic dhwolution
oxygen or hydrogen evolution [14].

Hydrogen Ion Generation Rate

(14)

(15)

(16)

reactions are depolarized by the cathodic reduction of dissolved

Hydrolysis reactions of various dissolved metal ions will restdt in pH suppression within the
crevice. In order to quantify this effect, it is necessary to account for the net accumulation of hydrogen
ions. The corresponding mass balance is:

[H+I=[H+LW‘F+lwm‘[~+lNi,lI,+[~+lctilIl)-[~+llf,-[H+IO, (17)

IrI the present model, the efkcts of hexavalent chromium and molybdenum on pH are assumed to be
insignificant. The quantity of hydrogen ions generated by the hydrolysis of dhmlent iron ions produced
during the dissolution of either the CAM or CRM is:

[1H+ ,,(,,) = 2[Fe(OH),l(s) +[Fe(OH)+] (18)

The dissolved Fe2+ can be converted to Fe3+ by: (I) microbial action; (ii) oxidation by naturally
occurring Mn02 or other oxidants; or (ii) anodic oxidation. Once formed, it is assumed that Fe3+can
also undergo hydrolysis. The quantity of hydrogen ions produced by this reaction is:

[~+lwm=[F@m2+] (19)

Dissolution of the CRM will produce divalent nickel and trivalent chromium ions, in addition to divalent
iron ions. The equations for the divrdent nickel are analogous to those for the dhmlent iron:



(20)
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[1H+ .,(,,) = 2[Ni(oH)2@ +[Ni(oH)+]

The equations for the trivalent chromium are similar to those for the trivalent iron:

[H+]..,,,, =xc’(om,K’)+Z[c’(om; ]+[cr(o@’+] (21)

Hydrogen ions lost due to hydrogen evolution and the cathodic reduction of oxygen are represented by:

[H+]~ =2[H,] (22)
2

[H+]% =4[02] (23)

Equations 18 through 23 are substituted into Equation 17. The concentrations of soluble hydrolysis
products are then expressed in terms of ~] and the concentrations of unhydrolyzed metal ions. The
result is then differentiated with respect to time to yield the following H+ generation rate:

[

K,, ~Fe2+ ] + K,,, d[Fe3+ ] : K,,, ~Ni2+] ; K,,, ~Cr3+] + 2K1,1K,,2 ~Cr3+ ] z d[H2] ~ d[q]

‘Jg= m ‘t [~+1‘t [~+1“ [~+1“ [~+r ‘t “ “ }
—- —

‘t

[

,+5Pl+&cl+5wl+4.Kl+ &!&l
[~+r[~+1’ [~+rPf+r [~+1’}

The consumption of H+ by hydrogen evolution and cathodic oxygen reduction is accounted for. Since
the H+ generation rate approaches zero as (I-I+] and the concentrations of unhydrolyzed metal ions
approach infinity (large values), the extent of pH suppression in the crevice is limited. If volubility
limits are exceed@ Fe(O~, Ni(OH)2 and Cr(OH)J precipitates are assumed to form. Under these
conditions, the H+ generation rate is proportional to the rates of precipitation, which are directly related
to the rates of dissolution. The hydrolysis equilibrium constants can be found in the literature [12,13].

An alternative strategy can be used to estimate pH suppression in the crevice. In this case, it is
assumed that acidification of the crevice solution is limited by the transport of Cl- into the crevice,
instead of being limited by H+ generation and trsnsport out of the crevice. As discussed by Pickering
and others, C~ will be driven into the crevice by the potential gradient. After the Cl- concentration is
established, the H+ concentration can be determined with the equation for electroneutrality.
of the resulting polynomial in ~+] determine the pH.

Transient Concentrations

The roots

Attention is now directed to transport in the crevice separating the CAM and CRM. As
discussed by Newman, fluxes of ions are estimated with the Nernst-Planck equatio~ which governs
electromigration, diffhsion, and convective transport [15]:
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%i = –zi UiFcj ~@ – Di ~ci + V Ci (24)

.

.

where Ni is the flux, q is the charge, w is the mobility, ci is the concentration and u is the diffhsivity of
the i-th ion; 0 is the potential in the electrolyte; and v is the convective velocity of the electrolyte. The
current density is then defined in terms of the flux:

i= _F2~O~ z~uici _ F~zjDi~ci (25)
i i

In cases with strong supporting electrolyte, the electrornigration term can be ignored. Transients in
concentration can be dealt with through application of Equation 26:

d Ci—.–iwi+~
(?t

(26)

where I+ is the (apparent) homogeneous rate. Note that the concentration of dissolved iron is assumed
to include all dkmlved species, including Fe2+,Fe3+,Fe(OH)+andFe(OH)2+. Similar assumptions are
made for other dissolved metals. The hyperbolic partial differential equations (PDEs) that describe the
transport of such reactive species in the crevice can be solved numerically. Both the Crank-Nicholson
and the ‘explicit’ methods have been used [16,17]. The assumed BCS imply that the concentrations are
zero at the crevice mouth (NFE), and that crevices are symmetric about a mirror plane where the flux is
zero. The BCS for H+ and dissolved 02 are slightly different in that non-zero concentrations are assigned
at the crevice mouth.

Current and Potential

The PDEs that define transientconcentrationsin the crevice require determinationof the
potentialgradient,aswell asthe (apparent)homogeneousrates. First,the axial cunentdensityalong the
lengthof thecrevice, iX(x),is calculatedby integratingthewall currentdensity,iY(x):

fu,iY(x dx
ix(x) =

h(x)
(27)

where L is the maximum crevice depth and h(x) is the separation between the two crevice walls at
position (x). The electrode potential a!ong the length of the crevice, E(x), can then be calculated from
iX(x):

(28)E(x) = j; p(x) ix(x)~

where p(x) is the resistivity of the crevice solution at position (x). This technique is very similar to that
employed in other published models [18-20].
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PITTINGMODELS

Published Models

Crevice corrosion will result in acidification of the electrolyte and a corresponding elevation in
Cl” concentration. This harsh localizm!l environment may cause pitting, as well as intergramdar
corrosion. Several pitting models have been reviewed in detail by the author [21]. Those for pit
initiation include: the halide nuclei theory by Okada [22,23]; the point defect model by Chao, Lin and
McDonald [24]; the electrostriction model by Sato [25]; and the stochastic probability model by Shibata
[7,8]. Models for pit propagation include: the Pickering-Frankenthal model [26], which assumes passive
walls and an active base; the Galvele modification of the Pickering-Frankenthal model [27], which
accounts for the effects of metal ion hydrolysis on pH suppression and the Beck-Alkire model, which
deals with a hemispherical pit covered by a th@ resistive halide film [28]. HenShall was the first to
apply probabilistic pitting models to the performance assessment of high-level waste containers [9-11].

ProbabilisticPitting Model

The probabilistic modei developed here for pitting of the CRM divides the container surface into
a two-dimensional (2D) array of hypothetical cells, where probabilities for the transition from one
pitting state to another can be assigned [29]. Nucleation or death of a pit embryo is determined by
comparing random numbers, generated by a power residue meth~ to an environmentdependent birth
or death probability, respectively. After a pit embryo reaches a critical age, it is assumed to become a
stable pit. This approach has already been explored for modeling pit initiation and growth on high-level
waste containers by HenShall [9-11]. However, the HenShall model requires additional work to enable it
to deal with important environmental parameters, such as pH. This model assumes that the birth and
death probabilities are fimctions of potential, chloride concentratio~ and temperature alone. More
specifically, the effect of pH is not accounted for. Furthermore, it is necessary to assume that the birth
probability decays exponentially with time in order to obtain a reasonably shaped distribution of pit
depths, the number of pits verses depth. Ideally, the birth rate (or birth probability) should be time
invariant in such a mechanistic model. Finally, the fimctions used for calculating the birth and death
probabilities could have values much greater than unity (>>1), though the code limited the values to one
(S 1). It is better to use probability expressions where all calculated values lie between zero and one, as
done by Shibata [8]. This feature has now been incorporated into the probabilistic pitting model
described here. Based upon empirical observations regarding the roles of Cl- and E-Etit on pit initiation
(birth), as well as empirical observations regarding the roles of OH and E-E
the following equations are assumed for the rates of embryo birth and death:

pm on repassivation (death),

F(*(=C.))~=~[C1-]ex

pg(w-))p,=A. [OH-]ex

(29)

(30)
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where [Cl] is the concentration of the chloride anion; [OHl is the concentration of the hydroxyl anion,
F is Faraday’s constant; R is the universrd gas constant; T is the absolute temperature; E is the
electrochemical potential applied to the surf=; ECfltis the critical pitting potential; EP=~ is the
repassivation potential; ak and ap are constants; and ~ and w are intrinsic rate constants for the birth
and death of embryos, respectively. It is evident that the proposed model involves competitive
adsorption of Cl- and OH, which is consistent witi, the discussion by Strehblow and others [30]. The
rate of converting an embryo into a stable pit is defined here as the transition rate, y]. This conversion
process is assumed to be thermally activated and governed by the Ahrenius rate law.

P()AT
yl=yOex -—

RT
(31)

where ~ is the apparent activation energy and y. is the intrinsic rate constant. In lieu of a transition rate,
an induction or incubation time can be used. The induction
reach before it can become a stable pit. This quantity is
expression.

P()A,
r, =rOex -—

RT

time, ~1, is the age that an embryo must
also assumed to obey an Ahrenius-like

(32)

where A is the apparent activation energy and To is the intrinsic induction time. As described by
Shibata [Eqns. 63 & 64, Ref. 8], the bkth probability in a single cell (O < k < 1) is calculated from the
rate as follows.

~ = 1_ ~-11~

The death and transition probabilities are calculated in a similar manner.

# = 1- e-p’d

y=l-e-Y’a

(33)

(34)

(35)

At a given time step, an embryo will be born in a vacant cell if the following criteria are met:

~Ds~ (36)

where RND is a random number. The random number embodies the stochastic nature of pitting events
on the surface. Similarly, an existing embryo will die if

RND<# (37)

An embryo will become a stable pit if one of the following criteria are met:

8



RND5y (38)

(39)

where ~% is the age of the embryo under consideration. It was recognized by HenShall that it is
necessary to let the birth probability decay with time to obtain a symmetric distribution of pits centered
at the mean pit depth. However, model parameters such as the birth probability should be time invariant.
An expression for the birth probability is proposed that accomplishes the same end as HenShall’s
formulation, and avoids explicit use of time as an independent variable.

2=A(AO~ex~-Z38P]) (40)

where A and B are constants, ep is the fractional coverage of the surfkce by stable pits, and n is the
exponent of 6P The ability of such “shape factors”to mimic observed pit distributions maybe related to
implicit memory effkcts recognized by Scully and others [31]. Determination of the distribution of pit
depths requires calculation of the pit penetration, d, which is a function of pit age, Tw.. The
corresponding penetration rate can be assumed to be limited by either diffusion or electromigration.
Both &es Yieida square-root dependence of the pit depth on time.
be discussed briefly in the following section. Here, for the sake
assumed to obey the following empirical expression:

d=-

where the rate constant, K, is defined as:

K= &[H+l(~- E..,)

Diffbsion-limited penetration will
of illustratio~ the penetration is

(41)

(42)

where ~ is a Constant ~+] is the hydrogen ion concentratio~ E is the applied voltage; and E&t is the
critical pitting potential. It should be noted that this expression implies growth driven by the electric
field. Future pitting calculations should use assumptions that are more consistent with those implicit in
the crevice model, such as the assumption of a strong supporting electrolyte. It must be noted that the
pit can “die” if the depth becomes so great that the current density at the base of the pit fidls below the
passive current density. The importance of such “stifling” has also been pointed out by Scully [31]. In
the case of pit propagation in carbon steel, Marsh gives the following criteria based upon the passive
current density, iPU [32]:

It was noted that carefid measurements of im are required for any theoretical analysis.

9

(43)



where ~ is the penetration depth at time ~, d is the penetration depth at time t, and n is the power of the
growth law. The special case with n- 1/2 corresponds to the well-known Sand equation, which assumes
a di~ion-lirnited electrochemical process.

Data published by Asphahani [2,3] and compiled by Gdowski [33] has been used to establish the
following empirical correlations for Alloys 625 and C-22 in simulated crevice solutions with 10 wt. %
FeCl~:.

in(Y) = ln(3.81)-2.4010 001X 10-3(2=-%)-2.3662 274X 10-’(T– ~)2 (48)

ln(~)=ln(O.25)-1.2374959 x 10-3(T - ~) -2.9368 571x 10-2(2’- ~)’ (49)

where T is the absolute temperature and TOis the reference temperature of 298 K. The parameter Y is
defined as folIows:

‘=$ (50)

Equations48 and49 and similar correlations for other alloys were used calculate the values of Y plotted
in Figure 2. Predicted penetrations for Alloys 625 and C-22 at several temperature levels between 20
and 100”C are shown in Figures 3 and 4, respectively. After 10,000 years at 80”C, the predicted
penetration of Alloy C-22 does not exceed the thickness of the inner barrier wall (2 cm).

RESULTS

Predicted Environment in Crevice

The Crank-Nicholson method was used to calculate concentration profiles during Phase 1 crevice
corrosion, as shown in Figure 5. Soluble iron species included in the calculation were Fe2+, Fe3+,
Fe(OH.)2+and Fe(OH)+. All precipitated iron is assumed to be Fe(O~. Furthermore, it is assumed
that (a) the temperature is 90”C or 363 K, the potential at the mouth of the crevice is at +1OmV relative
to the corrosion potential of Alloy 516, the assumed CM, the solution conductivity is 50,000 pS cm-l;
and the diffusion coefficient of all dissolved species is approximately 1.Oxl0-5cm2 see-i. Roy et al. have
measured relevant corrosion, pitting and repassivation potentials for Alloys 516, 825,625 and C-22 [34-
36]. Results at O,600, 1200, 1800,2400 and 3000 seconds are presented, though calculations were done
at intervals of 1 second. The peak in the iron concentration near the crevice mouth is due to the
combined effects of a potential that decays with increasing crevice depth (x), and the assumed BC of
zero concentration at the crevice mouth. Results obtained with the explicit method are identical.

Calculations for Phase 2 crevice corrosion of Alloy 625 are shown in Figures 6 through 10.
Transientsin the total concentrationof dissolved iron are shownat O,600, 1200,1800,2400, 3000and
3600 seconds. Assumed dissolved metal species includedin the calculationare Fe2+,Fe(OH)+, Fe3+,
Fe(OH)2+,Ni2+,Ni(OH)+, C~, Cr(OH)2+,Cr(OH)2+andM03+. Precipitatesare assumedto be Fe(OH)2,

Ni(OH~, Cr(OH)3 andMO(OH)3. Furthermore,it k assumedthat (a) the temperatureis 90”C or 363K;
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the potential at the mouth of the crevice is at +100 mV relative to the pitting potential of Alloy 625, the
assumed CRM; the solution conductivity is 1000 pS cm-l; and the diffkion coefficient of all dissolved
species is approximately 1.9xl 05 cm2 See-i. Based upon the work of Roy et al., the pitting potential is
assumed to be +689 mV vs. SCE. As shown in Figures 6 through 8, the concentrations of dissolved
metals rise sharply from zero at the crevice mouth to peak values inside the crevice (-0.3 cm). Recall
that the concentrations are assumed to be zero at the crevice mouth. At large distances into the crevice
(-0.9 cm), the concentrations fdl tiom the peak values to plateaus. Since H+ is generated by the
hydrolysis of iron, nickel and chromium, and since it is transported in a similar fashion, its transient
concentration profiles (not shown) track those of the dissolved metals. Figure 9 shows the pH profiles
that correspond to Figures 6 through 8. In this particular case, it is concluded that reasonable pH values
for the crevice solution lie between 2.8 and 3.2 during Phase 2. The concentrations of dissolved metal
ions and H+ are used to calculate Cl- concentration (not shown). Alternatively, the Cl- concentration
could be calculated directly finm the potential, as suggested by Pickering and Frankenthal [26], as well
as Galvele [27]. As shown in Figure 10, the potential drops to more cathodic values as the distance into
the crevice increases. The applied potential at the crevice mouth is assumed to be +1,030 mV vs. NHE
(+789 mV vs. SCE). At a depth of 1 cm, the predicted potential is somewhere between +870 and +910
mV vs. NHE (+630 and +670 mV vs. SCE). The oscillations in the potential profiles are due to the
antagonistic effkcts of chloride and potential on the anodic current density at the crevice wall. More
specifically, the anodic current due to localized attack is driven by the difference between the electrode
potential, E, and the pitting potential, ECfipThe pitting potential is assumed to obey the expression given
by Galvele [27]:

Ecti, =A -Bl~CZ-]

where A and B are constants. Note that B is given as -88 mV for Fe-18Cr-8Ni in NaCl solutions. As
the potentialin the crevice decreases,the chloride concentrationincreases,thereby driving the pitting
potentialto more cathodiclevels (less stability). Thus,the anodic currentis simultaneouslydriven by
two opposedforces, increasingchloride and decreasingpotential. The axial andwall currentdensities
also exhibit oscillations(not shown). In the fiture, the datacollected by Roy et al. shouldbe usedto
establishthedependenceof E=i~on C~ concentration[34-36].

Probabilistic Pitting Model.

Figure 11 shows the calculated pit density (cells or ndber per 100 cm2) as a fhnction of time,
based upon the probabilistic model. As expected, the number of vacancies (unpitted area) decreases
with time, while the number of stable pits increases. Initially, the number of pit embryos increases
rapidly with time. However, the embryo density reaches a maximum and begins to fall at the point

. where the rate of embryo conversion to stable pits exceeds the rate of embryo births. The overall pit
generation rate is proportional to the embryo density, and also passes through a maximum. Figure 12
shows the corresponding pit distribution, which is typical of those obtained with the stochastic pitting
model with time invariant probabilities. Distinguishing characteristics include: peak near the maximum
pit depth; and a long tail. These calculations were performed with parametric values shown in Table 1.
These values enabled the model to mimic the experimental pit distribution data for Alloy 825 that was
collected by Roy and published by Henshall [11]. In Roy’s experiment, samples were exposed to 5 wt.
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‘XONaCl solution at a pH ot”2.57 and a temperature ot Y(.lvCtor Z4Ummutes. A total 0165 pits were
observed in an area of approximately 1 cm2. The mean depth was 0.345 mm, with a maximum pit depth
of 0.505 mm. These data are used as a “bench mark” for model development.

Integration of Pitting and Crevice Corrosion Models

The effect of pH suppression on pitting of the CRM was investigated with the probabilistic
model. These calculations were also performed with the parametric values given in Table 1. Figure 13
shows transients in the vacancy, embryo and stable-pit densities (cells) that were predicted for two cases,
direct exposure to the near field environment (NFE), and exposure to the low-pH crevice solution. In the
NFE case, the assumed environment is a 1100 ppm NaCl solution at pH -7 and 60°C. The CRM is
assumed to be Polarized(at a level slightly above the pitting potential, approximately +90 mV vs. SCE.
In the crevice case, the assumed environment is a 2000 ppm NaCl solution at pH -3 and 60°C. Here too
the potential is assumed to be approximatley +90 mV vs. SCE. The number of vacancies (cells without
embryos or stable pits) decreases with time in both cases, while the number of stable pits increases.
Initially, the number of pit embryos increases rapidly with time. A maximum is reached at the point
where the rate of embryo conversion to stable pits (loss) exceeds the rate of embryo births (generation).
The overall pit generation rate is proportional to the embryo density, and also passes through a
maximum. Clearly, suppressed pH increases the rate of pit generation, which is consistent with
experience. The effkct of polarization on the pitting of the inner barrier is illustrated by Figure 14. Case
A assumes a 1000 ppm TDS NaCl solution at pH -7, a temperature of 60QC,and an applied potential of
-712 mV vs. SCE, which corresponds roughly to the corrosion potential of the CAM. Case B assumes a
2000 ppm TDS NaCl solution at pH -3, a temperature of 60°C, and a potential of +90 mV vs. SCE,
which corresponds roughly to the pitting potential of the CRM. While rapid pitting of the CRM is
predicted for Case B, no pitting is predicted in Case A. The model predicts that the corrosion potential
of the CAM provides some protection for the inner barrier.

SUMMARY

In regard to the simulated crevice corrosion of Alloy 625, the concentrations of all species
dissolved in the crevice solution approach asymptotic values as time increases. Consequently, the pH
approaches an ultimate, asymptotic value. The predicted pH of 2.8-3.2 appears to be very reasonable
since it is comparable to measured values [4]. This result leads to a very useful conclusion. When
treating localized corrosion within the crevice, one can estimate the asymptotic value of pH and use it as
an input to other corrosion models. This asymptotic wdue can serve as the basis for predicting rates of
localized attack of the crevice wall formed by the CRM. Clearly, such a simplification would provide
great computational advantages for Total System Performance Assessment (TSPA).

In the case of Alloy 825, it is possible to adjust parameters in the probabilistic pitting model to mimic
the distribution of pit depths observed by Roy after 240 hours of accelerated testing. However, in order
to match the distribution (mean and maximum depths), it is necessary to apply an appropriate “shape
factor” to the birth rate. This “shape factor” is a function of the density of stable pits on the surface, and
forces the birth rate to pass through a maximum as the pit density increases. This strategy is attractive in
that it elimimtes time horn the expression for birth rate, while providing essentially the same advantage
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as the successfid formulation given by Henshall [11]. It is demonstited that no significant pitting is
predicted at potentials that are much more cathodic than the ctitical pitting potential of the CRM. As ~
long as the potential in the crevice is less than or equal to the corrosion potential of the carbon steel
CAM, very little pitting of the CRM is predicted.

Two independent pitting models have been formulated, one probabilistic and the other
deterministic. Both are capable of giving comparable qualitative results and predict that vacant surface
decreases with time as the number of stable pits increases. Both predict that the number of pit embryos
passes through a maximum as the rate of death and conversion to stable pits exceeds the rate of birth. A

.

rationaldependenceon chloride concentration,pH, potentialandtemperaturehave now been built into
bothmodelsso thattheeffkctsof pH suppressionin thecrevice canbe accountedfor. The deterministic
model offers a significantcomputationaladvantagefor fidureTSPA efforts.

A solid step has now been taken towards integrating a crevice corrosion and pitting model.
However, much more work needs to be done on the mechanistic pitting and crevice corrosion models
provided by this report before they can be reliably used to make quantitative pnxiictions for TSPA. In
the interim period, empirical rate expressions, based upon experimental data and a general knowledge of
such transport-controlled processes, can be used for bounding, worst-case predictions. Based upon such
worst-case predictions, it appears that Alloy C-22 has sufficient corrosion resistance to enable the inner
barrier to meet design requirements, regardless of the assumptions made in a particular TSPA model.
This material could be used as the basis of a conservative design.
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Table 1. Parameter Values Used in Probabilistic Pitting Model

Parameter units Assumed Value

b mti’ 6.7572 X 10Z
a~ none 0.5 ,
Etit mV vs. SCE +86

PO rein-i 2.2137 X 10”
a~ none 0.5
Em mV vs. SCE +1 t

Yo rein-l 5.0 x 10’
J mole-’ 3.0 x 104

‘co min 1.0

Al J mole-’ 3.0 x 104
A none 9.0
B none 3.0
n none 1.0

K() cm’ L mole-’ see-’ V-’ 4.4106540 x 10-”
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Finite Element Model of Crevice - Crank-Nicholson Method
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Predicted Transients in Surface Coverage - Alloy 825
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upon the probabilistic pitting model.

Predicted Distribution of Pit Depths - Alloy 825

2.6

0.5

0.0

@izmsm NQw Go.iwBv&E;ikllnin ~

MnlmumPltchp4

Avaru@ Plt Db@h = 0.3447-
Nal&mmPitD oplh=o.EQ53mm

m I

r
t

+- ,

L
1 61116212631364146 S15661667176616691 66

Pit Depth (% max.)

Figure 12. Distributionof pit depthspredictedfor Alloy 825,basedupontheprobabilisticpittingmodel.

23



Effect of pH on Transients in Surface Coverage - Alloy 825
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