C CHOLAR
OMMONS University of South Florida

UNIVERSITY OF

SOUTH FLORIDA Scholar Commons
Graduate Theses and Dissertations Graduate School
January 2014

Forecasting Corrosion of Steel in Concrete
Introducing Chloride Threshold Dependence on
Steel Potential

Andrea Nathalie Sanchez
University of South Florida, asanchez] @mail.usf.edu

Follow this and additional works at: http://scholarcommons.usf.edu/etd

0 Part of the Civil Engineering Commons, and the Materials Science and Engineering Commons

Scholar Commons Citation

Sanchez, Andrea Nathalie, "Forecasting Corrosion of Steel in Concrete Introducing Chloride Threshold Dependence on Steel
Potential" (2014). Graduate Theses and Dissertations.
http://scholarcommons.usf.edu/etd /5303

This Dissertation is brought to you for free and open access by the Graduate School at Scholar Commons. It has been accepted for inclusion in

Graduate Theses and Dissertations by an authorized administrator of Scholar Commons. For more information, please contact

scholarcommons@usf.edu.

www.manharaa.com


http://scholarcommons.usf.edu/?utm_source=scholarcommons.usf.edu%2Fetd%2F5303&utm_medium=PDF&utm_campaign=PDFCoverPages
http://scholarcommons.usf.edu/?utm_source=scholarcommons.usf.edu%2Fetd%2F5303&utm_medium=PDF&utm_campaign=PDFCoverPages
http://scholarcommons.usf.edu?utm_source=scholarcommons.usf.edu%2Fetd%2F5303&utm_medium=PDF&utm_campaign=PDFCoverPages
http://scholarcommons.usf.edu/etd?utm_source=scholarcommons.usf.edu%2Fetd%2F5303&utm_medium=PDF&utm_campaign=PDFCoverPages
http://scholarcommons.usf.edu/grad?utm_source=scholarcommons.usf.edu%2Fetd%2F5303&utm_medium=PDF&utm_campaign=PDFCoverPages
http://scholarcommons.usf.edu/etd?utm_source=scholarcommons.usf.edu%2Fetd%2F5303&utm_medium=PDF&utm_campaign=PDFCoverPages
http://network.bepress.com/hgg/discipline/252?utm_source=scholarcommons.usf.edu%2Fetd%2F5303&utm_medium=PDF&utm_campaign=PDFCoverPages
http://network.bepress.com/hgg/discipline/285?utm_source=scholarcommons.usf.edu%2Fetd%2F5303&utm_medium=PDF&utm_campaign=PDFCoverPages
mailto:scholarcommons@usf.edu

Forecasting Corrosion of Steel in Concrete

Introducing Chloride Threshold Dependence on Steel Potential

by

Andrea Nathalie Sanchez

A dissertation submitted in partial fulfillment
of the requirements for the degree of
Doctor of Philosophy
Department of Civil and Environmental Engineering
College of Engineering
University of South Florida

Major Professor: Alberto Sagués, Ph.D.
Nathan Crane, Ph.D.
Xiao Li, Ph.D.
Gray Mullins, Ph.D.
Daniel Simkins, Ph.D.

Date of Approval:
July 8, 2014

Keywords: Marine, Forecast, Modeling,
Macrocell, Durability

Copyright © 2014, Andrea Nathalie Sanchez

www.manaraa.com



DEDICATION

This dissertation is dedicated to four exceptional individuals who showed me
since little how anything in life can be achieved with God, love, hard work, humbleness
and sacrifice. These individuals are: my Father, Miguel Antonio, my Mother, Miriam
Iraida, my oldest sister Erika Maria and my middle sister Kiki. Thank you for all your
amazing support and prayers during these years. | could have not done it without you. |

love you. God bless you always.

www.manharaa.com




ACKNOWLEDGMENTS

This investigation was supported by the State of Florida Department of
Transportation (FDOT). The opinions, findings, and conclusions presented here are
those of the author and not necessarily those of the State of Florida Department of

Transportation whose support of this investigation is thankfully acknowledged.

The author is grateful to her advisor and mentor Professor Dr. Alberto A. Sagués,
for his continual guidance, support, collaboration, advice and encouragement in this
dissertation. The author would like to thank the esteemed members of the committee:
Dr. Crane, Dr. Li, Dr. Mullins, Dr. Simkins and Dr. Saddow, for their valuable time,
interest, support and input in this dissertation. The author is indebted to Mr. Mario
Paredes, Mr. lvan Lasa and Mr. Paul Vinik from the FDOT State Materials Office for all
their valuable guidance. The assistance of Ronald Simmons and Cody Owen in

specimen autopsy and conducting chloride analysis tests is gratefully acknowledged.

The author is deeply grateful for the unconditional love, understanding,
encouragement, and patience from Mr. Frank Charles Holz during this work. The author
greatly appreciates the help, assistant and friendship from her former and present lab
mates at the Corrosion Engineering Laboratory (M. Akhoondan, E. Busba, M. Dugarte,
L. Emmenegger, J. Fernandez, S. Hoffman, M. Hutchinson, K. Lau, E. Paz, M. Walsh
and K. Williams). The assistance of undergraduate assistants (J. Cardenas, C.

Castafeda, R. Guillen, A. Filippi, W. Ruth, J. Scott and T. Tran) is also acknowledged.

www.manaraa.com



TABLE OF CONTENTS

LIST OF TABLES ...ttt ettt ettt ettt ettt ettt ettt ettt e e et e e eeeeeseeeeees %
LIST OF FIGURES. . .....cooitiiiiiiiiiiiiiiteete ettt ettt ettt ettt et e et et et eeeeeeeesseaeaeseeenneeeennenes Vi
AB ST RACT L iX
CHAPTER 1: INTRODUGCTION......cuutttuittttiitittsteeeeeseeesesessssessssessssssesssseeseessseeeeree—.—. 1
I I = = o (o {0 U o o 1
1.2 Problem Statement and Research ODbjectives ... 9
RS B (e TST=T= Tdod g 1Y o] o] o - T o PP 10
1.3.1 Addressing ODJECHIVE L.......ccooiiiiiiiiiiiiiee e 11
1.3.1.2 Chapter 2: Experimental Assessment..........cccccceeeeeeeeeenn. 11
1.3.2 Addressing ODJECHIVE 2......ccooii i 11

1.3.2.1 Chapter 3: Introducing Potential Dependent
Threshold in Corrosion Modeling of Reinforced Concrete ....... 11

1.3.2.2 Chapter 4: Effect of Variation in System Parameters
on Corrosion Damage Forecast with Potential Dependent

TRIESNOI. ... 12
1.3.2.3 Chapter 5: Probabilistic Corrosion Forecast with
Potential Dependent Threshold .............cooeuiiiiiiniiiiiiiiii. 12

1.3.2.4 Chapter 6: Practical Approach to Introduce a
Correction for Potential Dependent Threshold in a

Practitioner-Oriented Predictive Model ...........ccoooviiiiiiiiiiiiinnns 13
CHAPTER 2: EXPERIMENTAL ASSESSMENT ....ooviiiiiiiiiiiiiiiiiiieiieeeeeeeeseeeeeeeeeeeeneeeeees 14
2.1 First Stage — Mortar Test with Moderate Steel Surface Area........................ 14
2.1.1 Materials and Experimental Setup ..........ccouvuiiiiniiiiiiiiiiiiiiiee e 14
2.1.2 First Stage ReSUILS..........ccovviiiiiiiie e 16
2.1.2.1 Open Circuit SPECIMENS......ccuuuriiiiieeeeeeieeiiiiiaae e e e e eeeeeeaenn 16
2.1.2.2 Cathodically Polarized Specimens...........ccccceeeeeeeeeeveennnnnns 17

2.1.2.3 Estimation of Chloride Content at the Rebar at the
Time of Corrosion INItIALtION ............evvviiiiiiiiiiiiiiieeeeeeeeeeeeeeeeee 18
2.1.2.4 First Stage Potential-Dependent Threshold Findings........ 21
2.2 Second Stage - Concrete Tests with Large Steel Surface Area................... 22
2.2.1 Materials and Experimental Setup ..........ccouuuiiiiiiiiiiiiiiiiicieee e 22
2.2.2 Second Stage RESUILS ........ccevviiiiiiie e 27
2.2.2.1 Open Circuit SPECIMENS......ccuuuriiiiieeeeeeeeeeiiiiiaa e e e e e eeeeeaanns 27
2.2.2.2 Cathodically Polarized Specimens............cccceeeeeeeeeeveennnnnns 29

[

www.manaraa.com



2.2.2.3 Estimation of Chloride Content at the Rebar at the

TiMe Of COMOSION ....vviviiiiiiiiiieiiiiie ettt 30
2.2.2.4 Second Stage Potential-Dependent Threshold
1T [T o L 32
2.3 Discussion of First and Second Stage Experimental Findings...................... 34
2.4 Conclusions of First Stage and Second Stage Experimental Tests
FINAINGS. e e 36
CHAPTER 3: INTRODUCING POTENTIAL DEPENDENT THRESHOLD IN
CORROSION MODELING OF REINFORCED CONCRETE ........cvvvvvviiiiiiiiiiiiieeeee, 38
3.1 General APPrOACH ......ccc oo 38
3.2 System Chosen and Main ASSUMPLIONS ......uiiieiiiiiiiiiiiieee e 41
3.2.1 Corrosion Distribution Module...................eeviiiiiiiiiiiiiiiiiiiiiiiiiiiieeeee, 45
3.2.1.1 Accounting for Local Resistance Polarization ................... 48
3.2.2 Chloride Transport MoOdule .........ccooeeeeeiirieiiiiieie e 49
3.2.3 Surface Damage Evaluation Module.............cccoooiiiiiiiiiiiiiiiiinneeeee, 50
3.3 Summary of Model Inputs and OULPULS .......cceeeeeeiiiieiiiiiee e 51
3.4 MOAEl PArametersS ......cccoeiiiiiiiiiiee et 51
3.4.1 Elevation Profiles for D, p, DO and Cs.......ccovvvveieiiiiiiiieeeiiiee e, 52
3.4.2 Threshold Parameters and Variations; Steel Polarization and
Concrete Cracking Parameters ...........ueeiiiiieievieeiiieee e 54
3. 4.3 TIME PEIIOU ...t 55
3.4.4 ACHIVALION ZONE SIZE ....oeviveeiiiiiiiiiiiiiieeeeeeeeeeeeeeeeeeee e eeeeeeeeeeeeeeees 56
B D RESUIES. ... 58
3.5.1 Polarization Profile EVOIULION ............evvviiiiiiiiiiiiiiiiiiiieieeeeeeeeeeeeeeee 58
3.5.2 Damage Profile EVOIULION ........uuuiiiiiiiiiii e 62
3.5.2.1 Base Case: Potential-dependent Threshold (PDT)........... 62
3.5.2.2 Potential Independent Chloride Threshold Case (PIT)...... 65
3.5.3 Cumulative Damage FuNnction Trends..........cccoevveeeeivvveiiiiiiineeeeeee, 66
3.5.3.1 Effect of Threshold Potential Dependence and of
Value of Cathodic Prevention SIOpe .........ccccevvvviiiiieieceeeeeiins 66
3.5.3.2 Effect of Activation Zone Size ...........coovvviiiiiiiiiiieeeiieeiiinns 70
3.0 SUMIMIATY ettt e e e et e e et e e e e e e e e e e eaa e e eaaneeennn s 73

CHAPTER 4: EFFECT OF VARIATION IN SYSTEM PARAMETERS ON
CORROSION DAMAGE FORECAST WITH POTENTIAL DEPENDENT

THRESHOLD ..o e e e e e e e e e e e e aaaneeeaaeaees 77
4.1 General APPrOaACK ......cooiiiece e 77
4.2 Cases EXAMINEd .......oouuiiiiiiiie e 77
4.3 ReSUItS and DISCUSSION ......uuvuuiiiieeeeieiieieiiiiee e e e e e e e eeeaaaen e e e e e e e e eeeaaannaeeaeeeeees 79
A4 SUMMATY ..ottt ettt e et et e e e e e et e e e e e aa e e e e eesa e e e eesaa e eaeesan e eeeennnnaeas 84

CHAPTER 5: PROBABILISTIC CORROSION FORECASTING WITH

POTENTIAL DEPENDENT THRESHOLD........oiiiiiiiiiiceecee e 86
5.1 General APPrOaCK ......cccooiiieie e 86
5.2 Modelled System and Investigated Cases..........cccevvuuriiiiiieeiiieeiiiiieee e 86
5.3 ReSUItS and DISCUSSION .......cuuuiiiiiieeeeieiieiiiiie e e e e e e e eeeaan e e e e e e e aeeeaanaaeeeeeeees 89

i

www.manaraa.com



5.4 SUIMIMIATY <.ttt ettt e ettt e e e et et e e e e e et e e e eesta e e e eenna e eeennnnnaeas 94

CHAPTER 6: PRACTICAL APPROACH TO INTRODUCE A CORRECTION
FOR POTENTIAL DEPENDENT THRESHOLD IN A TRADITIONAL

PRACTITIONER-ORIENTED PREDICTIVE MODEL ......cccoooiiiiiiiiii, 95
6.1 Overview of the Model APProach..........cooovviiiiiiiiii e 95
6.2 Probabilistic Damage ProjeCtion............ccovveuuiiiiiii e e e 96
GRS Ofo] 1 ¢=Tox i o] o N ¥ ox 1 o] o [H PSRRI 97
R @ AVI=T =1 172N o] o {0 T T o IR 101
CHAPTER 7: CONCLUSIONS ......ottiititttiitieieeeeeeeeeeeeseeeesesesessssssssssssssssssseesesssssenereereees 104
7.1 Experimental FINAINGS .....ccoovviiiiiiiee e e e e e e 104
7.2 MOdeliNng FINAINGS ...vvviiieeeeeeeee et 104
REFERENGCES. . ......ooiiiiiiiiiiiiiiiiiiee ettt ettt ettt et e ettt e et e et e eeeeeeeeeeees 107
APPENDICES ... ..o 118
AppendixX A List Of SYMDOIS .......ccooi i 119
Appendix B Review of Corrosion Processes in Concrete and Related
Durability FOreCasting ISSUES .......cccvvviiiiiiiiiie e e 123
B.1 Chloride-induced Corrosion of Reinforced Concrete........................ 123
B.2 Corrosion MeChaniSM.........ccooeieiiiiiiiicie e 123
B.3 Structural Issues: The Challenge of Long-term Durability ............... 126
B.4 Chloride Ingress in Reinforced Concrete............cccceeeeeeeeivveeiinninnnnnn. 127
B.4.1 The Nature of Chloride lons in Concrete ...........ccccoeeeeeneee. 128
B.4.2 The Transport of Chloride lons in Concrete....................... 129
B.5 Forecasting the Service Life of Reinforced Concrete Structures..... 130
B.5.1 Tuutti’s Definition of Service Life........cccceevvvviiiiiiiineeeeen, 130
B.5.2 INItiatioN Stage .......covieiiiiiiiiiie e 131
B.5.2.1 Involved Parameters .........ccccoeeeeeevvvveiiiiiiineeeeee, 131
B.5.2.2 Fick’s Laws of Diffusion............ccccovveeiiiiiiiinnneeeeee. 132
B.5.2.2.1 LIMitatioNS .......ccoeeeeeiiiiieiiiiiie e e 133
B.6 Critical Chloride Corrosion Threshold.............ccouiiiiiniiiiiiiiiiin. 134
B.6.1 GENEIAl......evviiiiee et 134
B.6.2 Measuring the Value of Cr....ccooviiiiiiiiiiieee, 135
B.6.3 Chloride Corrosion Threshold: Influencing Parameters...... 137

B.6.3.1 The Dependence of C; on Steel Potential
While in Passive State ..........ccccevvvvvviiiiei e 138
Appendix C Modeling Equations for the Corrosion Distribution Module ........... 140
Appendix D Probabilistic Damage Projection ............cccoeeeeeivviiviiiiiiieeeeeeeeeeiinnns 145
D.1 Principles of Probabilistic Corrosion Damage Projection................. 145
Appendix E Integrated Predictive Model ............oooevviiiiiiiiiiiice e 148
E.1 Structural COMPONENTS.......iiiieiieiiiiiiiiie et 149
E.2 EXPOSUre CONAItIONS ...covvueiieeieeeeeeeeiiee e e e e e e 149
E.3 CONCIrete PrOPEITIES. ....ccuuieiiiee et 151
E.4 Surface CoNditioNS ...........uiiiiiiiiiiieice e 154
E.5 Chloride Threshold and Rebar Type......ccocooiiiieiiiiiiiiieeeeeeeeiin 155

iii

www.manaraa.com



E.6 Propagation TiMe .........uuuiiiiiiiiee e 156

E.7 LIMIt STALE oo 156

Appendix F Copyright PermiSSIiONS. ...........ccuiiiiaiiiiiiiiiiiieeee e 158

F.1 Permissions to Publish Contents in Chapter 2.............ccccoevvvvvviinnnnn. 158

F.2 Permissions to Publish Contents in Chapter 3...........cccccoeviiiiiiinnen. 162

F.3 Publishing Forms to Publish Contents in Chapter 4......................... 168

ABOUT THE AUTHOR. .. ..ttt a e e END PAGE

www.manharaa.com




LIST OF TABLES

Table 1 Calculations and results for each first stage test condition...............cccccceeennn.. 21
Table 2 Calculations and results for each second stage test condition. ..............cc........ 33
Table 3 Model parameters for base case and variations...............ccceeeeeeieeeeveeviiicinee e, 53
Table 4 CasesS EXAMINEA.........uiiiiiiiiiiii e e e e e e e e e e ereaeaaeeas 79
Table 5 Model parameters for the randomly distributed mathematical approach.......... 88
Table 6 Concrete and steel bar properties for modeling parameters .............cccccceee.... 157

www.manharaa.com




LIST OF FIGURES

Figure 1 Chloride threshold dependence on steel potential compilation from the
literature by Presuel et al. and updated by Sanchez etal. .............cccceennnnn. 7

Figure 2 Damage projections in previous model calculations showing strong
decrease in projected damage at age=60 years when comparing the
case of a potential independent threshold (Bcr = -~) and cases

where Ct depended on potential of the passive steel.............cccooeeeeevinnnnnnen. 8
Figure 3 First stage experiment Specimen layOut.............ocouuiiiiiiieeeeeeeiiiiee e eee e 15
Figure 4 Time trends for OCP SPECIMENS.. .....ciuiuiiiiiie e e e eeeeeeeeaees 17

Figure 5 Applied current density (anodic is >0) vs time for each polarized
specimen at the indicated potential...............cooooiiiiiiiiiiiii 18

Figure 6 Side and top view of the reinforced concrete specimens ..........ccccoeeeeeevvveennnes 23

Figure 7 Modeling results to find optimal position for counter electrode placement...... 24

Figure 8 Second stage specimens prior to concrete Casting. .........coovvvevvvviiiineeeeeeeeeinnnns 25
Figure 9 Specimen after applying a layer of epoxy and placing the pond ..................... 26
Figure 10 Cathodically polarized SPECIMENS ..........iiiiiiiiiiiiiie e 27
Figure 11 Evolution of the steel potential for the second stage OCP specimens. ......... 28

Figure 12 Time progression of EIS for specimen 1 at OCP condition, indicating
marked reduction in Rp on activation at day 161............cccccccceeieeeeeeeeeennnnnns 29

Figure 13 Current density with respect to time for a specimen cathodically

polarized at =200 MV .......oiii i e e e e e e e e e e e e e e e aeaaanna 30

Figure 14 Reinforced concrete specimen after aUtOPSY. ...c..uvvuuiieireeerieiiiiiiiee e e e eeeeiienns 31

Figure 15 Chloride threshold vs steel potential. ...........cccoovvviiiiiiei e 36

Figure 16 System mMOAEIEd. ........oooeiiiiiiiee e e e eeeeaea 42
Y

www.manaraa.com



Figure 17 Left hand side: system discretization. Right hand side: symbols
representing the types of resistances used in the system showing a
portion of the column near the waterline, starting at elementi................... 47

Figure 18 Evolution of potential- and corrosion current density-elevation profile as
function of age, base Case. ... 61

Figure 19 a) Base case (potential-dependent threshold, Bct=-550 mV/decade,
elements of height L/101), showing initiation and damage declaration
LY L] PP PPPTRPPPIN 64

Figure 20 Damage projections for all parameters with B¢t slope variations from
a) the base case (elements of height L/101) and b) for elements of
NEIGNT L/ 0L, ... e e et e e e e e aaanna 68

Figure 21 Effect of cathodic prevention slope (Bcr) variations on the damage
Projection fOr age = 75 YEAIS.. ..ccuuuuuiiiei ettt e e e eeeaaene 69

Figure 22 Propagation stage behavior comparison of results for the a) PIT and
b) PDT cases addressed in Figure 18.............uiiiiiiiiiiiiiiiiiiiiinee e 71

Figure 23 Damage forecast for year 75 as a function of activation zone size.. ............. 73

Figure 24 a) Damage projections output for cases with slow DO where p at each
elevation level was varied from the base case by multiplication
factors of 1, 1/3 and L/10.. ....uuiiiiiieeeeeee e 81

Figure 25 Damage projection fOr YEar 75.. .......uuuuiiiie e e e e e eeeananes 83

Figure 26 Combined effect on damage projection for age= 75 years of variations
of concrete resistivity, threshold dependence slope, and oxygen
transport (slower: open symbols, faster: filled symbols)..............cccccceooc 84

Figure 27 System modeled representative randomly distributed profiles for the
surface concentration and CONCrete COVEN. ......ccooevivieiiiiiiiieeee e 87

Figure 28 Evolution of the steel potential and corrosion current density with
respect to the elevation as a function of time for the random
distributed concrete cover with oW reSistivity..........cccvvvvieiiiieeeeeveeeen. 90

Figure 29 Cumulative corrosion charge density as a function of time for the
randomly distributed Cs with high resistivity.............ccccvvviiiiiiiiii e, 92

Figure 30 Damage progressions for all CasSes. ........ooooviiiiiiiiiiiiiii e 93

Figure 31 Correction for chloride threshold dependence on steel potential in a
traditional forecast approach...........ccoooiiiii 101

vii

www.manaraa.com



Figure B 1 Theoretical conditions of corrosion, immunity and passivation of iron. ...... 125

Figure B 2 Potential and current density change of steel embedded in concrete

from passive to active CONAItION ...........cccvvvviiiiiiiiiiiiiiie 126
Figure B 3 Service life diagram according t0 TUULL...........ceevuviviiiieieeeeeececiee e eeeeees 130
Figure C 1 System model MOAUIES .........oooviiiiiiiiiii 141
Figure C 2 Idealized current flow and potential relationship in a concrete slab

with steel as a flat plate on the side ... 142
Figure C 3 Idealized current flow in a reinforced concrete column.............cccceeeeeeees 143

viii

www.manharaa.com




ABSTRACT

Corrosion initiates in reinforced concrete structures exposed to marine
environments when the chloride ion concentration at the surface of an embedded steel
reinforcing bar exceeds the chloride corrosion threshold (Cy) value. The value of Ct is
generally assumed to have a conservative fixed value ranging from 0.2% to - 0.5 % of
chloride ions by weight of cement. However, extensive experimental investigations
confirmed that Ct is not a fixed value and that the value of C; depends on many
variables. Among those, the potential of passive steel embedded in concrete is a key
influential factor on the value of Cy and has received little attention in the literature. The
phenomenon of a potential-dependent threshold (PDT) permits accounting for corrosion
macrocell coupling between active and passive steel assembly components in corrosion
forecast models, avoiding overly conservative long-term damage projections and
leading to more efficient design. The objectives of this investigation was to 1) expand by
a systematic experimental assessment the knowledge and data base on how
dependent the chloride threshold is on the potential of the steel embedded in concrete
and 2) introduce the chloride threshold dependence on steel potential as an integral part
of corrosion-related service life prediction of reinforced concrete structures.
Experimental assessments on PDT were found in the literature but for a limited set of
conditions. Therefore, experiments were conducted with mortar and concrete
specimens and exposed to conditions more representative of the field than those
previously available. The experimental results confirmed the presence of the PDT effect

iX
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and provided supporting information to use a value of -550 mV per decade of CI for the
cathodic prevention slope Bcr, a critical quantitative input for implementation in a
practical model. A refinement of a previous corrosion initiation-propagation model that
incorporated PDT in a partially submerged reinforced concrete column in sea water was
developed. Corrosion was assumed to start when the chloride corrosion threshold was
reached in an active steel zone of a given size, followed by recalculating the potential
distribution and update threshold values over the entire system at each time step.
Notably, results of this work indicated that when PDT is ignored, as is the case in
present forecasting model practice, the corrosion damage prediction can be overly
conservative which could lead to structural overdesign or misguided future damage
management planning. Implementation of PDT in next-generation models is therefore
highly desirable. However, developing a mathematical model that forecasts the
corrosion damage of an entire marine structure with a fully implemented PDT module
can result in excessive computational complexity. Hence, a provisional simplified
approach for incorporating the effect of PDT was developed. The approach uses a
correction function to be applied to projections that have been computed using the

traditional procedures.
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CHAPTER 1: INTRODUCTION

1.1 Background

Corrosion of steel in concrete is a major limitation to the durability of bridges,
especially for those in marine service. The following is a summarized description of the
main issues leading to the objective of this dissertation; the reader is referred to
Appendix B for a detailed treatment of the fundamentals of corrosion processes in
concrete. The corrosion is principally attributable to the chloride ion penetration through
the concrete cover. The chloride ions build up at the surface of the embedded steel until
reaching a critical chloride threshold level (designated Cy) which causes breakdown of
the protective passive film previously present at the steel surface due to the high
alkalinity of the concrete. Passivity breakdown results in the onset of rapid steel
corrosion with accumulation of expansive corrosion products. The accumulation of
corrosion products at the surface of the rebar results in an expansive force on the
surrounding concrete causing tensile stresses to form in the concrete. As a result of the
concrete’s low tensile strength, the concrete subject to the previous conditions often
cracks and spalls under those induced tensile stresses. Expensive maintenance repair

and subsequent corrosion control is then necessary to extend the design service life.

Corrosion prevention practices include the use of a very low permeability
concrete in combination with a thicker concrete cover to retard the chloride ion

penetration.  Within the United States, the above preventative measures are
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implemented by private and by public transportation agencies. However, corrosion
protection design methods represent an increased initial cost. Thus, an accurate
projection of the durability gains that may be obtained for a given initial investment is
important to tailor design for the environmental conditions present at the site of a bridge,
and to determine the requirements to meet the specified service life for that bridge. It is
also often necessary to obtain a quantitative projection of the remaining corrosion-
related service life of a structure for decision making on whether to build a new structure
or maintain an existing one, or to project future maintenance needs. The projections
should be sophisticated enough to estimate not only the structure’s age when
substantial damage will appear but also the rate at which subsequent corrosion damage

would develop.

Durability models available at present (LIFE 365™, DARTS™, and fib
(Fédération internationale du béton / International Federation for Structural Concrete)
calculate first the time for initiation of corrosion based on how rapidly the transport of
chloride ions (measured by the diffusion coefficient D) takes place through the concrete
cover, thus establishing the amount of time needed to reach Ct (usually assumed to be
time-invariant) at the steel position. A separate estimate is made for the time of
propagation involving how long after the corrosion initiation will the expansive product
accumulate enough to induce cracking or spalling in the concrete. The sum of both
periods (time of initiation and time of propagation) yields the time to appearance of
corrosion damage.[1] In a reinforced structure, the concrete cover thickness Xc,
diffusion coefficient D, surface chloride content Cs, and even the threshold C+ vary from

point to point in a bridge, and therefore damage appears earlier in some locations while
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in others the damage develops gradually. In a mathematical model, a statistical
treatment based on the variability of the data can be used to predict the cumulative

progression of that damage, called the "damage function" of the structure.

Although corrosion-related predictive models have significantly advanced in the
last three decades, there is still significant room for improvement. Important challenges
to wider application remain, stemming primarily from uncertainty or inadequacy in: (i)
the values of the input parameters and, equally important their variability and the
adequacy of means to measure those parameters (ii) the physical model assumptions
and computational methods used, (iii) the degree to which interactions between different
parts of the system mutually affect their corrosion progression, (iv) the limited amount of
actual field data that may provide model validation, (v) the optimal balance between

model complexity and reliability of input data and mechanistic understanding. [2, 3]

One modeling input parameter that has wide scatter of data in the literature is Cs.
This is a key parameter for long term prediction of reinforced concrete structures.[4] As
mentioned earlier, in predictive models the value of Ct is assumed to be a time-invariant
and fixed which selection typically ranges between 0.2-0.5% of chloride ions by weight
of cement. The value of Ct depends on many variables such as the condition of the
steel surface and concrete properties, as well as the potential of the steel while in the
passive state.[5] Examination of the technical literature indicated that a critical feature
not available in practical predictive models at the beginning of this investigation,
concerns the mutual corrosion aggravation and corrosion protection effects due to
existing macrocell coupling between active and passive steel assembly components.

Recent work has shown that macrocell effects can greatly affect the projected damage

3
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function for a reinforced concrete bridge.[4, 6, 7] However, the issue was until recently
largely ignored because a sufficiently simplified approach had yet to be developed, but
still accurate enough for use in practical models. Moreover, there has been a shortage
of data on the Cy variation with potential. Characterization of the Potential-Dependent
Threshold (PDT) is a key item in resolving this missing feature.[8] Consequently, an
experimental and modeling thrust in this investigation was directed to provide the
necessary data, which was then incorporated into the predictive model prototype

produced in the subsequent approach item.

A literature review by Presuel-Moreno et al. on the relationship between Ct and
steel potential (E) is shown in Figure 1.[9] Despite the scatter, Presuel-Moreno et al.
noted that the general trends from a broad set of data from multiple studies followed an
envelope approaching the pattern recognized in the initial investigations by Alonso et al.
(blue-dashed line in Figure 1) whereby Ct increases when potentials were more
cathodic than the typical open circuit potential of passive steel versus Saturated
Calomel Electrode (SCE), and is relatively independent of the potential when it is more
anodic than that value.[9, 10] The increase in Ct resulting from cathodic polarization

followed an exponential dependence that may be described in general terms by [9,11]

Cr ) Ero —E (1)

log ( ~
Y \Cr, |Be, |

where C+ is the threshold expressed as percentage of cement content in the concrete,
Cro Is the chloride threshold value at a baseline potential Eto, E is the potential of the
steel bar (while still in the passive condition), Bct (named here the cathodic prevention

4
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slope), is the slope of the straight line corresponding to Equation. (1) when plotted in an
E-logC+ representation (negative of the inverse of the slope of the dashed line in Figure
1). The latter has been chosen here to be -100 mV in the SCE scale, which is the one
used throughout this investigation. This chloride threshold-changing effect is the basis
of the cathodic prevention method, whereby reinforcing steel is cathodically polarized
while still in the passive condition to delay or prevent corrosion due to the elevation of
the chloride threshold. [12, 13] The redundant 3-parameter line formulation was chosen
for convenience to match the form of other ruling equations in electrochemical systems.

[14]

At the beginning of this investigation, the work by Alonso et al. was to the
author’'s knowledge the only experimental assessment that focused on determining the
chloride corrosion threshold dependence on potential.[10] However, those experiments
used small specimens with shallow mortar cover, potentially introducing uncertainties
which were subsequently addressed. An experimental work by Li et al. found that the
surface area of the steel is an influential parameter on the chloride corrosion threshold,
whereby the greater the surface area, the smaller the obtained value of Ct tended to
be.[15] Those authors strongly suggested preparing test specimens that have the
largest practical steel surface area possible. Moreover, at shallow concrete layers,
chloride ion penetration tends to be governed mainly by rapid permeation rather than
slower diffusion, which is the usually prevalent transport mechanism of chloride ions
ingress in the systems of interest.[16] Corrosion initiation may in that case happen very
fast while the chloride content of the cover layer is still evolving, leading to uncertainty in

the value of chloride content determined by autopsy tests. Furthermore, leaching of the
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thin mortar cover into the surrounding medium could introduce significant alterations in
the region near the steel, possibly rendering the outcome different from that which
would have been obtained with a thicker cover more representatives of field conditions.
In view of those possible uncertainties and on the scarcity of data in general, a more
systematic and sophisticated experimental assessment was deemed necessary to

better quantify the chloride corrosion threshold dependence on steel potential.

In addition to the experimental shortages noted above, implementation of PDT in
predictive models had been the subject of preliminary work but some key issues needed
further attention. A previous investigation [4] incorporated PDT in a one-dimensional
finite difference deterministic model of a partially submerged reinforced concrete column
by introducing Equation (1)) with the following parameter values: Cro: 0.2% CI by
weight of cement, Eto: 100 mV (SCE), and Bcr: - 400 mV per decade of CI” (roughly

approaching the dependence given by the dashed line in Figure 1).[4, 6]

In that preliminary model, corrosion was assumed to start when C; was reached
in a steel zone (or node) of a given size. That event resulted in activation of that zone
and the creation of a macrocell corrosion pattern where that zone was anodic while the
rest of the steel in the column remained passive, namely a cathodic zone. The corrosion
macrocell pattern for that configuration was then calculated to obtain the value of the
steel potential E at every zone in the system. The steel zones that were still passive,
near that first activated site developed a significantly more negative value of E than the
potential present before the first activation event. Hence, those zones were assigned
per Equation (1)) a correspondingly larger value of C; than before. Consequently,

corrosion initiation in those regions was delayed. As the new Cy value was eventually

6

www.manaraa.com



reached in other zones, the macrocell pattern was affected accordingly and corrosion
development was delayed in nearby regions as well. The overall result was a much
slower progression of corrosion damage in the system than if the C; would have been
value, potential-independent value (Bct = -~). The effect, illustrated in Figure 2, was
found to be a dramatic decrease in the predicted amount of corrosion damage when Bcr

was a finite value compared to the case of a potential-independent threshold B¢t = -«.
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Figure 1 Chloride threshold dependence on steel potential compilation from the
literature by Presuel et al. and updated by Sanchez et al.

Moreover, Figure 2 shows that the amount of projected damage can be quite

sensitive to the value of Bcr, where the corrosion damage was evaluated using values
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of |Bct| = - 100, - 200 and - 400 mV/ per decade of CI'. Thus, for engineering forecasting
purposes, more accurate parameter choices (especially for Bcr) were desired for a
better representation of a marine structure, further justifying the need for the additional

experimental work indicated above.
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Figure 2 Damage projections in previous model calculations showing strong decrease in
projected damage at age=60 years when comparing the case of a potential independent
threshold (Bct = -=) and cases where Ct depended on potential of the passive steel

The initial predictive model incorporating PDT served to demonstrate the
feasibility of the concept; however, in addition to the dependence on B¢t the damage
prediction was found to be highly sensitive to the assumed size of the corrosion
activation zone (or node). As the size of the activation zones (nodes) was made smaller,
the total predicted amount of damage at a given age decreased toward a zero limit

value.
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As explained in Reference [4], that result was not consistent with the trends
expected from basic considerations on the behavior of the system, and resolution of the
major issue needed to be cleared before further developing the concept. Examination of
the model assumptions suggested that the problem stemmed from neglecting the local
resistance of the concrete around the steel bars. As a result, the macrocell coupling
effect was inappropriately exaggerated as node spacing decreased leading to an
erroneous limit condition. A solution the model was formulated by accounting for the
local resistance polarization consistent with the size of activation zone and it is

addressed in the following section.

1.2 Problem Statement and Research Objectives

Summarizing the issues discussed above, chloride corrosion threshold
dependence on potential (PDT) has received little attention in the literature. Available
data are scarce and subject to much experimental scatter, and restricted to a limited set
of condition involving small steel specimens in thin mortar cover. There is the need for
more developed and systematic experimental assessments to address and resolve the
uncertainties introduced by other influencing parameters on Cy, especially steel
specimen size, thicker cementitious cover, actual concrete embedment, and chloride
exposure better resembling actual service regimes, so as to obtain a more solid
indication of the value of B¢t under experimental assessments, and reduce the extent of
uncertainty with regards to incorporating PDT in a corrosion-related predictive model

prepared under this investigation.
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Current service life predictive models oriented to the practitioner do not account
for mutual corrosion aggravation and corrosion protection effects due to macrocell
coupling between active and passive steel assembly components. This is a critical
modeling feature that may be solved by the incorporation of PDT in corrosion prediction
calculations and result in substantially improved damage forecasts, as addressed in this

investigation.

Per the discussion above, the objectives of this investigation were the following:

1) Expand by a systematic experimental assessment the knowledge and data base
on how dependent the chloride threshold is on the potential of the steel
embedded in concrete. Apply the findings toward a more solid indication of the

value of Bcr.

2) Introduce the chloride threshold dependence on steel potential as an integral part
of corrosion-related service life prediction of reinforced concrete structures. By
changing model input parameters determine how macrocell coupling between
anodic and passive regions in a marine reinforced concrete system affects
durability projections in comparison with the traditional potential-independent

chloride threshold treatment.

1.3 Research Approach

The following research approach (keyed to Chapters in this dissertation) with

related tasks was designed to achieve the objectives.
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1.3.1 Addressing Objective 1

1.3.1.2 Chapter 2: Experimental Assessment

e First Stage: conduct an initial set of experiments using specimens with moderate
steel surface area embedded in a thick mortar cover and in a continuous
immersion regime.

e Second Stage: conduct an advanced set of experiments using concrete
specimens with large steel surface area and an alternating wet-dry exposure.

e Evaluate findings of both Stages together with previous literature data to obtain
an updated indication of the value of Bcr.

1.3.2 Addressing Objective 2

1.3.2.1 Chapter 3: Introducing Potential Dependent Threshold in Corrosion

Modeling of Reinforced Concrete

e Develop an advanced potential-dependent threshold model of corrosion damage
of a reinforced concrete structure. The model focuses on the case of a partially
submerged marine column and incorporates a formulation that accounts for the
local resistance polarization consistent with the size of activation zone. The
model parameters include the value of Bcr determined as part of Objective 1.

e Determine the sensitivity of the model output to the value of Bcr, as well as to the
size of the steel activation zone and to the fineness of the computational grid, to

establish applicability of the model for insight in forecasting and research.
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e Compare results with those from the traditional potential-independent chloride
threshold treatment and establish importance of including potential-dependent
threshold in next generation models.

1.3.2.2 Chapter 4: Effect of Variation in System Parameters on Corrosion Damage

Forecast with Potential Dependent Threshold

e Simulate the partially submerged reinforced concrete column modeled in Chapter
3 by decreasing the values of the following elevation-invariant input parameters:
concrete resistivity, surface concentration, oxygen diffusivity and chloride
diffusivity; to establish the sensitivity of the model output under those uniform
conditions.
e Establish the relevance of the results on corrosion forecasting of marine
substructure.
1.3.2.3 Chapter 5: Probabilistic Corrosion Forecast with Potential Dependent

Threshold

e Explore the potential-dependent threshold effect in a reinforced concrete column
atmospherically exposed with random variations of the surface chloride
concentration and concrete cover profiles; to expand previous systematic
modeling approach (Chapter 4)

e Compare with similar random distributed cases with traditional potential-
independent chloride threshold treatment. Evaluate the relative degree of
conservativeness in each case with a view to establish the advantage of

introducing potential-dependent threshold feature in regular modelling practice.

12
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1.3.2.4 Chapter 6: Practical Approach to Introduce a Correction for Potential

Dependent Threshold in a Practitioner-Oriented Predictive Model

e Develop an approach for incorporating the effect of potential dependent
threshold, by the use of a correction function to be applied to projections that

have been computed using the traditional procedures.

13

www.manharaa.com




CHAPTER 2: EXPERIMENTAL ASSESSMENT?

Per the Research Approach detailed in Chapter 1, experimental tasks were
implemented in two stages. The First Stage consisted of preliminary tests using
specimens with moderate steel surface area embedded in mortar and in a continuous
immersion regime.[17] The Second Stage involved concrete specimens with large steel
surface area and an alternating wet-dry exposure regime more representative of actual
service conditions.[18] Both stages, each with its specific methodology, are described in

the next sections followed by a discussion leading to the overall findings.
2.1 First Stage — Mortar Test with Moderate Steel Surface Area
2.1.1 Materials and Experimental Setup

Cylindrical mortar specimens with an embedded type #5 rebar were submerged
in a saturated NaCl (~5.33 M) solution, as shown in Figure 3[19] Plain A-615 rebar with
high temperature mill scale on the surface was used.[20] The top and bottom of the
rebar was coated with an epoxy resin, to prevent corrosion initiation in these areas.
Ordinary Portland Cement Type I/ll was used with a water-to-cement ratio (w/c) of 0.6
and a cement-sand ratio (c/s) of 1/3. The cement factor (CF) was 488 kg/m>. The
average mortar cover thickness of the rebar was 1.6 cm and it had an exposed area of

32 cm?® An embedded activated titanium reference electrode (RE), periodically

! This chapter includes previously published material from publications of which the author of this
dissertation is the lead author [17,18, 47]. Permissions are included in Appendix F
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calibrated with respect to SCE, was used for potential control in each specimen.[21] The
top and the bottom of the mortar specimens were also covered with a layer of epoxy to
avoid chloride ingress in those mortar regions. The specimens were cured for 7 days at

high humidity before being placed in the exposure container.

Titanium mesh (Counter Electrode )

Epoxy coat on rebar ends

Epoxy coat on mortar surface

Sat. NaCl Solution

P Uncoated rebar central portion (Working Electrode)
2

Ti/ MO (Reference Electrode)

Y

114"

Epoxy coat on rebar ends

Figure 3 First stage experiment specimen layout

One set of duplicate specimens was exposed at the open circuit potential (OCP)
and three other sets were cathodically polarized at -200, -400 and -600 mV (SCE),
respectively, representing potentials of passive steel in string macrocell contact with
adjacent fully corroding steel. The solution had also addition of Ca(OH), in excess of its
solubility limit to maintain an average pH of ~>12 and minimize alkaline leaching from
the mortar. A counter electrode (CE), mixed metal oxide (MMO) deposited in a titanium
mesh, was placed under the submerged specimens. A tight lid minimized access of
external air and CO; to the solution, but sufficient oxygen existed in the container for the
solution to be considered as being naturally aerated. A multiple potentiostat was used to

adjust the potential for the polarized specimens and periodically corrected with a SCE
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as needed to stay within £10 mV of the target value. The experiment was conducted in
a climate controlled laboratory with an average temperature of 21°C. While developing
the First Stage experiment procedure, additional supplemental tests were conducted
with a limited number of specimens made with 0.5 w/c mortar and a CF=513 kg/m?, and
exposed to a solution with NaCl content changed stepwise from 0.5 M (day 0) to 1 M
(day 36 on). Methodology was otherwise similar to that used for the other specimens.
Four of the supplemental specimens experienced activation during the test period and

the results are noted together with those of the First Stage experiments.
2.1.2 First Stage Results
2.1.2.1 Open Circuit Specimens

Time of activation ta or time when corrosion starts was estimated by observation
of the potential evolution measurements and through electrochemical impedance
spectroscopy (EIS) trends. The Nyquist plots (Figure 4a and Figure 4b) suggest that the
interfacial EIS behavior approximated that a simple constant phase element (CPE) —
polarization resistance (R,) parallel combination. At short exposure times, the value of
Rp was large but later on there was a sharp transition to smaller values indicative of the

onset of active corrosion.

The potential drop progression of the OCP specimens was consistent with that
behavior. From observation of Figure 4c, the transitions took place at around the time
that the OCP reached -300 mV (SCE), so that exposure duration (13 and 24 days for
specimens 7 and 8, respectively) was declared to correspond to the corrosion initiation

event for the present purposes.
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2.1.2.2 Cathodically Polarized Specimens

The polarized specimens initially demanded cathodic currents commensurate

with the extent of cathodic polarization imposed as shown in Figure 5. As time

progressed, the absolute value of the cathodic current in the -200 and -400 mV (SCE)

specimens decreased appreciably, indicative of the onset of diffusion-polarized regimes

for those cases.
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Figure 4 Time trends for OCP specimens. a),b): Nyquist diagrams (lowest frequency
shown 1 mHz; 5 data points per frequency decade) keyed to symbols in OCP graphs.
c): Potential evolution.
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Current demand was very small for the specimens polarized to -200 mV (SCE),
which are likely to have remained near activation-polarized conditions for the cathodic
reaction. Activation was manifested for the polarized specimens by a shift in the
polarizing current from a cathodic to an anodic regime. Reaching an anodic current
greater than 0.2 pA/cm? was chosen as the criterion for the onset of the active regime,
following the criterion used by Alonso et al.[10] The transitions for the polarized

specimens that experienced activation during the exposure period are shown in Figure

5.
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Figure 5 Applied current density (anodic is >0) vs time for each polarized specimen at
the indicated potential

2.1.2.3 Estimation of Chloride Content at the Rebar at the Time of Corrosion

Initiation

After demolition, a 1 cm masonry drill was used to obtain mortar samples with no
corrosion products at the rebar trace for chloride analysis Acid-soluble chloride

concentration of 1-gram mortar powder samples duplicates for each specimen was
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determined following the “Florida Method of Test for Determining Low-Levels of
Chloride in Concrete and Raw Materials”.[22] The chloride concentration values were
expressed in the form of total chloride content by weight of cement. Because of the
confirmatory time lag between the time of specimen activation and that of extraction, the
chloride content at the time of sampling of the rebar trace was usually greater than that
upon activation. A correction procedure was developed by assuming on first
approximation simple cylindrical diffusion governed by Equation (2), an expression of
simple Fickian one-dimensional diffusion in cylindrical coordinates[23]:

oC 16( 66) (2)

ot _ror\' or

where D is the apparent chloride diffusion coefficient, which is time and space invariant,
r is the radial dimension, and t is time. The boundary conditions assumed a constant
surface chloride concentration (Cs) at the outer cylinder wall and a zero-flux condition at
the rebar surface, thus accounting for the rebar obstruction effect for chloride
accumulation at the rebar trace.[24] The solution of Equation (2) was solved by the
Finite Difference Method (FDM). The equation was formulated in terms of
dimensionless expressions: P=Dt/a®, Ctr/Cs and r/a; where Ctr and a are chloride
concentration at the rebar trace at a specific time and radius of the specimen,
respectively. The output to the problem was the numerical functional relationship
between Ctr/Cs and P. A representative value of Cs was obtained following a similar
procedure as for the rebar trace, but instead sampling the outer cylinder surface. The
chloride content measured by chemical analysis at the rebar trace (Ctgr) at the time of

removal (tg) was then divided by Cs to obtain Ctr/Cs. which in turn yielded P(tg) (P at
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the tr) per the functional relationship determined above. With the values of tg, P(tr), and
a, an estimate of D was obtained, which was then used to obtain P(ta) and from similarly
obtain an estimate of Ct, the concentration at time of activation, which is the reported
threshold value. Samples of the outer surface of specimens 5 and 6 (see Table 1 for
specimen condition) that were analyzed to determine Cs yielding values respectively of
41 kg/m® and 40 kg/m?, respectively, with an average of 40.5 kg/m®. This value is
generally consistent with the expected high porosity of the mortar, given its high w/c
ratio and an assumption of pores near the surface filled with the saturated NaCl solution
plus some extent of chloride binding by the surrounding matrix.[25, 26] For specimens 5
and 6, as of day >170 no activation events were observed. A lower bound for rebar
trace chloride concentration was estimated by assuming that the value of D was the
same as the average Davc1, 2.43 x1077 cm?/s, of the rest of the specimens and using
the C1r/Cs — P relationship to estimate Ct at the latest exposure time. For that long

exposure, the resulting Ct value was nearly equal to the Cgs value.

For the specimens from the supplemental tests (S2, S4, S7, S8), only activation
time data were available. A rough estimate of Ct was made nevertheless in those cases
by a similar procedure as used for specimens 5 and 6. Nominal values of Cs and D
were assigned as follows. The surface concentration was assumed for simplicity
(neglecting adjustments for porosity and chloride binding differences) as being directly
proportional to the solution chloride content, prorating directly from the Cs value used
for the First Stage tests, and further using a constant nominal weighted value based on
the fraction of ta spent in the 0.5 M and 1 M regimes. Since in the supplemental tests a

0.5 w/c mixture had been used, the corresponding value of D was estimated from the
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average value from the main test sequence, and multiplying it by the average ratio of D
(0.5 wic) to D (0.6 w/c) obtained from work by previous authors resulting in Daves1.[27-

29]

2.1.2.4 First Stage Potential-Dependent Threshold Findings

Table 1 summarizes the results and calculations of each test condition. The
values for D estimated from the First Stage test sequence were generally high,
consistent with those expected for high w/c mortar in a wet environment. [27-29] It is
noted that the estimated value of D for specimen 4 was significantly higher than for the
others, reflecting the high chloride content measured at the rebar trace of that specimen
after a relatively short exposure period and the consequent early activation as well. It is
speculated that mortar consolidation may have been poorer in that sample, although
there was no readily visible sign of deficiency. Regardless of the early chloride buildup,
the results for this specimen nevertheless followed the same overall trends discussed
next. It is recognized that the results from the supplemental tests represent only rough

estimates, provided here primarily for completeness.

Table 1 Calculations and results for each first stage test condition.

. C;
specimen | "0 | wa | @iy | komd) | emish | komy | 6BV s
1 -200 34 45 9.47 1.37 x 107’ 5.4* 1.10*
2 -200 31 31 4.00 1.35 x 1077 4.0* 0.83*
3 -400 59 60 15.31 | 1.40 x 107/ 15* 3.06*
4 -400 12 13 14.03 | 6.09 x 107/ 13* 2.62*
5 -600 >170 >170 - Davei >40** >8.1**
6 600 | >170 | >170 | - Davee | >40% | >8.1%
21
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Table 1 (Continued)

7 -150 13 17 5.34 | 275x107 | 25* 0.52*
-190 24 31 6.68 | 1.66x 107 | 3.4* 0.69*
S2 -200 117 - - Davest G 15
S4 -400 152 - - Davest 6 1.1%
S7 -120 51 - - Davest 1.7%* 0.3%*
S8 -90 63 - - Davest 2.5%* 0.5%*

Notes:

Dave1: Estimated diffusion coefficient 2.43 x 10~ cm?/s = average of values from specimens 1-3 and 7-8.

Davest: Estimated diffusion coefficient 1.56 x 10~ cm?/s = value obtained from the conversion of D at w/c 0.6 to D wic
0.5, as described in text.

* Corrected from direct measurement to account for time lag between activation and extraction.

** |_ower bound values of Ct estimated for non-activated specimens

Roundoff applied to finished values; internal table computations conducted with additional digits.

2.2 Second Stage - Concrete Tests with Large Steel Surface Area

2.2.1 Materials and Experimental Setup

A modified version of the ASTM G109 “Standard Test Method for Determining
Effects of Chemical Admixtures on Corrosion of Embedded Steel Reinforcement in
Concrete Exposed to Chloride Environments”[30] was used as a basis to prepare a set
of twelve reinforced concrete slabs 66 cm long, 10.16 cm wide and 6.35 cm high,
exposed to a ponding regime while under potentiostatic control. Layout of the side and

top view of the modified standard version is shown in Figure 6

The concrete cover thickness X¢ of the embedded steel rebar was 2 cm. A single
rebar was used, size #5 plain steel ASTM A-615-09B Grade 60 with an undisturbed gray
mill scale. A stainless steel bolt screw, with two washers and a nut were tapped to one
end of the steel bars to later connect the steel to the potentiostat after casting and
curing. Next, the steel bar ends (5 cm) were also coated with epoxy, similar to the First
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Stage tests, to prevent corrosion in these regions. The uncoated steel area was ~300

cm?, approximately an order of magnitude greater than in the First Stage.

SIDE VIEW
COUNTER  POND REFERENCE
ELECTRODE SOLUTION STEEL BAR ELECTRODE CONCRETE
21 | , L2 |
I i 22 T i

Tasne] ,
25" %‘ZIY.I.A'AVAV‘Y.HAVAY.MVAI-A'A_“F
. . |
‘ [ 24" " J
| % |
TOP VIEW
COUNTER WORKING REFERENCE PONDING STEEL BAR ENDS
ELECTRODE ELECTRODE ELECTRODE ZONE EPOXY-COATED

Figure 6 Side and top view of the reinforced concrete specimens

Unlike the specimen configuration in ASTM G-109, the steel bar embedded in
each specimen was intended to be cathodically polarized (except those at the OCP
condition) with a potentiostat, as mentioned above. For that reason, a 5 cm embedded
activated titanium RE, frequently calibrated with respect to an external SCE, was placed
parallel to the steel bar. The CE, same material used as in the First Stage as well, was
placed on either side parallel to the length of the steel bar. The CE was held to

Plexiglass rods to prevent any contact with the working electrode.
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A 2D model was developed using Comsol Multiphysics® to find optimal position
for the CE placement by minimizing the variability of the potential at the steel surface
between the upper and lower arrowed points as illustrated in Figure 7. The modeling
results showed that the configuration on the left-hand side of the figure, CE placed
under the steel bar, resulted in a larger electric potential (red font numbers) difference
between the arrowed points, compared to the CE configuration on the right hand side.
In the latter, the CE placed in a position parallel to the embedded steel bar yielded an
electric potential difference as little as ~0.003 V, indicating a uniform current flow along
the steel bar. Hence, the right hand side configuration in Figure 7 was used to build the

specimens.

Surface: Electric potential (V) Surface: Electric potential (V)

0.065 < 0.085 |

0.005

[ X ]

0.005 © 0.005 0.01 0.015 0.02 0,025 0.03 0.035 0.04 0.045 0.05 0.055 W 0.5392 0,005 0 0.00% 0.01 0015 0,02 0.025 0.03 0.035 0.04 0.045 0.05 0.055 W 0.553%

Figure 7 Modeling results to find optimal position for counter electrode placement

Casting molds were built out of wood as shown in Figure 8. Prior to casting, the
electrodes were placed in the molds and the interior wood was covered with mineral oil,
assuring no contact with the soon-to-be embedded electrodes. Ordinary Portland

Cement Type I/l was used with a water-to-cement ratio (w/c) of 0.6 and a cement-to-
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sand ratio (c/s) of 2.2. The coarse aggregate used was #89 limestone. The cement

factor (CF) was 455 kg/m?®.

The reinforced concrete specimens were cured for 32 days at high humidity.
After curing, a pond built with Plexiglass and sealed with marine adhesive was placed
on top of each slab (similarly as in Ref.[17]) to recreate wet and dry regimes. Fresh
water was ponded continuously during the first 17 days for leak proofing and
stabilization. During this period, the exterior faces of the specimens were coated with
epoxy as shown in Figure 9, leaving the bottom region uncovered. Stainless steel bolt
screws were attached to the two outer ends of the CE to subsequently connect the two
embedded meshes with a wire. Afterwards, regular wet-dry ponding took place; during
the wet cycle (3.5-day period) a solution of 4 M NaCl was placed in the pond, a lid was
placed on top of the pond to prevent evaporation. The solution was removed for the dry

cycle (3.5-days too).

Steel'bar

- 2 —— - == i -

Steel bar

o — e e

-f e

e e T e T g

Figure 8 Second stage specimens prior to concrete casting. RE: reference electrode.
CE: counter electrode
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Figure 9 Specimen after applying a layer of epoxy and placing the pond

A set of triplicate specimens were tested at the open circuit potential (OCP) and
three additional triplicate sets were cathodically polarized at -200, -400 and -600 mV

(SCE), respectively, as shown in Figure 10.

The evolution of the steel potential was measured periodically for all the
specimens using the embedded RE and a SCE. EIS tests were performed periodically
as well, for the OCP specimens only. A frequency range of 1 mHz to 1 MHz with an
amplitude of 0.010 V rms was used. The Echem Analyst software by Gamry Instruments
was used to model and estimate the Polarization Resistance (Rp) value of the
embedded steel bar. The R, value was calculated assuming a circuit that has a solution
resistance, a non-ideal interfacial capacitance and polarization resistance parallel

combination.
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Figure 10 Cathodically polarized specimens

2.2.2 Second Stage Results

2.2.2.1 Open Circuit Specimens

When the salt water ponding regime exposure was initiated (day zero) the steel
potential readings were around -80 mV (SCE) and remained so for about 150 days as it
is shown in Figure 11. Approximating the usage for the First Stage experiments, the
time of corrosion initiation (or activation) ta for the Second Stage experiments was
deemed to be confirmed when a steel potential < -200 mV (SCE) was reached. As a
secondary confirmation of steel activation, the value of R, was observed to have
exhibited about one order of magnitude decrease compared to the value when the

embedded steel was in the passive condition.

The activation events for the OCP specimens are indicated by the arrows in
Figure 11. The average activation time for the triplicate set was 235 days. The

specimens were retained sometime after the activation events occurred to validate
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corrosion initiation through EIS tests. An example of Nyquist plot results is shown for
specimen 1 in Figure 12. During the first 150 days the embedded steel bar maintained
an R, value of ~20,000 ohms. Twenty days later, a potential drop to -170 mV vs SCE
was measured and a pronounced reduction of the semi-circle diameter on the Nyquist
plot was observed with an R, value of ~4,000 ohms. The activation time was declared
on day 161, when the steel potential passed the -200 mV mark with a reading of -220
mV (SCE). EIS test resulted in an R, of ~2,000 ohms, validating the time of activation
estimated from OCP measurements. After confirmation of the time of initiation, the
specimen was removed from the experimental set up and the methodology described in

section 2.2.2.3 was followed.

0.000

-0.050
S -0.100 —-Specimen 1 OCP
= —@—Specimen 2 OCP
uj%-0.150 ——Specimen 3 OCP

-0.200 A

-0.250 T

0 50 100 150 200 250 300 350
Time / days

Figure 11 Evolution of the steel potential for the second stage OCP specimens. Arrows
indicate activation event declaration.
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Figure 12 Time progression of EIS for specimen 1 at OCP condition, indicating marked
reduction in Rp on activation at day 161. Nyquist representation; 5 data points per
frequency decade.

2.2.2.2 Cathodically Polarized Specimens

The current demanded by the polarized specimens was initially negative
(cathodic) when the embedded steel bar potential was set towards negative values (-
200, -.400 and -600 mV (SCE)). Following the methodology of the First Stage, the
moment of activation was declared when the demanding current density reached a
value greater than +0.2 pA/cm?. An example of this procedure for specimen 6, polarized
at -200 mV (SCE) is shown in Figure 13. The red dashed line and the black arrow
corresponds to the activation criterion and event, respectively. Fluctuations were
observed during the cathodic-anodic current transition as shown in Figure 13, thus

specimens were kept polarized for a period afterwards to confirm activation.

29

www.manaraa.com



o
o))

e
O
< N\
3— 0.2 - ——Specimen €
> at-0.200 VvV
)
$ 0.0
°
1=
Q
LS) 'O 2 A

'0.4 T T T T T

0 50 100 150 200 250

Time / days

Figure 13 Current density with respect to time for a specimen cathodically polarized at -
200 mVv

2.2.2.3 Estimation of Chloride Content at the Rebar at the Time of Corrosion

Once activation was confirmed, the specimen was removed from the
experimental setup and sliced with a masonry saw on the sides until reaching
approximately ~3 mm away from the rebar. A chisel and hammer were then used to
break the specimen into two halves. The top part of the specimen was then wedged
away from the rebar exposing the rebar trace for the concrete-rebar interface closest to
the pond (see Figure 14). The rebar trace was milled using a masonry drill 1 cm
diameter similar to the procedure described in the First Stage specimens. The milling
depth was < 2 mm, and normally 9 grams of concrete powder were collected avoiding
regions where corrosion products were observed. Triplicates of 3-gram concrete powder

sample were analyzed for chloride ion concentration following the same procedure as
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mentioned in the First Stage methodology, the results averaged for a reported result

(Table 2).[22]

When specimen 7 was processed, large amounts of corrosion products were
observed along the concrete rebar trace; and as a result, an insufficient amount of
concrete powder (only about 1/3) was collected to meet the recommendation given in
the FDOT FM5-516.[22] Consequently, the reported result for that specimen was for a
single (not average of triplicate tests) value and subject to corresponding uncertainty.
That value was unusually large and suggestive of an artifact. The chloride content at the
concrete ponding surface Cs was determined for selected specimens following a similar
procedure as that indicated above for the trace. The results were 20.2 kg/m? and 22.4
kg/m? for specimens 2 and 3, respectively. The average value, 20.2 kg/m*, was used as

the fixed Csvalue for all specimens in the calculations explained in the next section.

Rebar trace

Figure 14 Reinforced concrete specimen after autopsy.

The procedure yielded the chloride ion concentration Ctr at the time of specimen
removal tg. An adjustment for time delay was conducted to estimate the concentration
Cr at the declared time of activation (t). The adjustment was calculated assuming

simple diffusion in a semi-infinite plane sheet with invariant Cs, Co and D (Equation (3)),

31

www.manharaa.com




but correcting for the presence of the steel bar (diameter ®,) with clear cover X¢ as
described in a computational investigation by Kranc et al.[24] The domain is actually of
finite thickness, but since it is about 3 times greater than Xc, the behavior at the
relatively early stages considered here approximates conditions in a semi-infinite
domain. Work by Kranc et al.[24] shows that for the above conditions the concentration
C after a time of exposure t at the point of the rebar surface, closest to the external

surface is given by

X
C =Cs (1 —~ erfﬁ) 3)

where Tf is a derating factor that is a function of the ratios ®, / Xc and C/Cs (note the
formulation as expressed in Equation (3) is implicit on C). For the present case @,/ X¢c =
0.77, a fixed value. Processing accordingly the graphic solutions to Equation (4) given

by Kranc for that ratio value shows that Tf can be approximated by: [24]

C
Tf = —0.656— + 0.792 (4)
S

Using the global values of Cs and X¢ and taking for each specimen C=C:r and
t=tg, the corresponding value of D was calculated by clearing it from Equation (4), with

results shown in Table 2.
2.2.2.4 Second Stage Potential-Dependent Threshold Findings

Table 2 shows the results of the Second Stage experiments. Results for

specimens 1-6 were quite consistent with each other (average 5.14 x 10° cm?/s,
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standard deviation 1 x 107 cm?/s) and in the expected range for a highly permeable
concrete as used here. Due to the uncertainty associated with the chloride content of
specimen 7 as mentioned earlier, two alternative values of C; were presented as a
range in Table 2. The first value was calculated using and average value of D (Davc2)
obtained for specimens 1-6 together with Equation (3) and Equation (4) to obtain a
numerical estimate of Ct. The second value involves no adjustment procedure, so Ct
was taken to be nominally equal to Cygr. Five of the cathodically polarized specimens did
not experience corrosion activation up to day 600, as mentioned earlier. Exposure
continues, but a nominal bounding lower value of C; was obtained following the same

method as that used to obtain the second alternative for specimen 7.

Table 2 Calculations and results for each second stage test condition.

. c
soecimen | "N | dmy | @an | Gamy | ents) kmd | (6D !
1 -100 161 180 | 4.10 | 5.38x107° 3.45 0.76
2 -100 243 250 | 6.20 | 5.34x107° 6.01 1.32
3 -100 297 327 | 6.02 | 3.98x107° 5.37 1.18
4 -200 335 347 | 6.06 | 3.77x107° 5.82 1.28
5 -200 213 222 | 664 | 6.40x107° 6.35 1.39
6 -200 189 222 | 6.18 | 5.99x107° 5.09 1.12

7 -400 320 347 | 206 - 7.7*-20.6 1.7*-4.5

8 -400 900 - - Dave2 14.1%* 3.09%*

9 -400 900 - - Dave2 14.1%* 3.09%*

10 -600 900 - - Dave2 14.1% 3.09*

11 -600 900 - - Dave2 14.1%* 3.09%*

12 -600 900 - - Dave2 14.1%* 3.09%*
Notes:

Davez: estimated average chloride diffusion coefficient obtained from specimens 1-6

*Value of Ct estimated using average value of D from specimens 1 to 6 (Davc2=5.14 x 1078 cm2/s)
**[_ower bound values of Cr estimated with Dave for specimens non-activated specimens
Roundoff applied to finished values; internal table computations conducted with additional digits.
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2.3 Discussion of First and Second Stage Experimental Findings

The experimental results from the First and Second Stage are represented by the
red symbols in Figure 15. The Cy values are expressed in total chloride content by
weight of cement in the y-axis, and the potential E of the steel is expressed in mV in the

X-axis.

Data previously presented in Figure 1 from other sources are reproduced here as
well and represented by the open gray circle symbols. The open and red circles
symbols correspond to the First Stage and Second Stage Cr results, respectively, for
those specimens that reached a confirmed corrosion activation condition during the

duration of the tests.

The results of the First Stage and Second Stage specimens that did not reach
activation during the tests are indicated by the open and solid red diamonds symbols
with an upward pointing arrow. The results for specimen 7 (Second Stage) are shown

as a range, which were affected by added uncertainty as noted earlier.

The present findings of both experimental stages are generally consistent with
the overall body of evidence, and support the expectation of a substantial increase in

threshold as the impressed potential becomes more negative.

The obtained results, considered together with those from earlier sources still
support a lower bound of the beneficial effect of cathodic polarization consistent with
that identified in previous work, and summarized by the dashed blue line starting at
E=-100 mV for C1=0.5% and Bcr of ~ -550 mV/decade of CI'.[1, 11] Those parameter
values will consequently be used as the main base for the PDT model calculations
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presented later in this investigation. However, it is noted that several values from the
present experiments and other sources are present as a lower chloride concentration
bound (especially at the more negative potentials around -400 mV to -600 mV SCE).
Hence, it is possible that future experiments may provide the foundation for justifying a
somewhat more optimistic B¢t slope (e.g, in the order of ~400 mV/decade of CI), which

may serve as a basis for more refined calculations in follow-up work.

It is also noted that the potential effect on C; implied by Figure 15 has been
figured generally on the actual concentration of chloride ions at the steel-concrete
interface at the time of activation. Additional benefit could be derived from any migration
effect that the electric field used to apply cathodic polarization through the concrete may

have in slowing down chloride ion buildup at the steel surface.[30]

For a given steel polarization level that extrinsic effect would vary depending on
factors such as the electric conductivity of the concrete, and should be evaluated
separately. Similarly, the cathodic reaction increases local alkalinity at the steel surface,

which is expected to be a factor in elevating the effective value of the threshold.[31]

The extent to which these factors may be responsible for the overall increase in
threshold is likely to depend on cement composition and electrokinetic effects, and is
currently being investigated in Florida Department of Transportation (FDOT) project

BDV25 977-10 also for possible future refinement of model projections.

It is noted in closing that the procedures used here to correct for the time lag
between activation and rebar trace chloride analysis in the specimens tested ignored,

for simplicity, any electrokinetic effects during the time lag. While the resulting
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inaccuracy in the Ct estimate is expected to be of secondary importance given the
relatively short period involved, future analyses of the data may benefit from a refined

treatment that would include that feature.

10

OFirst Stage - This Project

First Satge (Estimated) - This
o Project

@Second Stage - This Project

X
-
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Figure 15 Chloride threshold vs steel potential. Initial compilation by Presuel-Moreno et
al. [9]; updated by Sanchez and Sagués (gray symbols). [7] This project: red symbols.
See text for further details. Some symbols are slightly offset for clarity.

2.4 Conclusions of First Stage and Second Stage Experimental Tests Findings

e The present results tend to agree with those of previous investigations showing
that negative polarization of several hundred mV may be needed to attain an

increase in corrosion initiation threshold of about one order of magnitude.
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e The updated survey of the literature is consistent with the lower bound of that
beneficial effect being approximately described by a threshold value in the order
of 0.5% by weight of cement at E=-100 mV (SCE), with a Bcr of ~-550
mV/decade of CI" (dashed blue line in Figure 15) of chloride content, possibly
revisable to a less pronounced value. Extrinsic effects, such as an electro kinetic
slowdown of chloride buildup at the steel upon cathodic polarization will require
separate consideration in follow-up work.

e Because of the nature of lower bound estimates with high C+ values at the more
negative potentials, and per the other considerations noted above, the use of a
more optimistic slope (e.g. Bct = ~- 400 mV) may merit future consideration but in
the meanwhile the value of -550 mV has been adopted for general use in the

models detailed later in this investigation (Chapter 3 to Chapter 5).
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CHAPTER 3: INTRODUCING POTENTIAL DEPENDENT THRESHOLD IN
CORROSION MODELING OF REINFORCED CONCRETE?

3.1 General Approach

This modeling approach is described for a situation of chloride-induced concrete
reinforcement corrosion. That application is not restrictive however, and a comparable
treatment could be made for e.g., carbonation induced corrosion if adequate information
on governing parameters were available. For a tractable formulation of the problem, the
external surface of a reinforced concrete structure at corrosion risk from environmental
attack is divided into small elements, for simplicity taken to be of equal size. All
dimensional and material properties as well as other corrosion process ruling
parameters are assumed to be uniform within each of those small individual elements,
but can vary from element to element. Beneath each surface element there is concrete
with embedded reinforcing steel bars (rebars) placed under the clear concrete cover
specific for that element. The concrete at each element has likewise individual values of
chloride ion surface concentration and effective chloride ion diffusivity that govern the
transport of chloride ions penetrating through the pore network towards the rebar. The
concrete at each element also has individual values of effective oxygen diffusivity and

electric resistivity. If the structure including the steel assembly were to extend

% This chapter includes previously published material from publications of which the author of this
dissertation is the lead author or a principal author [7,39]. Some of that material had also appeared in
earlier sources [4,6]. Permissions for all sources are included in Appendix F.
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significantly further beneath each surface element, a more detailed spatial assignment
of concrete properties and steel distribution could be made depending on the degree of

geometric complexity.

The portion of steel beneath each surface element (assuming a simple single-
mat rebar configuration) is named the corresponding steel element; all steel elements
are assumed to be electrically continuous forming a structure-wide rebar assembly. The
steel in the assembly is assumed to be initially in the passive state, undergoing anodic
dissolution at a small current density dictated by the corrosion kinetic parameters for
each element. Once a steel element becomes active (when the chloride content of the
concrete at the steel depth reaches the value of C; corresponding to that element,
which is also dependent on the steel potential just before activation), anodic dissolution
is declared to proceed at that steel element at a rate that is determined by the corrosion
kinetic parameter values ascribed to that element and on the local post-activation steel
potential. The cathodic reaction, assumed to be oxygen reduction, is likewise assumed
to proceed at rates also determined by the local potential and kinetic parameters, and
the local oxygen concentration at the steel surface which is in turn affected by the

overall oxygen transport parameters.

Structure service time, starting at the moment of placement in service, is
discretized into small equal size consecutive steps. The model consists of modules that
calculate the system condition at each consecutive time step. Those modules are
broadly described next; simplified implementation for a specific system is presented

afterwards.
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For each time step, a corrosion distribution module computes the potential and
corrosion rate of the steel elements based on their passive/active condition as
determined in the previous time step, and solving the system of polarization equations
and electrolyte conduction equations for the array.[31, 32] The resulting steel potential
at each point is used to calculate an updated value of Ct for each steel element, based
on a chloride threshold dependence on steel potential function having parameters that

are part of the model inputs.[9, 10]

A chloride transport module calculates for the same time step the updated
chloride concentration at the depth corresponding to each steel element, and compares
the result with the updated value of Ct just calculated with the corrosion distribution
module. If the updated local concentration is found to exceed the updated value of Cr,
the steel element is declared to be active effective on the next time step (for which the
age is recorded as t; for the element), and treated accordingly when applying the

corrosion distribution module during the next time step.

A surface damage evaluation module integrates over the length of the time step
the local corrosion rate calculated by the corrosion distribution module, and adds the
value to the local integration for all previous time steps. The result is an updated value
of the local corrosion penetration P for each steel element. This module also compares
P with the value P that is assumed to result in concrete cover cracking/spalling for the
geometric and environmental conditions corresponding to each element.[33, 34] When
P.it is exceeded at a given steel element, the corresponding element external concrete
surface area is declared to be damaged and the corresponding age of the element is

recorded at its value of ts. The module keeps track of the number of elements that have
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reached that condition. The sum of damaged concrete area for the entire system as a
function of time, expressed as a fraction or percentage of the total external concrete

area, was defined as the damage function of the system.

The model includes not only the effect of the regions already undergoing
corrosion in delaying corrosion initiation elsewhere (through the effect of potential on
Cr), but also the later effect of macrocell development in accelerating/slowing corrosion
propagation after activation of different zones of the steel assembly, thus successfully

integrating the initiation and propagation stages in one single predictive model.

For simplicity, on damage declaration the entire external surface of the concrete
for that element is assumed here to exhibit corrosion-induced distress such as cracking,
delamination or spalling. That election is not restrictive and alternative scenarios (e.g.
spalling affecting only a portion of the element commensurate with the steel placement
density and the rebar cover, or the introduction of an additional period of time between
cracking and spalling) could be implemented instead if more precise information on the

damage modality were available.[35]

3.2 System Chosen and Main Assumptions

The modeling approach indicated above can be implemented in a broad range of
applications. For simplicity, demonstration of the concept is limited here to the idealized
representation of a partially submerged, reinforced concrete marine substructure
column (Figure 16). The surface of the column is divided into stacked ring-shaped
elements each of height AZ. Additional simplification for corrosion distribution

calculations is made by using a straightforward one-dimensional column model,
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comparable to that employed in related work.[12,18] As shown in that investigation, the
one-dimensional approach captures many of the features of interest of such system with
minimum computational effort. However, the system chosen for representation could be
fully implemented in two or three dimensions if more detail were desired.[4, 6, 36, 37]
Furthermore, only systematic spatial variability of system parameters is used in this
example, leading to a distributed but deterministic model forecast. Again, that choice is
not limiting and the approach is equally suitable to stochastically varying input

parameter distributions if so desired.
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DIMENSION
o
ch_ ET |Og DOTCST D XC

| |
REBAR _|,J I
CAGE
| |
| |
|reinForceD]
CONCRETE
| cotumn |
| |
| |
| |
WATER l l Pw Log DOg Cqyy
LINE L2
| |
| |
| |
| |
| |
| |
| |
| |
| |
Ps LogDOq Css P, Do Cs, D

Figure 16 System modeled. Left hand side: sketch represents the front and top view of
the reinforced concrete column used to model. Right hand side: a plot indicating the
variation with elevation of the resistivity p, oxygen diffusivity DO, and chloride ion
surface concentration Cs. Chloride ion diffusivity D and concrete cover X¢ are invariant
with elevation
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The column has a total height L, diameter o, and a single rebar mat, treated for
simplicity as a relatively fine mesh, placed at a cover depth Xc from the surface. The
rebar mat has a total surface area of steel exposed to concrete equal to the external
lateral column surface area multiplied by a Steel Placement Factor Sg, which in typical
construction may be in the order of 1. The ends of the cylindrical column are considered
to be isolated electrically and from the surrounding environment, and with no
reinforcement. The column is assumed to be immersed in seawater to half its height

(L/2). Tidal variations are considered to be negligible for simplicity in this example.

The concrete is approximated as an effectively homogeneous electrolytic
medium of resistivity p, and effective oxygen diffusivity DO, both functions of elevation,
and an effective chloride ion diffusivity D treated here for simplicity as a constant value,
but again this choice is not limiting. Concrete on the lateral surface of the column is
assumed to have developed very early a time-invariant chloride ion concentration Cs
that is a function of elevation, and a time-invariant effective oxygen concentration Cso.
Cso is treated as being constant with elevation, as reflecting equilibrium between
atmospheric oxygen and the pore water at the surface of the concrete (as well as with
seawater). However, the effect of salinity variations on Cgo is ignored for simplicity. All
oxygen concentrations are given as those in the pore water, and the values of
representative oxygen diffusivities were converted to be consistent with that choice.[31,

38]

The reinforcing steel is assumed to be the locus of an anodic metal loss reaction,

Fe-> Fe® + 2e’ (5)
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with a corresponding current density i,, under two modalities: passive dissolution at a
fixed small current density i,, or active dissolution at a potential-dependent current

density i,, So that

g =1, (passive) (6a)
(Es—Ega)
iy, =iy =igg10 PFa (active) (6b)

where iy, is the nominal exchange current density, E,, is the nominal equilibrium
potential and 3, is the anodic Tafel slope. The steel is also assumed to support a single

cathodic reaction i., oxygen reduction:

O3 +2H,0 +4e” > 40H 7

which is considered for simplicity to occur under either a fully activation-controlled or a

fully diffusion-limited condition. Under full activation control the current density ic, IS
(EOC_ES)

e = lcq = ipc10 Be (8)

where ioc IS the nominal exchange current density, E,. is the nominal equilibrium
potential and g, is the cathodic Tafel slope. Under full diffusional control and with Xc <<

® and Sk not far from unity, the current density i.; may be approximated by
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lcg = ic = 4FCsoDoSpX 9)

where 4 is the number of electrons to reduce O, and F = 96.5 10° coul/equiv is
Faraday’'s constant. The value of i, is made to switch from i., to i,; when the former
exceeds the latter, creating a working approximation in lieu of the more computationally
intensive mixed polarization function.[12] However, there is no limitation in implementing

the latter if desired.

For both anodic and cathodic reactions the corresponding reverse reactions are
ignored as the potentials of interest are assumed to be far away from the respective

actual equilibrium potentials.
3.2.1 Corrosion Distribution Module

Calling z the distance along the column axis (elevation, with z=0 at the waterline),
and treating the problem with a one-dimensional approximation in a manner similar to
that used by Presuel-Moreno et al, the charge conservation condition implies that [12]:

) 1) 1d%E, dp ldE,
s = (4 SF) (; dz? * dz dz (10)

where Ec is the steel potential with respect to point in the concrete representative of the
bulk of the column at position z; is =is-ic IS the net current density on the steel surface at
elevation z, with i, being equal to i« Or ip depending on whether the local steel surface
was declared active or passive if the value of C was respectively above or below the

value of Cy. The form of the equation results from the one-dimensional approximation
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used, whereby the corrosion macrocell current travels through the concrete along the z
axis and is progressively increased or decreased as it sinks or is sourced at the steel
surface. The column concrete cross sectional area is T®%/4, and each interval dz of the
length encloses a steel surface area of value Sgr®dz, hence resulting in the ®/(4 Sg)
factor. The reader is referred to Presuel-Moreno et al. for further details.[12] As shown
there, the formulation can be expressed equivalently in discretized electric circuit form
as shown in Figure 17, where each column segment (indexed i) is of uniform length Az,
has a longitudinal concrete resistance R;; related to the local resistivity p; by Equation

(12):

B ( (252) (11)

and where the potential Es; is the local value of Es which is related to isj = Iy-ici via

polarization equations (6a), (6b), (8) and (9).

Seawater has resistivity that is orders of magnitude smaller than that of concrete;
in the below water segments it is then realistic to take the potential distribution at the
external submerged portion of the column as space-invariant.[12] For the one-
dimensional model used here, all steel elements for the submerged portion of the
column were thus assumed to share a common potential, acting in unison and thus
behaving as if connected to the waterline steel element by a radial resistance factor R,

of value determined by the resistivity assumed for the waterline level and the column
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dimensions and internodal spacing. To capture any local current concentration effect a

local resistance term Rs was also introduced.

— & —

A3

Water Line

Esi+4

Esi+5

Z Isi+7 z
12 c

R

Si+6

Rri+2

Eci+5

Figure 17 Left hand side: system discretization. Right hand side: symbols representing
the types of resistances used in the system showing a portion of the column near the
waterline, starting at element i. Black resistor symbol: longitudinal resistance. Dashed

resistor symbol: radial resistance. Gray resistor symbol: steel resistance.

The potential-Ct function chosen was that of Equation (1). The declaration of

whether a steel element is in the active or passive condition is made using the value of

the chloride ion concentration C(t) at the rebar depth Xc at the step time t (see chloride

transport module next) per Equation (3), and the local value of Ct calculated at each

steel element per Equation (1) using the value of E obtained at the end of the iterative
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solution process conducted in the previous time step. The array of values of Cy remains
unchanged during the iteration process. After iteration is complete the potential array is
used as seed for the next time step potential calculations. It is noted that once the steel
element is declared active, it is declared to remain so for all subsequent time steps. This
is only a simplifying assumption that may be refined in future implementations of the

modeling concept.

3.2.1.1 Accounting for Local Resistance Polarization

In a crude approximation both E¢j and Es; in Figure 17 could be treated as being
equal, but such simplification would ignore the ohmic resistance associated with
geometric current constriction around the rebar, which has a radius much smaller than

that of the column.

Recent work [4] showed that neglecting that resistance led to an exaggeration of
macrocell coupling between active and passive rebar zones and to unrealistic limit
behavior. Consequently, a local resistance term Rs; was introduced by treating the rebar
as a narrow cylindrical electrode of diameter @, in a cylindrical medium that extended to

an influence radius assumed to be in the order of ®/4.

This choice is a working assumption to capture a dimension representative of the
radial distance between a rebar and a point halfway to other macrocell sink or source
components. Because of the logarithmic dependence in Equation (12) the precise value
of this choice is not critical to the overall result and it was not subject to further
refinement. Using the equation for the resistance between concentric cylinders the

value of Rg; is given by [31, 39]
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. Pidr ¢
Rsi = oms, 00z <2¢r) (12)

The effect of Rg; is then accounted by considering it as a resistive element

between the bulk of the concrete and the surface of the steel, so consequently

Es = E;. — 4R (13)

For the examples presented here, solution of Equation (10) to obtain is and Ec as
function of z was conducted iteratively for each time t using a finite differences method
formulation equivalent to the circuit approach shown in Figure 17. An equispaced node
array, of 101 nodes for the base case, was used along the elevation direction of the
column. Each node corresponds effectively to one column segment containing the
corresponding steel element. The odd number of nodes was selected so that the
waterline location could be centrally placed and correspond to only one steel element.
As a check of solution convergence the percent difference between total anodic and
cathodic currents in the column was calculated, and verified to be normally substantially
less than 0.5% except for brief transients immediately following some of the steel

activation events. Those transients rapidly dissipated in subsequent time steps.
3.2.2 Chloride Transport Module

The chloride ion concentration C at the rebar depth Xc is calculated for regularly
spaced times counting from the moment the structure is put in service. It is assumed for

simplicity that diffusion behavior is ideally Fickian (no chloride binding or other
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complications), initial bulk chloride contamination is zero, and cover values are chosen
so that Xc<<® is approximately satisfied (nearly flat wall diffusional condition), so at a
moment t follows Equation (3). Possible macroscopic effects on chloride ion transport

from electric fields inside the concrete associated with macrocell formation are ignored

for simplicity.
3.2.3 Surface Damage Evaluation Module

The value of i, calculated by the corrosion distribution module is integrated over
time for each steel element, to obtain a cumulative anodic charge density (q.) array.
The anodic charge density at each steel element is Faradically converted into a

corrosion penetration depth P¢

— AWFe Qa
© 7 2F pre

(14)

where Awee = 55.85 g/mol is the atomic weight of Fe and pee = 7.8 g/cm?® is the density

of atomic iron (Fe).

For each time t and at each steel element, the value of P¢c is compared with the
critical penetration depth Pcrt that results in appearance of a crack/spall at the external
surface of the concrete for the conditions encountered.[40] If Pc>Pcrir the external
concrete surface over the steel element is declared damaged. For the present simplified
model, possible effects of the appearance of cracks on subsequent corrosion
development in the column are not addressed. Importantly, the present model (as well

as an earlier rotational-symmetry 2-dimensional approach [36]) is limited to treat all
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points at a given elevation equally so lateral corrosion macrocells are not addressed
either. The crack is assumed to be associated with simultaneous delamination of size
comparable to the steel element area projected on the external concrete surface. The
term "spall" is used here broadly to designate a delamination or the loss of concrete that

would result if the delaminated portion were to fall off.

3.3 Summary of Model Inputs and Outputs

Per the discussion above, the model inputs for this application example consist of
the column dimensions; rebar mat depth and steel factor; concrete resistivity, oxygen
diffusivity and chloride diffusivity elevation profiles; steel electrochemical Kkinetic
parameters; surface chloride and oxygen concentration profiles; and value of critical
corrosion penetration. Basic model outputs as function of time are the chloride content
at the rebar depth and the steel potential elevation profile. From those are derived the
reaction current density profiles; corresponding declarations of active/passive steel
condition profiles, and cumulative damage profile as well as integrated column damage.
In the terminology of Tuutti's initial corrosion damage concepts [1], the corrosion
initiation stage at local element ends with the declaration of active condition, and the
propagation stage starts with the activation declaration and ends with the damage
declaration when Pcgrir is exceeded. The duration of both stages varies from steel

element to element.[40]

3.4 Model Parameters

The model input parameter values are listed in Table 3, corresponding to a base

case with variations for some of the parameters whenever indicated. The corresponding
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parameter distribution as function of elevation is shown in Figure 16. The dimensions
chosen for the column, concrete cover and steel placement density are typical of those

encountered in marine substructures.

3.4.1 Elevation Profiles for D, p, DO and Cs

The elevation profiles of these parameters chosen for this application are
graphically described in Figure 16. Chloride diffusivity, elevation-independent for
simplicity as noted earlier, was assigned a value representative of a somewhat
permeable concrete so as to result, when combined with the concrete cover used, in

appreciable damage development during a 75-year evaluation period.

The other parameters are considered to have elevation trends representative of
those observed in typical marine substructure conditions.[42] Concrete resistivity was
assumed to be constant below water, with value consistent also with a somewhat
permeable concrete, and linearly increasing with elevation above the waterline reflecting

the expected drier conditions there.

Oxygen diffusivity was assumed to increase exponentially with elevation above
water, to reflect the pronounced increase in oxygen transport in concrete that takes

place once the pore network is no longer saturated with pore water.

Chloride surface concentration was assumed to be greatest just above the
waterline, where evaporative chloride accumulation on the concrete surface would be
greatest, and to decrease linearly with elevation as seawater spray becomes less

important.[42]
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Table 3 Model parameters for base case and variations (refer to Figure 16 for key)

Steel Cover
Column diameter
Column Length
Concrete Resistivity

Oxygen Diffusivity*

Chloride Diffusivity
O, Surface Concentration
CI" Surface Concentration

Chloride Threshold
Parameters

Polarization Parameters**
Iron Dissolution
Oxygen Reduction

Steel Passive Current
Density

Critical Corrosion
Penetration

Above water
Below water
Activation Zone Size

XC =
P=

Eo (-V SCE)
-0.78
0.16

7.5cm

105 cm

1200 cm

7.5 10* ohm-cm
1.5 10* ohm-cm
10 cm?/sec
10”° cm?/sec
2.5 10® cm?%sec

2.5 107 mol/cm? (in pore water)

0 Kg/m?®
20 Kg/m?®
9 Kg/m®

1.78 Kg/m®
-100 mV

-550 mV/decade (PDT);
Variations: -325 mV/decade, -200 mV/decade, -
100 mV/decade (all previous ones are PDT),-

infinity (PIT).

io (A/cm?)
3.75 108
1.40 10%°

i, = 0.01 10° A/cm?

PcriT= 0.01 cm
Pcrir = 0.02 cm

Corresponding to 1 element of height = L/101
Variations : Corresponding to :

1 element of height = L/51, L/201, L/401, L/801

2 elements of height = L/101, L/201, L/401 and L/801.

Tafel Slope (V)

*Linear variation of log DO with elevation as shown in Figure 16.
**Potentials are presented in this table and in the results section using the usual electrochemical
convention where the rate of anodic reactions increases as the potential becomes more positive.
Equations in the text however address potentials in the electrolyte with effectively the opposite

convention.
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Below the waterline the chloride surface concentration was assumed to be
constant and of a value lesser than that just above the waterline, since there is no
evaporative concentration effect. For the purpose of the calculations all chloride
concentrations were expressed in terms of mass of chloride per unit volume of concrete,
for a nominal concrete cement factor of 354 kg/m*® (600 pounds/cubic yard). Table 3
shows the values of the parameter pivot points Ero and Cqo in Figure 1, chosen to be
roughly representative of such concrete when placed in a subtropical marine

environment.[42]

3.4.2 Threshold Parameters and Variations; Steel Polarization and Concrete

Cracking Parameters

The values of Etg and Cro (converted to Kg/m?®) in Equation (1) were chosen as
those in the pivot point in Figure 1, per the arguments indicated in the Introduction. As
noted there, a value of Bcr = -550 mV/decade represents a lower bound estimate for
that parameter but considerable uncertainty exists as to its effective value in other
conditions; values as low as in the order of -100 mV/decade have been suggested
elsewhere.[43] Since Ctdepends exponentially on the choice of Bcr, this parameter was
treated as a variable for examination. For the base case a threshold potential
dependence Bcr value of -550 mV/decade was assumed, reflecting an extreme
suggested by a previous literature compilations and recent data.[9, 10, 17, 18]
Variations on the choice of Bcr were slopes of -325, -200 and -100 mV/decade reflecting
increasingly optimistic but also uncertain scenarios. In addition to those potential-

dependent threshold (PDT) cases, a potential-independent threshold (PIT) case was
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used as reference, implemented by making Bcr = -c© mV/decade so that per Equation

(1). Cy is fixed at the value Cyo that corresponded to cathodically unpolarized steel.
While the above material properties and boundary conditions are loosely representative
of some field conditions, it is emphasized that the values were chosen mainly for
illustration of the modeling concept and not to match the behavior of a specific actual

system.

Polarization kinetic parameters values for the corrosion reactions are similar to
those used in previous plausible modeling approaches.[31] See note in Table 3 for sign

conventions.

The value of Pcrr was chosen to be a 100 um for elements above water,
representative of typical values for atmospherically exposed concrete, and a nominal
amount twice as large for submerged zones to capture the expected greater solubility of
corrosion products in water-saturated concrete.[33, 44] As for all the other parameters,
these choices are not limiting and can be modified as more precise information

becomes available.

3.4.3 Time Period

The calculations cover the period from 0 to 75 years of age, using a 0.25 years
time step. The time step value was found to be fine enough to avoid in most instances
multiple activation declarations of adjacent elements in a single time step. In those few
instances where the chloride content at the steel surface of two or more adjacent

elements was found to have exceeded the value of Ct during a single time step, only
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the element with the greatest excess was allowed to become active. Trial calculations

with finer time steps provided essentially the same results.

3.4.4 Activation Zone Size

With uneven surface chloride distribution as in the present example, a similarly
uneven Cr-isoconcentration front penetrates into the concrete as time progresses.
Ideally, passivity breakdown would occur first at just the point of intersection between
that front and the surface of the steel. In reality, passivity breakdown is likely to involve
some stabilization delay period, at the end of which the chloride content would exceed

C+ over some finite region around the initial point.

Depending on the progression of breakdown stabilizing phenomena such as local
pore water acidification and migration of chloride ions, the newly created anodic region
may quickly develop a finite size area before the local potential drop is enough to
temporarily prevent corrosion initiation in the immediately surrounding, still passive steel
surface. That finite size area is named the activation zone size in the following
discussion. Its value merits attention because if it is small, the effective electrolytic
ohmic resistance for macrocell coupling with the rest of the system becomes high.[45] In
such case, the corrosion-preventing influence would extend to only a short distance
around the activation zone. Conversely, a larger activation zone size would have a
lower associated electrolyte resistance and project its corrosion preventive action over a

longer distance.

Given uncertainty regarding what the effective activation zone size is in an actual

structure situation, parametric calculations were made to determine trends and
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sensitivity of the forecasted amount of corrosion damage as function of that value. For
the system modeled here, the activation zone size was varied simply by dividing the
constant column length into various numbers of equal segments differing from each
other by approximate multiples of 2, and taking the activation zone size to be that of the

steel element area in one segment.

The resulting activation zone size was 0.38 m? for the base case (101 steel
elements), and ranged from 0.76 m? (51 elements) to 0.0475 m? (801 elements) for
alternative cases. These values are macroscopic but, as it will be shown later, indicative
via extrapolation of the conditions that might be reached at the vanishingly small size

limit.

The activation zone size variations just described imply also variations in the
computational grid fineness, so the question would linger as to whether any change in
the results was due merely to changes in the accuracy of the finite difference

representation of the system.

To verify that computational grid fineness changes did not introduce undue
artifacts in the analysis, additional computations were made where in some of the
element arrays the activation declaration was made to affect two adjacent segments
instead of only one at a time. Comparison was then made with the output from the next
coarser array, which had elements nearly twice the size but with only one activating at a
time. The results, presented later on, showed essentially the same damage progression

in both cases indicating that only minor artifacts came from this source.
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3.5 Results
3.5.1 Polarization Profile Evolution

The computations utilizing the innovative model discussed here resulted in
calculated potentials and corrosion current densities for the active and passive portions
that generally approximated those encountered in actual corroding marine structures.
However, for the methodology demonstration purposes of this investigation no further
modification of the selection of kinetic parameters was made for direct simulation of any
specific system. Within that generic context, incorporation of potential dependence of
the chloride threshold was found to strongly influence the projected corrosion evolution
of the system. Figure 18 exemplifies the steel potential- and corrosion current density-
elevation profiles obtained by running the model for the base case (Bct = -550
mV/decade) to various ages representative of conditions of interest. Initially the chloride
concentration everywhere on the steel surface was zero, so passive conditions
prevailed. The rate of the anodic reaction over the entire rebar assembly was thus
uniform, per the assumed value of the passive dissolution current density (0.01 pA/cm?).
As that was everywhere below the limiting current density for oxygen reduction, under
the simplifying assumptions used the entire assembly adopted a uniform mixed potential
value (~-100 mV) that approached the typical values for passive steel in concrete noted
earlier. The corresponding potential profile is shown by the dashed line in Figure 18 a).
Since the potential was uniform along the rebar assembly, the value of Ct calculated
per Equation (1) was also the same throughout and equal to Cro, 1.78 kg/m*. The initial
condition was maintained until year 12.5 when the waterline steel element was the first
to become active as a consequence of the chloride ion surface concentration, being the
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highest there, having just exceeded the initial value of C, consistent with the choice of
concrete cover and chloride diffusivity used. Upon activation, the steel element became
a net anode, developing a high corrosion current density and a distinctly more negative
potential than before. The active steel element and the potential and current density
profiles changed into those indicated by the solid line in Figure 18 a).The potential
depression extended to the nearby still passive steel elements, reflecting macrocell
galvanic coupling. That polarization decreased above water with distance from the
active steel element, consistent with macrocell coupling in a resistive electrolyte. At
elevations ~>2 m above the waterline the effect vanished for the most part and the
potential approached the initial potential. On the submerged side the steel potential
shifted and reached a value somewhat more negative than the initial potential,
corresponding to the coupling of the large, still passive (effectively nearly equipotential)

steel in the submerged zone with the newly activated waterline steel element.

The steel at the newly active spot underwent corrosion at a high rate much as a
consequence of the coupling with a locally weak, but overall large cathode. Chloride
concentration built up to higher levels in the immediately surrounding passive steel
elements, even exceeding the initial Ct value, but activation did not take place in those
elements because the Ct values had increased due to the local potential depression.
Instead, the next activation event (year 15.75), took place at a higher elevation (~1.5 m
above the waterline) where the preventing effect from the polarization induced by the
first anodic zone was lower. That second activation event occurred at a later date than
the first since Cs was lower at that higher elevation (and Ct had become a greater

value) than at the waterline steel element as shown in Figure 18b). The second
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activation created a second negative peak in the potential profile, with associated
potential depression and Ct increase in the nearby passive steel elements. The
corrosion current density was somewhat smaller than that of the waterline steel
element, as macrocell coupling did not include the relatively large underwater cathode,
and as concrete resistivity at higher elevations was higher. The next activation events
included several taking place further above the waterline as the increasing chloride ion
concentration there exceeded the local Ct value, but always some distance away from
elements already active (as those delayed corrosion initiation around them). The result,
for the highly simplified one-dimensional approximation used here, was the
development of comb-like potential and corrosion current density profiles as in Figure

18 c) for year 37.

The corrosion current density was often greater at the higher elevation elements
because, under the assumed parameter profiles, oxygen diffusivity was greater there so
diffusional limitation of the cathodic reaction was less prevalent. The entire submerged
zone became active at a later date reflecting the lower value of Cs present there and
some increase in the value of Ct resulting from the cathodic polarization that had taken
place starting with the activation of the waterline steel element in year 12.5. The
condition with the zone below water activated is shown in Figure 18 d) for year 75 (end
of the simulation). By that time the column potential profile had reached a mature
pattern with multiple corroding zones above the waterline, separated by intermediate
positions where the cathodic prevention effect delayed activation over a long time

frame.
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Figure 18 Evolution of potential- and corrosion current density-elevation profile as
function of age, base case. Dashed line is initial potential profile of the all-passive
assembly. a) 12.5 y: first activation event. b) 15.75 y: second event. c) 37 y: just before
activation of submerged portion. d) 75 y: mature pattern. Water level at 6 m elevation
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The uniform steel activation in the underwater region resulted in the most
negative potentials of the system, because the cathodic reaction was fully concentration
limited in that zone. Consequently the corrosion rates below the waterline were
uniformly very low, at a value equal to that of the limiting current density for oxygen
reduction (~0.01 pA/cm?), about twice the value of the passive dissolution current
density experienced there before activation. Activation underwater also eliminated the
large coupled cathodic region that aggravated corrosion in the waterline steel element.
Consequently, the corrosion current density at that element dropped to a value
commensurate with the low values prevalent where oxygen transport limitation was

important, as noted above.
3.5.2 Damage Profile Evolution
3.5.2.1 Base Case: Potential-dependent Threshold (PDT)

In an actual marine structure there would be a tidal zone instead of a fixed
waterline, and the evaporative chloride buildup maximum would not take place precisely
just above that zone. The first activation occurring at the waterline element in the cases
considered here is only a result of the simplified surface chloride profile that was
assumed per Figure 16. That assumption is not limiting however. The location for first
activation could occur at a higher elevation if a modified profile (using for example field
data) was used instead, but the main aspects of the damage evolution discussed here

and in the other cases would remain relevant.

Elevations profiles of start and end of the corrosion propagation stage (tj and ts,

open and filled circles respectively) of the steel elements in the base case that activated
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during the modeled period are shown in Figure 19. For steel elements that reached ts,
the symbols are joined by a gray segment of length t,. Since PcriT has a constant value
above and below the waterline (see Table 3), the length of the gray segment is an
inverse indicator of the time-averaged corrosion rate (CRay) during the propagation
stage. For the first element to be activated (that at the waterline) CRay was ~33 pmly.
This rate is over an order of magnitude higher than the value corresponding to the
limiting current density for oxygen reduction there, so the anodic reaction at this element
was driven mainly by macrocell coupling with the surrounding passive elements both
above and below water. For elements at higher elevations CRay was in some cases
small due to surrounding, earlier-activated elements effectively providing cathodic
protection to the newly activated element, after they had earlier provided cathodic
prevention by delaying corrosion initiation. The prevention effect is nevertheless
dominant in not allowing corrosion initiation altogether in many other elements during
the modeled period. On the other hand, CRay was quite high for some of the elements
that had experienced activation at the higher elevations. That outcome reflected the
corrosion aggravation that resulted in part from providing beneficial cathodic polarization
to the surrounding elements, but also from faster oxygen transport at the higher

elevations that supported high corrosion rates there.

It is noted that although the submerged zone experienced activation, no damage
declaration occurred up to the end of the modeled period. This behavior is due in part to
the very low oxygen diffusion-limited cathodic reaction rate prevalent there. Macrocell
coupling that could aggravate corrosion below water is exchanged with the lower part of

the above-water portion of the column, but the macrocell current is distributed over a
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large submerged steel area with consequently diminished effect there (the situation is

the opposite for the first elements above water, where the entire submerged zone effect

coupling is concentrated). It is noted that for these simplified simulations the entire

submerged region is treated as evolving simultaneously and that significant localized

corrosion of small elements could take place if activation below water were not to occur

uniformly and simultaneously. Moreover, the extent of corrosion penetration needed to

create cracks/spalls in the wetter concrete in the submerged zone could be greater than

above water, and the mode of damage there may be different as well. Modeling of that

behavior is in progress in follow-up work.[33, 45]
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Figure 19 a) Base case (potential-dependent threshold, Bct=-550 mV/decade,

elements of height L/101), showing initiation and damage declaration events. Lines
joining both events (or extending to 75 years if damage occurs later) are shown for
clarity. b) Time-invariant threshold case
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3.5.2.2 Potential Independent Chloride Threshold Case (PIT)

Further insight is derived from comparison with the behavior with all else as in
the base case, but with no threshold dependence on potential. That condition was
obtained by making Bcr=-~ so Ct = Cro, Same as the value at age = 0 years in the base

case. Results are shown in Figure 19 b).

In this condition the first activation still occurred at the waterline element, and at
the same age as in the base case. However, unlike in the base case, activation of the
nearby elements that are at increasingly higher elevations occurred very soon as no
corrosion prevention was derived from the presence of the first or subsequent active
zones. Thus a continuum of active steel tended to form, but with less macrocell action

concentration compared with the base case.

The element at the waterline nevertheless experienced efficient macrocell
coupling with the still passive region below waterline, and consequently reached the
damage condition a relatively short time after activation, at an age comparable to that of
the base case. At the other lower elevation elements CRayv tended to become small
(and t, consequently longer) as the cathodic reaction was more diffusion-controlled and
less macrocell-enhanced, since activation of nearby elements followed promptly. At the
higher elevations CRay tended to be high and dominated by local cell action, given the
high oxygen diffusivity and high concrete resistivity present there. Eventually the much
larger number of corroding elements resulted in a greater number of damage

declarations than in the PDT cases, as is discussed next.
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3.5.3 Cumulative Damage Function Trends

3.5.3.1 Effect of Threshold Potential Dependence and of Value of Cathodic

Prevention Slope

The overall damage projection, or damage function of the system, is displayed
for selected cases in Figure 20 as the percentage of steel elements in the column that
reached the damage declaration point with increasing age. A 75-year evaluation period
is covered. Because in the evaluation interval no damage declarations took place in the
below-water elements in any of the cases addressed, the damage function had an

upper limit of 50%.

There was strikingly greater projected damage development at mature ages in
the PIT case, effectively having an infinitely large value of Bcr, than in the potential-
dependent chloride threshold (PDT) cases where B¢t is finite. Furthermore, there was
increasingly less projected damage in the aged system as the finite value of Bcr
decreases. For example, in Figure 20 a) the PIT condition resulted in about 90% of the
waterline and above elements reaching damage declaration by age 75 years, while for
the PDT cases the corresponding percentage was only 34% (Bct = -550 mV) to 8% (Bcr
=- 100 mV) . This dependence on B¢t is as expected from prior discussion on the form
of Equation (1), since the increase in threshold (and consequent prevention of corrosion
initiation in regions near an anode) due to a given decrease in potential should be
greater the smaller the value of Bct. Also as expected the effect was observed but with
a different, much smaller alternative activation zone size as illustrated in Figure 20 b) for

the elements of height L/801 simulations. This behavior is summarized in Figure 21
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where damage by age 75 years is plotted as function of Bcr™ for the two values of the
activation zone size considered, showing that proportional behavior was roughly of the

same order in both cases.

In the early period shortly following the first damage declarations, the
differentiation between PIT and PDT cases was more complicated than in the aged
system. As shown in Figures 20 a) and Figure 20 b), damage for the PDT condition in
that period tended to progress at a modest rate that was comparable to, and in one
instance (Bct = -550 mV, Figure 20 a) even faster than for PDT. Only at a later,
intermediate age the rate for PDT began to raise clearly (and quite abruptly) above the
PDT cases. There it is noted that in the PDT cases the waterline steel element, which is
the one experiencing first activation, provided substantial cathodic prevention for some

time to its surrounding steel elements.

Those elements remained passive and acted as cathodes that increased the
corrosion rate of the waterline steel element and resulted in earlier damage declaration
there. As indicated previously, that macrocell corrosion rate aggravation was not as
strong in the PIT case, so the first damage declaration there could be delayed
compared with that in the PDT condition. It was not until later at some intermediate age,
when the somewhat slower but much more numerous PIT damage declarations began
to accumulate, that the long term differences in the corrosion pattern between both
cases became well established. This issue has been explored further in work presented

elsewhere.[49]
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for age = 75 years. Results are shown for elements of height L /101 (triangles) and L /
801 (squares).

Further insight in the propagation stage evolution of the system is provided by
examination of Figure 22 a) and b), which details the evolution of the corrosion
propagation stage for the two cases addressed in Figure 19. The integrated anodic
(corrosion) charge density is shown as function of time for each steel element that
reaches the active condition, in the form of a line that starts at the moment of activation

and increases with a slope that corresponds to the instantaneous corrosion current
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density of that element. The damage event is declared when the charge density
reaches the Faradaic equivalent of Pcrir (270 C/cm? and 539 C/cm? for above and
below water elements respectively, per Table 3, assuming Fe*? formation). The curves
are consistent with the above interpretations, showing that at early ages the fewer PDT
activated elements tend to have a greater slope than the more numerous cases for PIT,
per the arguments stated in the previous paragraph. At increasing service times, the
damage accumulation for PDT overcomes that of PDT with the long-term trend
differences noted earlier. The mostly regular propagation stage pattern of lines seen for
the PIT case reflects the assumed uniform variation with elevation of parameters such
as oxygen diffusivity and surface chloride concentration. Those trends result in
gradually increasing corrosion rates and delays in activation times for elements at
greater elevations. As discussed later on, the pattern for the PDT case appears at first
glance to be random, but it is actually the result of a deterministic sequence dictated by

the macrocell coupling and activation rules detailed earlier.
3.5.3.2 Effect of Activation Zone Size

Detailed dependence of projected damage at 75 year age on activation zone size
is shown in Figure 23. The results are given as function of activation zone size for the
range 1/8 to 2 times relative to that of the base case (0.38 m? per element). Activation
zone size should not appreciably affect the damage projection for the PIT cases, since
corrosion initiation in an element does not affect that of the others, and indeed that was
the outcome for that condition as evidenced by the nearly constant damage results.
That outcome served also as a positive check of the robustness of the calculation

procedures, since discretization of the column length in the range examined (51 to 801
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elements) did not introduce any major artifacts in the model application for the PIT

condition.
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Figure 22 Propagation stage behavior comparison of results for the a) PIT and b) PDT
cases addressed in Figure 18. The cumulative corrosion charge density is shown as a
function of time. Dotted blue lines and dashed black lines corresponds to the critical

penetration conditions above (270 C-cm™) and below (539 C-cm™) water, respectively.

In contrast to the time-invariant threshold behavior, activation zone size in PDT
cases is expected to influence damage development. Two opposing effects are
anticipated. As the activation zone becomes smaller, the amount of active steel created
by an activation event is smaller too and so is the extent of later surface damage under

the modeling assumptions used here. Simultaneously, as an activation zone becomes
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smaller, the corrosion preventing effect of that zone tends to becomes less, as the
overall polarization of the anode becomes increasingly ohmic due to the local current
constriction that develops around a small anode.[31]Hence, the size of the region where
effective cathodic prevention takes place around the small anode tends to become
smaller as well, enabling the earlier initiation of additional active spots nearby.
Consequently, while the amount of corrosion per activation event is smaller for small
activation zones, the number of zones is expected to increase concurrently so some
kind of terminal behavior is expected under the two opposing effects for the vanishingly
small activation zone limit. The modeling results shown in Figure 23 (circles, regular
calculations) show that under PDT the damage limit under the terminal behavior is finite.
For the system simulated here the 75-year surface damage, which was 18% of the total
surface (36% for the portion not submerged) for the base case, tends toward an
apparent finite limit of 8% (16% of portion not-submerged) for terminally small activation
zone sizes. That outcome, which has been documented in more detail elsewhere,
indicates that combined initiation-propagation modeling that incorporates PDT is not
overly sensitive to the precise choice of the activation zone size at its low end.[39]
Therefore, modeling using this approach could serve to obtain useful insight for a
variety of plausible scenarios even in the absence of detailed information on the size of

the activation zone for the systems of interest.

As indicated earlier, the dependence of the output on activation zone size should
not be confused with response of the calculation results to variations in the fineness of
the computational grid. The latter dependence is only minor, as illustrated in Figure 23,

where the trend for the PDT regular calculations (circles) is contrasted with the result
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obtained when the activation declaration was made to affect two adjacent segments
instead of only one at a time (crosses) in computational grids that were twice as fine.
With the exception of the largest activation zone cases, where discretization is very
coarse, the results with both alternative approaches, and the resulting overall trends,

are essentially the same.
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Figure 23 Damage forecast for year 75 as a function of activation zone size. Relativel
activation zone size: [elements of height L/101]*[x] with x = 0.125, 0.25, 0.5, 1 and 2.
Circles: regular calculations, activation of one element at a time. Crosses: activation of
two adjacent elements simultaneously in computational grids twice as fine.

3.6 Summary

This novel work on introducing with proper consideration the threshold
dependence on potential in a forecasting model demonstrates feasibility of integrating
the corrosion initiation and propagation phases. The calculations were enabled by an
iterative approach that updates the system’s corrosion distribution when new regions of
the rebar assembly become active. The approach successfully accounts for

electrochemical interaction between different parts of the rebar assembly, no longer
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requiring the assumption of independent behavior of those parts. Implementation of that
interaction, especially as it concerns the corrosion initiation events, strongly affected the
damage projections compared to those obtained with traditional non-interacting element

approaches.

For an aged system condition, the innovative model projected dramatically less
damage development than when using the traditional PIT assumption. The effect was
strongest for hypothetical low values of B¢, but reduction in projected damage was still
very substantial even when the cathodic prevention slope Bcr was assigned a value of
-550 mV, at the lower envelope of known polarization influence on the corrosion

threshold.

Conversely, for the earliest stages of corrosion damage manifestations, the
model projected intensification of corrosion damage where the first activations occurred
(due to delay of corrosion initiation in the surrounding zones and consequent macrocell
action), compared to sometimes milder projections by the traditional potential-

independent threshold assumption.

Overall, the results indicate that traditional, PIT models may miss features in the
damage evolution of a system that are important in decision making and design.
Incorporation of a PDT approach may avoid exaggerated long term damage projections
and consequently overly conservative cost estimates for the later service stages of a
structure. Conversely, the early stages of damage development may be more
accurately represented, better guiding design decisions that aim to delay the onset of

serviceability limit states set at very low levels.
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The system and conditions used in this investigation were highly simplified, as
the main objective was to demonstrate the PDT modeling concept. The following
observations apply noting some of the features that would merit consideration in the

development of more realistic models with associated greater complexity.

The damage functions exemplified in Figure 20 have, especially for the large
activation zone size cases (elements of height L/101, Figure 20 a), an uneven and
stepwise quality. The shape reflects the appearance of successive activation and
propagation events at different elevations (see also Figure 22), following systematic
trends in Cs and related variables, and the relative corrosion-preventing influence of
each newly activated element. That influence is determined according to the local
corrosion rate of the element and the effective resistance of the concrete path to nearby
elements. Further variability is introduced by the development of different post-activation
CRav values during the individual propagation stages of different elements. However, it
is emphasized that while the damage projection may appear to consist of random steps,
the projection for the situations simulated here is entirely deterministic and not the result
of a probabilistic assignment of corrosion initiation events or propagation rates, as it is
used in other forecasting approaches.[3, 46] Ongoing work presented in Chapter 5 and
elsewhere [49] explored the effect of random parameter variations superimposed to
global trends, showing that the same general approach used here can also be

successfully implemented for those more realistic cases.

The simplified, one-dimensional model presented here does not capture the
shape of the active zones or any radial variability - the zones might be imagined as

being ring-shaped. Hence the comb-like periodicity of the active zones apparent in
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Figure 18 would be replaced by a mottled pattern in a more realistic multidimensional
realization of the model. Likewise, the device of dividing the length into segments of
different sizes to represent corresponding active zones was only a rough approximation.
It is also important to note that the simultaneous activation for the steel elements below
water is a combined result of the simplifying assumption that all elements there share
the same potential, and that Cs and D are also the same on that entire zone. Those
assumptions are clearly unrealistic, but their effect is minimized by the low limiting
current density for oxygen reduction in that zone. Furthermore, the findings presented
above are relevant to the zone above water, where the manifestations of corrosion are
most evident in actual systems. It is also observed that while concentration of corrosion
at submerged regions of the rebar assembly could lead to significant local loss of steel
cross section; it does not necessarily cause concrete cracking as accumulation of solid
corrosion products may be lessened.[33] Despite those shortcomings, these
calculations served to answer key questions regarding the effect of introducing
potential-dependence of the corrosion threshold and resulting macrocell effects on
durability forecasts. There is no conceptual limitation in implementing more
sophisticated models introducing features including, but not limited to, full three
dimensional configurations, probabilistic parameter distributions [49], and concrete

aging effects.
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CHAPTER 4: EFFECT OF VARIATION IN SYSTEM PARAMETERS ON
CORROSION DAMAGE FORECAST WITH POTENTIAL DEPENDENT THRESHOLD

4.1 General Approach

An expansion of the forecast model cases developed in Chapter 3 was revisited
in this chapter with emphasis on establishing sensitivity of the model output to the
choice of model input parameters, primarily to reveal the extent of the macrocell
interaction between anodic and cathodic regions under various system conditions.
Concrete parameters varied were resistivity p, oxygen diffusivity DO and chloride
diffusivity D, representing values comparable to those encountered in the field plus
some extreme conditions, especially at the low resistivity end. Additionally, the effect of
the variations on the value of Bcr was also examined, including the comparison PIT

condition.

4.2 Cases Examined

The partially submerged reinforced concrete column system was modeled with
deterministic profiles of Cs, DO p, and D that were variations from those used in
Chapter 3. In the cases examined, the only input parameters that remained unchanged
with respect to the cases simulated in Chapter 3 were the profiles of Xc and Cs. In the
following, the terms pg, DOy and Dy mean the values that the parameters p, DO and D

had at any given elevation in the cases simulated in Chapter 3.
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A total of ninety cases were examined as listed in Table 4. Values of the input
parameters and the linear elevation-pattern of the resistivity profile remained similar to
that of the Chapter 3 base case but variations involved local resistivity po values that
were three and ten times smaller than the original (base case) resulting in p_ (see Table

4).

Cases simulated in Chapter 3 experienced a limited amount of oxygen availability
in atmospheric regions near the waterline after activation of the steel elements; hence,
the rate of the cathodic reaction was smaller than in the higher elevation regions. As an
alternative condition, a system with a much fast DO profile (linear increase with
elevation) than the base case (exponential increase with elevation) was evaluated.

Those conditions will be referred to in the following as “fast” and “slow” DO respectively.

The chloride diffusion coefficient was assumed to be a time-invariant and
constant value throughout the column in the base case. However, data obtained from
the field indicates that there is an inversely proportional trend between the values of p
and D. As a result of that, two linked variations of the diffusion coefficient with the p
were evaluated: p linked D elevation-invariant and p linked D elevation-variant. In the
former case the base case diffusion coefficient is multiplied by po/p. and would remain
elevation-invariant, and the latter case involved a local variation of the chloride diffusion
coefficient that would follow an inverse function of elevation- p profile. Variations of the
Bcr slopes of -550 (base case), -100, -200, -325 and -infinity mV/decade of CI" were

also evaluated to compared results with those presented in chapter 3.
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Table 4 Cases examined (each combination includes 5 alternative values of B¢)

P DO D
Po (Log DO varies linearly
with elevation above the
Po/3 waterline as in the
Po/10 Chapter 3 cases)
Po DO below water and Do
waterline same as DOsg
0o/3 DO above water varies
linearly with elevation from
Po/10 DOs to DOt
Po (Log DO varies linearly
with elevation above the
Po/3 . .
waterline as in the
Po/10 Chapter 3 cases)
0o DO below water and Dy % %
waterline same as DOg
Pof3 DO above water varies
linearly with elevation from
Po/10
DOs to DO
Po (Log DO varies linearly
Po/3 with elevation above the
waterline as in the
Po/10 Chapter 3 cases)
p
0% DO below water and Do X * f . L)
waterline same as DOs
00/3 . DO abqve water.varies
linearly with elevation from
Po/10 DOs to DOt

4.3 Results and Discussion

The cumulative corrosion-related damage progression (given in logarithmic

scale) for a period of 75 years and p variations (D not-linked with p) with slow (top) and

fast (bottom) DO is shown in Figure 24. The red lines indicate the PIT (Bct= -«)

condition and the black lines represent the PDT (Bcr= -550) condition. The thick, dotted
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and thin lines correspond to the po, po/3 and po/10 conditions respectively. Similar
trends to those presented in Chapter 3 were found. The long-term outcome was, as
expected, sensitive to the choice of Bcr with a smaller damage progression rate the
smaller the slope was. However, for the B¢t variations the resulted damage at year 75 is

lesser for the case with slow DO than for the case with fast DO.

For the cases with fast DO (Figure 24 b) the damage progression rate was much

more pronounced than for the cases with small DO (Figure 24 a).

For the PIT and for the PDT conditions, the activation events of the steel
elements near the water line took place at a much faster rate for the fast DO due to the
abundant oxygen availability compared to the cases with slow DO. For the PIT case, the
activation of the steel elements occurred following a sequential stepwise increase with
elevation as a function of time. No preventive effect was developed in the steel
elements exposed to the steel since the elements were not macrocell coupled as in the

PDT cases.

Not surprisingly, within a given assumed condition (PIT or PDT) the cases with
the lower concrete p projected earlier damage than in those for the higher p, since the
latter results in lowered macrocell action and hence slower corrosion at the active spots.
It is noted that in all cases the first activation event occurred on the steel element
located in the water line. Nonetheless, in some instances damage appearance occurred
earlier for the PDT condition than for the corresponding PIT condition. The reason for

this behavior is discussed in more detail in the following chapter.
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Figure 24 a) Damage projections output for cases with slow DO where p at each
elevation level was varied from the base case by multiplication factors of 1, 1/3 and
1/10. b) Damage projections output for cases with fast DO where p at each elevation
level was varied from the base case by multiplication factors of 1, 1/3 and 1/10.

The effect of the oxygen availability and variations of p for a long term damage
projection at year 75 as a function of the inverse value of B¢t is shown in Figure 25. It is

noted that the case where Bcr = -« corresponds to the value of zero in the x-axis. A
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total of six cases are shown in Figure 25. The two plots at the top (Figure 25 a and b)

correspond to the cases were D is not linked with p.

The two plots in the middle (Figure 25c and d) are the results of the cases with D
elevation-invariant but linked with p, and the bottom plots are for D varying with
elevation and linked with p. The plots placed on the left hand side correspond to the
cases with faster DO and plots on the right-hand side correspond to the cases with
slower DO. In all six schemes in Figure 25, the damage projection at year 75 diminished
as the inverse of the value of Bcr increased. Consistent with previous findings, the
damage projected with 1/ Bcr=0 (PIT) was the largest and long-term results (50%
damage) were independent on the value of DO, p and D. This outcome is consistent
with the entire above-water region having nearly reached the damage declaration
condition under PIT relatively early in the life of the structure (with the parameters
chosen for these simulations the below-water region did not reach the damage

declaration condition before year 75 in any of the cases examined).

For the cases with PDT with higher p (open circles) the damage at year 75 was
relatively greater than for the rest of the cases. The PDT preventive effect caused by
the macrocell coupling became substantially less prominent in concretes with higher p,
as expected. It is also noted that the projected damage at 75 years was more marked in
cases where D elevation-invariant was linked with p but (plots ¢ and d). The high values
of the chloride diffusion coefficient and the low p in these cases resulted in damage
projections that were greater than the rest of the cases. The cases with lowest projected

damage were those when D varying with elevation was linked with p (Figure 25 e and f).
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Figure 25 Damage projection for year 75. Effect of oxygen transport and concrete
resistivity variations with 1/Bcr. Left hand side plots: faster oxygen transport, right
hand side plots: slower oxygen transport (a,b) resistivity not linked to D; (c, d) p
linked D elevation-invariant (e,f) p linked D varying with elevation.
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Figure 26 Combined effect on damage projection for age= 75 years of variations of
concrete resistivity, threshold dependence slope, and oxygen transport (slower: open

symbols, faster: filled symbols). (a): Base case from Chapter 3. (b): p linked D varying
with elevation.

Figure 26 illustrates the projected damage at 75 years as a function of the
choices p, DO, D and Bcr. The left hand side corresponds to the base case modeled in
Chapter 3 and the right hand side corresponds to the case where p linked D elevation-
invariant. The p indicated in Figure 26 corresponds to the base case and variations
value of py listed in Table 3 in Chapter 3. Results are in agreement with those
presented in Figure 25, where when the local p values become smaller the damage
projected under PDT tended to decrease. The macrocell beneficial effect developed to a

larger extent in concretes with low p at long terms projections.

4.4 Summary

Long-term damage projection with low resistivity concretes resulted in a lesser
estimations compared with concrete with higher resistivity. The macrocell interaction

between the active and passive steel was much more efficient in concretes with low
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resistivity. That beneficial effect prevailed in cases where the resistivity was linked with

the chloride diffusion coefficient.

The increase in the rate of the oxygen transport accelerated the damage
progression during the early stages in PIT and PDT cases and slightly increased the
long-term damage projection (year 75) compared with cases with slower diffusion

coefficient.

The effect in the amount of oxygen and the value of the concrete resistivity was
minor for the long-term projections with PIT, where a near terminal regime for the above

water region had already been reached.
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CHAPTER 5: PROBABILISTIC CORROSION FORECASTING WITH POTENTIAL
DEPENDENT THRESHOLD?

5.1 General Approach

The previous chapters demonstrated experimentally and mathematically that
PDT leads to slower long term predicted damage development than with traditional
potential-independent threshold (PIT) models. However, those introductory calculations
were deterministic, with systematic but not random variation of key parameters. The
random variation is more likely to be representative of actual systems. This chapter
expands the previous modelling approach developed in Chapter 3 and 4 to explore the
effect of incorporating PDT on damage projections for a system with randomly
distributed profiles of selected corrosion determining parameters. Instances are
revealed where PDT can also result in earlier onset of damage compared with PIT
predictions, reverting to the previously established long term behavior later on as the

system ages.

5.2 Modelled System and Investigated Cases

The system modelled is comparable to that simulating a partially submerged
marine column described in Chapter 3 and 4 [4, 7, 39]. However, in this chapter only the

atmospheric portion of the column was considered as illustrated in Figure 27. Using a

® This chapter includes previously published material from publications of which the author of this
dissertation is the lead author [49]. Permissions are included in Appendix F
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simplified one-dimensional approach, the column is divided into 101 elements along the
length L of the column with diameter ¢. Model parameters and input values are
indicated in Table 5. The versions of this modelling approach in Chapter 3 and 4 were
deterministic with smoothly elevation-variant concrete resistivity, surface concentration,
DO and D. In this chapter, random pattern profiles (Figure 27) without systematic overall
trends were implemented for the chloride surface concentration and the concrete cover.
The profiles were created using a random number generator and modified to minimize
short wavelengths variations. Typical average and standard deviation values found in

Florida marine structures were assigned to each profile.[3, 42]
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Figure 27 System modeled with representative randomly distributed profiles for the
surface concentration and concrete cover.
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Similar to the systems modelled in Chapter 3 and 4, the entire structure is
passive and the chloride ions ingress through the concrete pore network. Later on,
active corrosion starts, first at regions with the most adverse combinations of chloride
surface concentration and low cover. The corrosion evolution of the system is calculated

at every time step by three modules described in detail Chapter 3.

For this exploratory study random variability was limited to the values of Cs and
Xc, In two case classes in which only one of each respectively was varied, and another

case class where both varied simultaneously.

All other system parameters were kept constant. Each of those scenarios was
implemented to obtain damage functions for low and high uniform concrete resistivity p
situations (with consequently strong and weak macrocell coupling situations), for a total
of six case classes each incorporating PDT, as well as similar set of control calculations
with potential-independent threshold (PIT). Each class calculation was replicated with

multiple randomizations.

Table 5 Model parameters for the randomly distributed mathematical approach

Column diameter ®= 105cm
Column Length L= 1,200 cm
Steel Cover (average) Xcag= 8cm
Steel Cover (standard deviation) Xestg = 2 C€Cm

CI" Surface Conc. (average) Csag= 10.4 kg/m?®

CI" Surface Conc.(standard Csag= 4.5 kg/m3

deviation)

Concrete Resistivity Phigh= 7.5 X 10" ohm-cm (Base); x1/3, 1/10
(Variations)

Prow= 1.5 x 10* ohm-cm (Base); x1/3, 1/10

(Variations)

Oxygen Diffusivity DO= 2.5x 10°cm?/s

Chloride Diffusivity D= 2.5x10%cm?s
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Table 5 (Continued)

O, Surface Concentration
Chloride Threshold Parameters

Polarization Parameters

Iron Dissolution

Oxygen Reduction

Steel Passive Current Density
Critical Corrosion Penetration

Cso= 2.5 x 10" mol/cm? (in pore water)
Cro= 1.78 kg/m®

Ero= -100 mV
Bct = - 550 mV/decade of CI
Eo (-mV SCE) i (A/cm?) Tafel Slope (mV)
-780 1.875 x 10°® 60
160 6.25 x 107%° 160
i,= 0.058 x 10°° Alcm?
Pcrr=0.01 cm

5.3 Results and Discussion

Results presented are from one realization each, but representative of the trends
obtained with multiple realizations of the random variable distributions. Figure 28
illustrates a typical output, showing potential and corrosion current elevation profiles for
the PDT and PIT cases with randomly distributed Xc and low p. The first two activation
events occurred at 12.5 years, manifested by local negative potential shifts and the
transition from passive current density i, to a higher active iron dissolution value at each
active spot. By year 13.5 the system with PIT had two more active spots, but no new
activation was observed in the PDT case. By year 15 twelve activation events already
took place for PIT compared to five activations for PDT. As expected, less activation
events were present in the PDT case as a result of the increase of the Ct by the

negative drop of E in the passive areas adjacent to the active spots.

For the same case described above, the corrosion charge per area of each
active element in a 75 year period is shown in Figure 29. The top and the bottom figures
correspond to the PIT and PDT scenarios, respectively. The horizontal dashed line
indicates the faradaic conversion equivalent to Pcrit, Wwhich corresponds to 270 C/cm?.
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Concrete damage is declared when the solid lines cross the dashed line. The damage
function for the system, expressed as the total count of damaged elements (each
corresponding to about 0.39 m? of external column surface) as function of time is
exemplified for all case classes examined in Figure 30. Multiple realizations with the
same averages and variances of the distributed parameters, but with different random
assignments, yielded damage functions not deviating much from those exemplified in

the figure.
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Figure 28 Evolution of the steel potential and corrosion current density with respect to
the elevation as a function of time for the random distributed concrete cover with low
resistivity
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The results share features seen in results from Chapter 4 with systematic instead
of random parameter variability. Most noteworthy is the much reduced (by factors
ranging from ~2 to ~5) damage projection for the PDT compared to the PIT cases at
greater structure ages. That behavior is the direct result of the delay, and sometimes
suppression, of new activation events as the potential of the remaining passive part of
the steel becomes increasingly more negative with time with consequent elevation of Ct
there. That delay/suppression is easily observed in Figure 28, where the initial activation
sequence does not vary much between the PDT and PIT scenarios but strong
differentiation emerges later with much fewer activation events in the PDT case. That
same message over a longer time frame is conveyed in Figure 29. The results further
confirm the conclusions of the findings in Chapter 3 and 4 indicating that this
differentiation between PIT and PDT, presently ignored in most analyses, should be

incorporated in advanced models of damage forecasts for aged structures.

A notable finding in this chapter is that introduction of random parameter
fluctuations revealed some instances of significantly greater early damage projections in
the PDT than in the corresponding PIT cases of the same resistivity. This finding was
not readily apparent in the results obtained in Chapter 3 and 4 with systematic and
uniform variation of parameters with elevation. As shown in Figure 30, the earlier
damage development in PDT sometimes started as much as ~7 years earlier than for
PIT. These instances are a propagation stage phenomenon and, paradoxically, a result
of the delay in other activation events following the first ones. That delay enables
sustained macrocell enhancement of the early active regions with consequent faster

local corrosion rates for those few regions, and their early declarations of damage. In
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contrast, for PIT the rate of appearance of new active regions is not decreased and thus
the remaining cathodic portion of the steel assembly has to support an increasing
number of anodes, with consequent less enhancement of their corrosion rate and
slower arrival of the damage declarations. The corrosion charge curves in Figure 29 are
consistent with this interpretation, showing that the fewer PDT propagation events have
a greater slope than the more numerous cases for PIT. As time progresses, the extent
of macrocell action per active region decreases and the system tends toward smaller,
and increasingly diffusion-limited, cathodically controlled regimes in both cases. At
longer service times, the damage accumulation for PIT eventually overcomes that of

PDT with the long-term trend differences noted eatrlier.
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Figure 29 Cumulative corrosion charge density as a function of time for the randomly
distributed Cs with high resistivity. Top: Potential-independent-threshold case. Bottom:
Potential-dependent-threshold case. Dashed line corresponds to the critical penetration
condition.
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The increased early damage progression for PDT relative to PIT was not
observed in all instances, and it is likely to depend on the variability of the parameters
chosen to capture the non-uniformity of external aggressive agents and concrete cover
and properties. The simulations with uniform systematic parameter profiles used in
Chapter 3 tended to mask this outcome through the timing of new activation events.
Future work is suggested to determine the sensitivity of that behavior to assumed

parameter distributions.
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Figure 30 Damage progressions for all cases. a) Randomly distrbuted Xc. b) Randomly
distrbuted Cs. c) Combined case
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5.4 Summary

An expansion of the system modelled in Chapter 3 and 4 was developed by
implementing a probabilistically distributed chloride surface concentration and the
concrete cover. Traditional potential-independent threshold (PIT) cases were calculated

for comparison.

The results were consistent with those obtained in in systems with systematic
parameter variations (Chapter 3 and 4), showing that long-term damage was strongly
reduced or delayed for PDT cases compared to the PIT controls. The damage reduction
is due to the suppression or delay of corrosion initiation events due to the polarization of
the remaining steel assembly toward more negative potentials as more active regions

develop, thus increasing the value of the corrosion threshold.

The probabilistic calculations revealed situations where accounting for PDT
actually resulted in more early damage events than with PIT, with the opposite long
term trend noted above developing later on. The finding was ascribed to a propagation
stage phenomenon, where the fewer active regions present under PDT experience
greater localised macrocell-induced corrosion than the more numerous regions under

PIT.

The results underscore the importance of considering PDT in the forecast of

corrosion in ageing reinforced concrete structures.
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CHAPTER 6: PRACTICAL APPROACH TO INTRODUCE A CORRECTION FOR
POTENTIAL DEPENDENT THRESHOLD IN A TRADITIONAL PRACTITIONER-
ORIENTED PREDICTIVE MODEL*

6.1 Overview of the Model Approach

This chapter illustrates how the PDT feature can be incorporated in an otherwise
traditional corrosion-related durability prediction modeling approach (assuming time
invariant Cy). The application chosen here is a developmental customized predictive
model developed for the needs of the Florida Department of Transportation (FDOT),
which involved a large inventory of bridges many of which are exposed to aggressive

marine service.

A probabilistic corrosion damage projection was developed based on an earlier
model approach with time and space invariant Ct developed elsewhere.[3, 47, 48]
Individual probabilistic damage projections were made for each combination of concrete

type, structural element type, and exposure conditions (a “Class™

) present in the bridge
to be analyzed. Each projection used corrosion development parameters that were
assigned by the model based on the corresponding FDOT data base for each relevant

combination of Classes in the bridge. A correction for dynamic evolution of the chloride

corrosion threshold was then applied to the output for each individual relevant Class

* This chapter includes previously published material from a publication of which the author of this
dissertation is the lead author [47].

®> Not to be confused with a concrete class, which is identified in the following by inserting the word
“concrete” first.
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combination. After the correction was made, the damage results were multiplied by the
number of elements in that Class, yielding an overall damage function for the structure
as function of service age. That global outcome is then contrasted with the limit state
defined by the practitioner (or user), to establish whether the durability design goal for a
new structure (or remaining life for existing structures) is achieved or not. The model
output is usable alternatively to establish whether specific portions of the structure can

achieve individual goals.

6.2 Probabilistic Damage Projection

The principles of probabilistic corrosion damage projection have been described
in detail elsewhere and a brief summary is presented in Appendix D .[3, 47, 48] Each
portion of the structure of a given Class is divided into a group of multiple elements of
equal surface footprint A.. Each element has properties and environmental conditions
that differ probabilistically from the group average reflecting the natural variability of
those parameters. The parameters include the concrete cover Xc¢, chloride diffusion
coefficient D, chloride surface concentration Cs, and the corrosion threshold Cr. All
those parameters and their variability are considered to be time-independent. In
particular, the C; values do not vary as different elements become active, so the
provisional calculations deal with potential-independent threshold (PIT) values for that
parameter. The model then proceeds to calculate the time t; for corrosion initiation of
each element (which varies from element to element depending on the particular values
given to it by the probabilistic function assumed), adds to each a globally assumed
value of the length of the propagation stage t,, and reports as ts = ti+t,, the time for

damage declaration of that element. The fraction of the total number of elements that by
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an age t satisfy the condition ts <t is the value of the provisional damage function (PDF)

for that Class.

6.3 Correction Function

The basic scenario to develop the correction function was the generic reinforced
concrete column system already described in Chapter 3 to Chapter 5. Representative
examples of the comparative output of the scenarios explored (systematic parameter
distributions, systematic resistivity variations and random Xc, random Cs and combined)
were shown there. Examination of the shape and magnitude of the damage functions
calculated for PDT-PIT pair combinations from the Table 3 cases showed that the long
term (75 year) ratio of PIT to PDT damage percent ranged from ~2 to ~5. For the
purposes of practical implementation of this effect, a value of 3 is proposed as being

representative of a long term correction ratio Cyr.

It is noted that the behavior differentiation described here as taking place in the
long term is actually for an extended but intermediate time period, when chloride levels
at the steel depth are substantial, but have not yet became so high so as to exceed the

chloride threshold at the zones of greatest potential depression.

At very long structure ages, and if the surface chloride concentration is high
enough, the amount of damage in the PDT case may eventually approach the terminal
amount of damage for the comparable PIT situation. Hence, the concept of a long term
ratio, and the representative value adopted for it are to be considered as working

approximations subject to update and refinement in future investigations.
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At lower ages and lower levels of damage (e.g. a few %) the manifestations of
early damage for PDT and PIT tended to appear at comparable times but with some
variability, with one or the other taking the lead by a few years over the other. Instances
where PDT took the lead at early damage levels appeared to be more evident in cases
where the system parameters were subject to random variations, and less so when
systematic changes with elevation dominated. As noted elsewhere the instances where
PDT takes the lead may be explained as being the result of a propagation stage
phenomenon and, paradoxically, a result of the delay in other activation events following
the first ones.[49] That delay enables sustained macrocell enhancement of the relatively
few early active regions with consequent faster local corrosion rates for those few
regions, causing their early declarations of damage. In contrast, for PIT the rate of
appearance of new active regions is not decreased and thus the remaining cathodic
portion of the steel assembly has to support an increasing number of anodes, with
consequent less enhancement of the corrosion rate in those anodes and slower onset

of the damage declarations.

It is noted that these simulations have been conducted with parameter choices
that tended to result in relatively short times to corrosion initiation, in order to reduce the
need for long computational runs while still spanning a large range of total damage
development. Hence, the calculations tended to emphasize any effect of propagation
period-related differentiation such as the one just discussed. That type of effect is
expected to be relatively modest in the overall service life estimate for the structures
commonly designed by FDOT (many decades), where highly impermeable concrete is

often specified if the environment is aggressive. The chloride diffusion coefficients are
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small in those cases and consequently the initiation stage is the dominant period in the
service life of the structure and propagation stage-related phenomena tend to be less
important. Hence, pending detailed examination in follow-up research, the differentiation
between PDT and PIT cases in the early stages of damage is treated here as being of
secondary importance. Based on the above and on the results of the simulations
conducted, a working approximation is proposed whereby the damage projection for
PDT conditions was considered to be the same as that for PIT conditions up to a
nominal crossover value Ccr = 2%. Further refinement of that value and of its underlying

concept is pending on future investigations.

Per the above considerations an adjustable provisional nominal values for the
long-term correction ratio C.tr = 3, and for the crossover damage percent Ccr= 2 %
were adopted. For the entire service life forecast then the corrected damage function

DF is obtained from the preliminary damage function PDF by:

DF = PDF(t) * y(PDF(¢)) (15)

with the PDT Partial Factor y defined by:

r=1 for PDF(t) < Cer (16)
1
y = -
1+ (Crg — 1) -% for PDF(t)2Cer  (17)
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Reflecting the previous discussions, at long ages when PDF approaches 100% in
severe environmental exposures, y approaches 1/C tr. At short ages the value of y

becomes increasingly close to unity while approaching the crossover early regime.

Equation (17) presupposes that within a given Class the exposure conditions are
severe enough that given a sufficiently long service time, the PDF would reach nearly
100% damage. It also presupposes that the distribution of times to damage declaration
within the Class is not distinctly multimodal. It should be noted that the damage
evolution of the cases modelled in Chapter 4 was indeed bimodal (with strong above-
and below-water differentiation). In that case, the long term damage for the above-water
portion dominated during much of time interval investigated, so apparent terminal
damage was 50% instead of 100%, and the value of C tr was evaluated via the PIT-
PDT damage ratio during that domain. Clearly for distinctly multimodal cases application
of Equation (17) would only serve as a rough approximation. For the general intent of
the modeling approach proposed here, where conditions within individual Classes tend
to be somewhat regular, Equation (17) represents a working compromise pending the

development of more sophisticated approaches in the future.

An example of the application of Equation (17) in a is illustrated in Figure 31,
where the preliminary damage function (PDF) and the adjusted damage function (DF)
are represented by the red line blue line. After the damage projection exceeds the
crossover point (2%), the variation of y as function (black dotted lines) of time tends to

gradually decrease.
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Figure 31 Correction for chloride threshold dependence on steel potential in a
traditional forecast approach

6.4 Overall Approach

The information developed from experimental measurements of the dependence

of Ct on steel potential (Chapter 2), and from the findings of the dynamic computer

models that were built using the experimental results on PDT and combined Initiation-

Propagation computations (Chapter 3 - Chapter 5), was employed to refine the output of

the main damage prediction model produced by this project.

The modeling approach used was to organize the functioning of the main model

in the following steps:

1) Conduct a provisional probabilistic damage projection for a Class. This is done

following the overall procedure described in section 6.2, which assumes PIT

conditions.
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2) Apply a correction to the preliminary damage function (PDF), calculated for PIT
conditions in the previous step, to account for PDT and obtain the final model
output damage function (DF). The correction approach is used instead of a direct
model because PDT calculations are highly computer-resource intensive and
direct incorporation into a probabilistic model is deemed to be impractical at

present. The approach was developed in the following manner:

a. Computed separate simplified PDT calculations that have been made for a
number of scenarios that capture the main characteristics of marine
substructure conditions (Chapter 3 - Chapter 5), and a similar set of
calculations was made with the same systems, but assuming PIT

conditions instead.

b. Comparison of the PDT and PIT results was then made to formulate a
correction function that, when applied to the PDF obtained under PIT,
results in a suitable approximation of the corresponding PDT scenario.
The correction function was developed as a global abstraction from the
result of computing a representative collection of the cases of interest and

it is described in section 6.3.

The global correction function is then applied to the PDF obtained in the previous
step. The result is the DF that constitutes the final output of the predictive model for that
Class. The output thus corrected for all Classes is then tallied to obtain the damage

function for the entire system, or for selected parts as desired.
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This approach has been recently integrated to a developmental next-generation
corrosion forecasting model prepared by the author and collaborators for eventual use
by the Florida Department of Transportation. The integrated model includes the
traditional probabilistic approach as described in Appendix D, and the correction
procedure for PDT just described. A more detailed description of the model is presented
in Appendix E. It is cautioned that this approach is a working approximation subject to
the qualifications noted in the first paragraph of Section 6.3, especially as what pertains
to the designation of long term behavior. Follow up work is necessary for the
development of a more comprehensive approach to implementation of PDT effects on

corrosion induced damage forecasting.
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CHAPTER 7: CONCLUSIONS

7.1 Experimental Findings

e Shortages in experimental data to characterize the potential-dependent chloride
threshold (PDT) behavior were successfully addressed by experiments with
specimens in mortar and concrete and with considerably large area of exposed
metal.

e The experiments on potential-dependent threshold determinations produced
results consistent with the lower bound of that beneficial effect being
approximately described by a threshold value in the order of 0.5% by weight of
cement at E=-100 mV (SCE), with a negative slope of ~-550 mV per decade of
Cl-. That bound was incorporated in the numerical predictive models used in this
project. Extrinsic effects, such as an electro kinetic slowdown of chloride buildup
at the steel upon cathodic polarization merit consideration in future work.

7.2 Modeling Findings

e A novel approach on corrosion damage progression in a reinforced concrete
column by implementing a chloride threshold dependence on steel potential
function and integrating macrocell coupling during the initiation and propagation
stages in a single model was presented. Findings reveal that neglecting the
chloride threshold dependence on steel potential in corrosion-related forecasting

models may result in misleading long-term damage projections.
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e Calculations supported the validity of the hypothesis that as active zones become
smaller their preventive throwing power would be reduced as well, resulting in the
development of more numerous active zones that would make up for their
individual smaller size in reaching to a finite damage terminal condition. The
model improvement over an earlier PDT model stems from a more realistic
implementation of the local concrete resistance RS around the reinforcing steel
bars.

e The PDT effect in the damage projections was stronger when the cathodic
prevention slope was smaller. The damage forecast decreased as the active
zone size became smaller, but resulted in the development of more numerous
active zones that would make up for their individual smaller size in reaching to a
finite damage terminal condition.

e For concretes with low resistivity the long-term damage projection with PDT
tended to be much smaller than for comparable PIT cases, which may be
ascribed to more efficient macrocell coupling between anodic and cathodic sites.

e In contrast, the probabilistic calculations revealed some situations, less evident in
work with the deterministic approach, where accounting for PDT actually resulted
in more early damage events than with PIT. The opposite long term trend, noted
above, developed only later on. This finding was ascribed to a propagation stage
phenomenon (important at relatively young ages), where the fewer active regions
present under PDT experience greater localized macrocell-induced corrosion

than the more numerous regions under PIT.
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¢ Integration of a full probabilistic corrosion forecasting approach and a PDT
feature was developed and provisionally achieved via a correction function that
links both modalities. The corrosion factor was abstracted from comparative

calculations using representative marine corrosion scenarios.
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Appendix A List of Symbols

A
Ae
B

C

CE
CF
Ccr
CLrr
cr
Cesi
Cshi
Co
Cr
Cra
Ctr
Cs
Csavg
Cshr
Cst
Csstd
Css
Cso
Cr
Cro

c/s

Dave1

atmospheric zone
surface area

buried sub-exposure

chloride concentration at time t and distance x expressed as mass per unit

volume of concrete
counter electrode

cement Factor

nominal PDT-PIT crossover damage percent
nominal long-term correction ratio

chloride ion concentration

lowest value of chloride surface concentration
highest value of chloride surface concentration
initial chloride concentration of the bulk
chloride concentration at rebar trace at time t
chloride concentration at rebar trace at time ta
chloride concentration at rebar trace at time tg
chloride surface concentration

chloride surface concentration — average
chloride surface concentration — high tide
chloride surface concentration — top

chloride surface concentration — standard deviation

chloride surface concentration — submerged

oxygen surface concentration or oxygen concentration in the pore water at the

external concrete surface
critical chloride threshold

baseline chloride threshold value at E+g
cement-sand ratio

apparent diffusion coefficient (cm?/s)

average diffusion coefficient (cm?/s) of First Stage specimens 1-3 and 7-8
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estimated average chloride diffusion coefficient (cm?s) of Second Stage

Davez specimens 1-6

Davest e§timated chlorid.e diffusion coefficient (cm?s) of secondary specimens in
First Stage experiment

D lowest value of chloride diffusion coefficient

Dhi highest value of chloride diffusion coefficient

DF damage function (%)

DO oxygen diffusion coefficient

DO+ oxygen diffusion coefficient — top

DOs oxygen diffusion coefficient — submerged (cm?/s)

Drcm rapid chloride ion migration coefficient (cm2/s)

E steel electric potential (mV vs. SCE)
Eo nominal equilibrium potential (mV vs. SCE)
Eoa nominal equilibrium potential for the anodic reaction (mV vs. SCE)
Eoc nominal equilibrium potential for the cathodic reaction (mV vs. SCE)
Eto baseline steel potential value at Cqo
Esce steel electric potential vs. SCE
EIS electrochemical impedance spectroscopy
erf error function
F Faraday constant
GS galvanized steel
o nominal exchange current density (LA/cm?)
i0a nominal exchange current density for the anodic reaction (uA/cm?)
loc nominal exchange current density for the cathodic reaction (uA/cm?)
i anodic current density (WA/cm?)
laa active dissolution at a potential-dependent current density (LA/cm?)
Ic cathodic current density (LA/cm?)
Icd current density under diffusional control (uA/cm?)
Ip steel passive current density (uA/cm?)
Is net current density on the steel surface at elevation x (LA/cm?)
IS structural components in soil
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W structural components in water

L column length

M molar concentration (mol/L)

Nd(t) number of elements in the entire bridge reaching damage declaration at age t
N total number of elements in the bridge

Ni number of elements in Class |

Nj number of elements within each region j

OCP OCP

P dimensionless expression equal to Dt/a®

Pecum cumulative probability for variable n

Pcrit critical local corrosion penetration for each steel element

PDF provisional damage function

PDT potential-dependent threshold or chloride threshold dependence on steel
potential

PIT potential-independent threshold or chloride threshold independent on steel
potential

Py probability distribution function for variable Vy

PS plain steel bar

r radial direction

RE reference electrode

Rp linear polarization resistance

S submerged zone

S(t) damaged surface area at age t

SCE saturated calomel electrode

SE splash evaporation zone

SF steel factor

SS stainless steel

T tidal zone

t Time

ta time of activation

Tf correction factor for rebar obstruction effect
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t; time of initiation

tp time of propagation

tr: time of removal

ts: time to spall

V3 variable 1

V, variable 2

V3 variable 3

V4 variable 4

Vs variable 5

Vi variable k

Vi variable n

wi/c water-to-cement ratio

X distance along the column axis

Xc concrete cover

Xcavg concrete cover — average

Xestd concrete cover — standard deviation

Y side dimension of square piles

A radius of First Stage specimens

Ba anodic Tafel slope

Bc cathodic Tafel slope

Ber slope of th(aT straight line corresponding to Eq.(l) when plotted in an E-logC+
representation. Also called the cathodic prevention slope

Y PDT partial factor

) column diameter

ON steel bar or rebar diameter

p concrete resistivity

PT concrete resistivity — top of the column

Ps concrete resistivity — submerged portion of the column

PHigh concrete resistivity — highest value

PLow concrete resistivity — lowest
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Appendix B Review of Corrosion Processes in Concrete and Related Durability

Forecasting Issues

B.1 Chloride-induced Corrosion of Reinforced Concrete

The high alkalinity of the concrete pore water (typically with a pH greater than 13)
develops a protective passive film against corrosion on the surface of the embedded
steel. Passive film breakdown of the embedded steel bar in concrete exposed to
chloride-laden environments occurs when the chloride ion concentration on the steel

surface exceeds the value of chloride corrosion threshold (Cry).

Chloride ions penetrate through the concrete’s pore network. Chloride ions build
up at the steel bar surface and when chloride concentration reaches a minimum
amount, known as the chloride corrosion threshold (Cy), breakdown of the passive film
occurs and corrosion initiates. Another factor the causes the breakdown of the passive
film on steel is the carbonation of concrete due to the ingress of carbon dioxide (CO,)
and consequent pore water pH decrease. In marine environments chloride-induced
depassivation typically occurs earlier so that mechanism receives the most attention,

and it is the focus of this dissertation.

B.2 Corrosion Mechanism

Corrosion is defined as the destructive oxidation of metals/alloys as a result of
the electrochemical reactions with the exposed environment. The four electrochemical
components that are present in the corrosion process are: (i) the anode, where the
anodic reaction takes place, (ii) the cathode, where the cathodic reaction occurs, (iii) the
electrolyte and (iv) the electronic path.[50] In concrete (where pore water is the
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electrolyte), iron is dissolved by the anodic reaction, generating cations and electrons as
shown in Equation (18). The electrons flow to the cathodic regions through an electronic
path (the metal) and are consumed (cathodic reaction, Equation (19) whether by:
oxygen (O,), water (H,O) and/or hydrogen ions (H*). The current is also transported by
the ions in the pore network of the concrete from the anodic regions to the cathodic

regions. High pH and chloride content increases the ion transport.

Anodic reaction (iron oxidation): Fe > Fe*? + 2e’ (18)

Cathodic reaction (oxygen reduction): O, + 2H,0 + 4e" > 40H (19)

The electric potential (E)-pH diagram, widely known as the Pourbaix diagram is
shown in Figure B 1 .[51] The diagram, based on thermodynamic stability calculations,
illustrates the pH and potential regimes where the passive film is stable (passivation
region), the solid reduced metal is stable (immunity), and the metal oxidized as ions is
the stable form (hence resulting in corrosion). The diagram is calculated for conditions
without contamination by chloride ions. If chloride ion concentrations exceeding the
value of Ct are present, the passive film experiences breakdown resulting in corrosion

even in regions that corresponded to passivity in the Pourbaix diagram.

The process by which the potential change occurs is schematically showed in
Figure B 2. The solid black line corresponds to a typical anodic polarization curve of

steel (an active-passive metal) in the passive state condition, when embedded in
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chloride-free concrete. It is assumed that the concrete is exposed to the atmosphere so
the cathodic reaction is oxygen reduction, with its polarization function described by the

gray line.

2 L ]
16 .
1.2
0.8

> 0.4

~~

w 0

-0.4

-0.8

immunity N _
1.2 F | “corrosion

16 | | | | | | | |
2 0 2 4 6 8 10 12 14 16

pH

Figure B 1 Theoretical conditions of corrosion, immunity and passivation of iron.

Per the mixed-potential theory the steady state regime is given by the
intersection of both lines, where Ep and ip correspond to the electric potential and the
anodic current density of the steel, respectively when corroding in the passive state.
When the chloride ion content C exceeds Cy, passivity breakdown ensues and in a
simplified view the steel polarization curve changes to that corresponding to the active

state condition (black-dashed line). A new mixed potential develops to the steady state
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potential shifts towards a more negative value (Ea) and the anodic current density

increases (ia>>ip), which means a substantially higher value of CR.[50, 52]
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Figure B 2 Potential and current density change of steel embedded in concrete from
passive to active condition

B.3 Structural Issues: The Challenge of Long-term Durability

In marine and coastal environments, as in many bridges in the state of Florida,
corrosion of reinforced concrete represents a major issue in the infrastructure. FHWA
(Federal Highway Administration) requires a minimum bridge design service life of 75
years, representing a challenge when bridges are exposed to severe environments. A
recent study from the National Bridge Inventory (NBI) indicates a bridge population of
~600,000 in the U.S., where approximately 15% are categorized as structurally deficient

due to corrosion. The direct cost of corrosion for highway bridges in the US represents
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0.09% ($8.3 billion) of the Gross Domestic Product (GDP); this includes the
replacement of structurally deficient bridges. Indirect costs are in the order of 10 times
greater. [53-55] In Florida about one half of the state’s bridges are exposed to salt

water, which highlights the importance of corrosion control in the region.

Long term durability plays a significant role on the design and construction of
bridges, since structural reliability, safety and serviceability is needed for extended
periods of time.[56] Mathematical predictive models are used to forecast the corrosion
damage progression of a structure. Some of the factors that affect the durability of
bridges are: 1) chloride presence, relative humidity, and temperature of the site, 2) the
quality, permeability, cover, water-to-cement ratio (w/c), types of aggregates,
supplementary cementitious materials, presence of chloride ions of the concrete used,

and 3) the exposure type (marine, freeze-thaw, de-icing salts, etc.), among others.

Once a structure is placed in service, service life models are still needed to
manage maintenance and usage decisions. Quantitative projection of the remaining
corrosion-related service life of a structure is necessary for decision making on whether
to build a new structure or continue using the existing one. The projections should be
sophisticated enough to estimate not only the structure age when substantial damage

will appear, but also the rate at which subsequent corrosion damage would develop.

B.4 Chloride Ingress in Reinforced Concrete

Chloride ions accumulate on the surface of the steel to an extent related to the
chloride ion build up at the external concrete surface. In structures exposed in marine

service, structural elements located near the sea water (tidal zone and splash-
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evaporation zone) are more susceptible to corrosion. Chloride build up there occurs due
to frequent wet and dry event on the concrete surface, during the wet cycle the concrete
is moistened and during the dry cycle the sea water evaporates but chloride ions remain

and concentrate on the concrete surface.

B.4.1 The Nature of Chloride lons in Concrete

Chloride ions can be found in concrete due to initial additions to the concrete mix
(chloride ions present in mixing water or in aggregates) or by the ingress from an outer
and highly concentrated chloride environment such as marine exposure or deicing salts.
Chloride ions in concrete are subjected to physical adsorption and chemical binding.[57-
59] In the concrete matrix, the total chloride ion content is the sum of the free and bound
chloride contents. Free chloride content is that found in the pore water and bound
chloride content is that present in the solid phase as a product of the reaction between
the chloride ions and some compounds from the cement paste, typically C;A and C,AF

generating Friedel’s salts. [56, 60]

It is noted that only a small portion of the C3A and C4AF react with the chloride
ions, due to separate reactions such as that of CzA with gypsum to form ettringite and
its transformation to monosulfoaluminate.[61] The relationship between the free chloride
and bound chloride content is neither linear nor constant with time, as it depends on
factors such as type of cement (content of C;A and C4AF), mineral admixtures or
cement replacements, curing period, water-to-cement ratio, and use of super-

plasticizers, among others.
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B.4.2 The Transport of Chloride lons in Concrete

The transport of chloride ions in concrete is governed by various mechanisms.
Diffusion occurs due to the presence of a chloride concentration gradient between the
outer and the inner parts of the concrete causing an inward transport of the chloride
ions through the pore network. Permeation is based on a hydraulic pressure gradient in
different parts of the concrete. Migration of chloride is driven by an electric potential
gradient from lower to higher electrical potential. Capillary absorption takes place when

a moisture content difference in the concrete is present.

Of the above, chloride ingress by diffusion is the most dominant process from the
point of view of corrosion progression in major structures where considerably thick clear

concrete cover over the steel exists.[50, 57, 62]

Concrete deficiencies at an early stage, such as microcracks, provide paths in
which chloride ions can penetrate faster than through bulk diffusion into the concrete.
Microcracks are developed by the gradients of temperature and humidity while the
concrete is still in the early hydrating stage, generating deformation processes such as
shrinkage, bleeding and alkali-silica reactions, which leads to induced stresses into the
concrete and intensifies with external loads. Samaha and Hover determined the effect
of microcracks in the transport of ions in concrete while applying uniaxial compression
loads. [50, 63, 64]Results showed that subjecting concrete to loads lower than 75% of
the compressive strength does not have a negative impact in durability. However, drying
shrinkage has a greater effect than compressive stress. During a bridge survey Lau et

al. found that chloride ingress in minor cracks was most notable in structures with low

129

www.manaraa.com



permeability concrete, and was relatively less marked in high permeability concrete due

to the higher rates of bulk chloride diffusivity, as expected.[65]
B.5 Forecasting the Service Life of Reinforced Concrete Structures
B.5.1 Tuutti’s Definition of Service Life

In the early 80’s Tuutti divided the length of service life in two stages, initiation
and propagation as shown in Figure B 3. [1, 66] The initial stage starts when the
structure is placed in service, the steel bar is in its passive state and it ends when the
Cr value is exceeded. At this point, the propagation stage takes place and expansive
corrosion products (volume typically three times or more than that of the steel that
originated them) accumulate at the steel surface, leading to the generation of tensile

stresses that cause cracks and spall to the concrete, affecting the durability of the

structure.
T Initiation stage Propagation stage
o [ < >
2 Passive State Active State
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_
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-
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& >
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Figure B 3 Service life diagram according to Tuutti

Tuutti's diagram is a simplistic description of the propagation stage, since it

assumes a constant corrosion rate, hence other researchers [62, 67, 68] such as Li et

130

www.manaraa.com



al., have modified the description by adding a more detailed progress of the propagation

stage.

B.5.2 Initiation Stage

The stage that has received more attention in the literature is the initiation stage,
which in many bridges is found to have longer duration (periods of decades) than the
propagation stage, which tends to be much shorter (in the order of only a few years)
[69]. Although that situation is not always the case, it is nevertheless common for
marine bridges in Florida to be built with plain reinforcing steel in sound concrete of low
permeability, so as to maximize the duration of the initiation stage while not explicitly

addressing the propagation stage duration.[70]

B.5.2.1 Involved Parameters

Considerable emphasis has therefore been given to the factors that are mainly
responsible for the length of the initiation stage in chloride rich environments. Foremost
in those factors are the rate of transport of chloride ions in concrete (usually by a
predominantly diffusional mechanism, quantified by the chloride diffusion coefficient D)

and the value of Cy.

Extensive research work has been conducted on the process of chloride diffusion
in concrete and on establishing the chloride threshold value.[5, 71-74] However, the
results on the latter are subject to considerable scatter and key issues, such as the
dependence of the threshold value on steel potential have remained largely unexplored.

The work proposed here focusses on resolving some of those issues.
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B.5.2.2 Fick’s Laws of Diffusion

The phenomenon of diffusion generally follows the mathematical models
developed by Adolph E. Fick (1829-1901).[57] The transport of chloride ions in concrete
is through the pore water network. Fick’s first law of diffusion states that the mass of
chloride ions diffusing through a unit area of a section of the concrete per unit time,
defined as flux (J), is proportional to the concentration gradient of chloride ions, as it is
shown in Equation (20), where the minus sign denotes a mathematical convention since
the chloride ingress occurs in the opposite direction (from high concentration to low

concentration). The constant of proportionality D, is the chloride diffusion coefficient.

J=-D-VC (20)

In Equation (21) Fick’'s second law of diffusion expresses the time-dependent

evolution

aC—V- =V-(DVC 2
—=V-]=V-(DVC) (21)

In practice D is obtained from acid-soluble chloride concentration measurements
of chloride-exposed laboratory or field samples at different depths, thus yielding a
concentration profile that can be mathematically fitted to a solution of Equation (3) using
the value of D as a fit parameter. Implicit in that process is the simplifying assumption
that D is time- and space-invariant. D is frequently considered to be a material property
that is an inverse indicator of the concrete’s resistance to the penetration by chloride
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ions.[50, 71] Fick’'s second law of diffusion is widely used to model and analyze the
chloride transport in concrete. One of the first pioneers in modeling chloride diffusion in
concrete was Collepardi et al in 1970, where the model was based on Crank’s error
function solution of Fick’s second law for the one dimensional case with constant
chloride surface concentration (Cs) , shown in Equation (22).[32, 75] There the diffusion
coefficient is considered as a constant parameter, CO is the initial (native) chloride

content in the concrete (also treated as constant) and erf is the error function.

Co
Cs - CO

—1- erf( 22)

X
Fi50

B.5.2.2.1 Limitations

More sophisticated chloride transport approaches than those considered above
exist. Previous investigations have found that concrete evolves with time, often resulting
in a less-interconnected pore network as hydration and pozzolanic reactions progress.
The diffusion process changes accordingly, becoming slower. Authors including
Takewaka, Mangat and Molloy, Tang, [62] and others suggest the incorporation of a
time dependent diffusion coefficient to develop less conservative damage forecasts.[29,

76-78].

Some authors disagree with the use of the analytical solution of Fick's second
law of diffusion to approximate the chloride transport in concrete, mainly because it
neglects the effects of moisture, the presence of other ionic species (eg. Na+, OH-) and

of chloride binding. Saetta, Marchand, Samson, Johannesson, along with many other
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authors, have published models where chloride binding, multi-ionic interaction,
temperature, humidity are addressed.[79-83] However, these advanced and
sophisticated models reach to a point where they can become impractical due to the

complexity and the relative lack of precise input data for the many parameters involved.

B.6 Critical Chloride Corrosion Threshold

B.6.1 General

The selection of the best chloride content expression to quantify the chloride
threshold has been the subject of significant discussion in the technical literature. Most
authors recognize that Ct should be expressed as a fraction of the cementitious content
of the concrete.[84, 85] Some have proposed that only the free chloride content (that in
the pore water) represents a corrosion risk to the steel, so that Ct values should be
reported in terms of the free chloride content in the concrete. In such cases, the
threshold may be alternatively expressed as a ratio of chloride to hydroxide ion content
in the pore water.[86, 87] In contrast, Glass and Buenfeld concluded that the effect of
the bound chloride content cannot be neglected, since it can be released by local
acidification in an incipient corroding region that helps to stabilize the corrosion process
there.[85] These authors and others have noted too that free chloride content is subject
to variations due to the moisture content of the medium and that the chloride to
hydroxide ion ratio is dependent on the pH. Hence, presenting Ct as the total chloride
content mass by mass of cement seems at present to be the best approach since it

includes free and bound chloride content and the inhibitive nature of cement matrix.
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B.6.2 Measuring the Value of Cy

Various experimental methods to determine the value of C; can be found in the
literature. These include assessment of mortar, concrete and simulated pore water. The
ionic transport may be through diffusion, capillary suction (wet and dry cycles), and
migration. In all these methods, it is essential to establish the precise moment in which

corrosion initiation has taken place.

Transient electrochemical techniques tend to provide a more accurate detection
of the moment of corrosion initiation than half-cell potential transitions. The most
common techniques of this type are linear polarization resistance (LPR) and
electrochemical impedance spectroscopy (EIS). These techniques are essentially non-
disruptive as they involve only small potential deviations from the steady state condition.
The techniques allow for highly sensitive estimation of the corrosion rate (CR) increase
associated with the corrosion initiation event. Typically a steel specimen is declared to

be in the actively corroding condition when CR > 0.2uA/cm?.[10]

Time of corrosion initiation can be also detected by measuring macro-cell
currents. ASTM (American Society for Testing Materials) G109 “Standard Test Method
for Determining Effects of Chemical Admixtures on Corrosion of Embedded Steel
Reinforcement in Concrete Exposed to Chloride Environments” is a test method that
uses concrete slabs exposed to saltwater wet and dry cycles near the top with one
embedded steel bar near the top surface and two steel bars embedded near the bottom
(in a chloride-free region). The bars are interconnected and the corrosion macro-cell

current is monitored as function of time.[30] A sharp increase in the current indicates
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that the bar near the top has experienced passivity breakdown and entered active
corrosion. In an investigation by Hartt et al. where G-109 specimens were assessed,
active corrosion was deemed to have occurred when the macrocell current exceeded
10pA. The concurrent drop of potential (to < -280 mV versus saturated calomel

electrode (SCE)) served as a parallel indicator of activation.[88]

Another method to detect corrosion initiation is through monitoring the impressed
current between the steel bar and an auxiliary electrode, a method mostly used to
determine the onset of active corrosion when the steel embedded in concrete is under
potentiostatic control, meaning that the steel bar is polarized at a fixed potential. This
method is used in research aimed to determine the extent to which Ct varies with steel
potential. When the steel is in its passive state and cathodically polarized (more
negative potential), the impressed current density is found to shift upon activation to a
lesser cathodic amount or to a distinct anodic regime, clearly defining the activation

event in either case.

As soon as the onset of active corrosion has been confirmed by the methods
mentioned above, the next step is demolition of the specimen for a visual inspection to
confirm the existence of corrosion. Immediately afterwards, concrete powder collection
is made, by grinding, drilling or crushing the trace of the rebar on the surrounding
concrete to depths < 1 to 2 mm.[10] Since concrete is a heterogeneous medium
(hydrated cement paste, fine and coarse aggregate), it is important to ensure that of the

proportion of cement paste to aggregate in all samples collected is nearly the same.[10]
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The final step is to perform the determination of the chloride content by a suitable
assaying method depending on the desired form of expressing the value of C+. Since
this investigation will focus on total chloride content by weight of cement, the focus will

be on chloride analysis methods applicable for that expression.

Standardized procedures to determine the total chloride content developed by
ASTM and RILEM (International Union of Laboratories and Experts in Construction
Materials, Systems and Structures, acronym in French) can be found in the literature
FDOT (Florida Department of Transportation) follows its own method based on
potentiometric titration using ion selective electrodes.[22, 89, 90]. This later

methodology was chosen for much of the research proposed here.

B.6.3 Chloride Corrosion Threshold: Influencing Parameters

In the literature there is wide scatter of data on values of reported C+. In some
cases that variation is by more than two orders of magnitude. Part of that scatter reflects
that the experimental work regarding Ct has been neither systematic nor consistent,
with most of the experimental assessments following methodology that departs to some
extent from the others. Consequently much uncertainty exists when attempting to
comparing data from different studies. Hence nominal, conservative values of Ct tend to
be adopted for design purposes. For example, a Ct value of 0.2% by weight of cement
for carbon steel bars was proposed in a study performed by Clear in 1976, for the
design phase and for durability forecast of reinforced structures [91], but the range of
0.2% to 0.5% is also often considered. Despite the scatter, some general trends have

been identified indicating that the value of Ct depends on many parameters. In addition
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to the type and amount of cement in the mix such parameters include: condition of the
steel surface, exposed area of the steel, concrete properties, oxygen availability at the
steel surface temperature, pore solution composition, w/c ratio, type of chloride salt and
chloride source, as well as the potential of the steel while in the passive state.[5] This
last factor in particular has received little attention in the literature. As it is shown
elsewhere in this Dissertation consideration of that dependence can strongly affect the
projected extent of damage in a structure, and has been chosen for detailed study in the

proposed dissertation work.

B.6.3.1 The Dependence of Cy on Steel Potential While in Passive State

There is increasing evidence that the chloride corrosion threshold increases
substantially when the still passive steel is polarized to potential values more cathodic
than the typical open circuit potential in atmospherically exposed concrete. The latter is
in the order of ~-100 mV (SCE).[83] As a result of that increase, when corrosion starts
at a given location in a reinforced concrete structure and the potential of the steel drops
towards more negative values, macrocell coupling with nearby steel lowers the potential
there as well. Consequently the local value of Cy increases in adjacent regions which

delays corrosion initiation of the passive steel there.

Previous investigators have shown that a negative polarization of several
hundred mV may be needed to attain an increase in corrosion initiation threshold of
about one order of magnitude. However, much of the available data in the literature
shows a large scatter on the values of Ct since experimental assessment was not

conducted specifically to investigate the chloride threshold dependence on potential in
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steel embedded in concrete, instead, other issues were investigated such as: stability of
the passive layer in alkaline solutions, [86] Ct of the steel submerged in alkaline
solutions with salt (NaCl or KCI), [92, 93] C+ of steel embedded in concrete with ordinary
Portland cement (OPC) varying the potential to determine depassivation, among
others.[94, 95] Consequently, the functional relationship between C+ and potential was

affected by much uncertainty.

An experimental investigation that focused on determining the chloride corrosion
threshold dependence on potential was first made by Alonso et al. Their results
indicated that Ct increased when potentials were more cathodic than -200£50 mV
(SCE) and was relatively independent of the potential when it is more anodic than that
value.[9, 10]. They identified a functional relationship (see Equation (1)) with tentatively
identified parameters. However, the trends from Alonso et al. were obtained from limited
test conditions involving a small area of steel (6 cm?) beneath a thin mortar cover (0.5
cm.), conditions that tend to add uncertainty to the values of C; obtained.[10] A
systematic investigation that addresses the issues and uncertainties of the latter
investigation was needed to confirm and validate the dependence of Ct on steel

potential, resulting in some of the work presented here.
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Appendix C Modeling Equations for the Corrosion Distribution Module

As introduced in Chapter 2 the modeling process involves several key tasks that

can be stated as follows:

e Build a model that determines the time dependent ingress of chloride ions, the
locations and times where the chloride threshold is exceeded, and the resulting
distribution of potentials and corrosion currents over an entire structure.

e At each time step, the model needs to recalculate the potential pattern based on
which regions just became active, and reevaluate the local chloride threshold of
the adjacent passive regions. This task effectively addresses a moving target.

e With that reevaluated chloride threshold, determine which new locations will
become active in the next time step, and what will be the new potential pattern
for the subsequent step.

e The model also has to keep track of the accumulated degree of corrosion at each
location to establish where and when the propagation stage of corrosion has
been completed, so that a damage function tally is updated as the structure
ages.

The tasks were addressed in three modules that are described in Chapter 2 and
summarized in Figure C 1. The chloride concentration at the rebar surface, determined
at every time step, is denoted by Cg. As mentioned in Chapter 3, each module

determines the system’s conditions at each time step.
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Chloride transport /activation module

Cc, at each node If Cg > Cr nodeis Anodic dissolution is
compared with . declared active for . assumed to occur at
previous time step next time step active node

Corrosion distribution module

' N\ { N 4 N\
Based on Results in E; for next
corcr;gsT o%utztgso?g?e el passive/active time step, calculated
at each element characteristics of steel new value of Cr at

in previous time step each node
\ S

L J

Surface damage evaluation module

4 N

' N\ ' ™
TR | gy e | g | S
each node is : surface is declared
integrated f(t) penetration (P) damaged

Figure C 1 System model modules

The chloride transport part of the transport/activation module is straightforward
with the simple conditions indicated in Section 3.2.2 so no it will not be addressed here,
other than noting that more refined versions of the model could include the effect of
changes in the electric field within the concrete (from the corrosion distribution module)
as an additional term. The Surface damage evaluation module was described in Section

3.2.3.

This Appendix presents additional details on the Corrosion Distribution Module.
For this module the potential distribution within the concrete was evaluated as follows
under a 1l-dimensional scheme. A simple rectangular section system with a single
lateral flat steel surface is considered first. Per Figure C 2, using the principles of
conservation of charge and assuming that the corrosion macrocell current travels

through the area of concrete Ac along axis z and is progressively increased or
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decreased as it sinks or is sourced at area of steel As, the net current density on the

steel surface at elevation z is expressed in Equation (23).

S/ LT

£y
o

T e,
/ \Ac =w X,

A dE
¢ dzo- z
) dE
i As = _ACE 2 O’Z+ACEO' z+dzo-z+dz

Figure C 2 Idealized current flow and potential relationship in a concrete slab with steel
as a flat plate on the side

. Ac d2E+dE do
s = w Gdzz dz dz (23)

where o: electric conductivity of the concrete.

Extending the concept to the case of a concrete column where the steel is no
longer a flat plate but instead is the external surface of a rebar assembly yields the

situation described in Figure C 3 and resulting in Equation (24).

s =4sF\% a2 T @z az (24)
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As = mpSFdz

S F As
@ 2 "~ Ac
Ac =mT— e . ..
4 in linear derivations:
As=wdz
|.L.| npSFgz = w gt
w = npSF
 Ac d2E+dE do
s = w dez dx dx
Ac @* 1 @
w "4 7@SF _ 4SF

Figure C 3 Idealized current flow in a reinforced concrete column

The equation for is was solved using finite difference method with the following

formulations:

d’E 1
— =13 (Ey+1 —2E, + E,_,) 25)

d_E . Ey+1 - Ey—l

dz 2Az (26)

dO’ _ 0}’+1 - O-]/—l
dz ~ 2Az (27)
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Equations,(29), (30), (31) were then implemented by relating is to the local
potential (with additional accounting for local resistance polarization) as described

under sections 3.2.2 of the main body of this dissertation.
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Appendix D Probabilistic Damage Projection®
D.1 Principles of Probabilistic Corrosion Damage Projection

As a preamble to this Appendix, the reader is referred to the introductory remarks

given in Section 6.2 prior to the start of Section 6.3.

As detailed in Ref [3] from which part of the following is extracted, ts for a given
element in a Class may be viewed as a function of parameters such as Xc, D, Cs, Cr,

etc.:

ts = f(X¢, D, Cs,Cr ...) (28)

If the values of all the parameters other than Xc were kept the same, then the
value Xc of Xc that results in damage appearing at time ts < t, could be expressed as a

function of the other parameters such as:

XCI = f(tSl D; CSI CT ) (29)

For generality, a series of variables Xc,V»...V, can be considered where V5,...,V,
represent all the relevant factors other than Xc. Thus a more general form of Equations.

(34) and (35) is:

ts =f(Xcr,Vay oo, Vi) (30)

® This appendix includes previously published material from a publication of which the author of this
dissertation is the lead author [47].
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Xor = f(ts, Voo, V) (31)

In an actual structure these parameters are subject to variability that can be both
systematic (for example changes with elevation) and probabilistic (such as changes in
batch-to-batch of concrete). It will be assumed that the structure can be divided into
separate Classes such that within each range the values of variables X¢, V»...V, obey
independent probability distributions. In the following, Classes will be numbered

1,2,...i....N;, and elements within each region will be numbered 1,2,...j...N..

Calling Py the probability distribution function for variable Vi in region i and

Paumi1i(Xcs), the cumulative probability for Xcs, the PDF takes the form

Nd(t)/N = (12 N;) 2 N; J' j Paumii(F(t, V2,..Vp)) P2i(V2)...Pni(Vy) dV2...dV,

V2 Vn (32)

where Nd(t) is the number of elements in the entire bridge reaching damage declaration
at age t, N is the total number of elements in the bridge, and N; is the number of

element in Class i.

For the model implementation addressed in this report, the relevant variables
have been chosen as V.= Cs; V3=D; V4=Crt; Vs=t,, of which only Xc, V. and V3 are
distributed while V4 and Vs are constants within each Class. Variability in Cy, however
will be implemented explicitly via the dynamic evolution models, and implicitly via
variability in Cs as noted later (Appendix E). Because in the cases of interest t, tends to
be small compared with t;, variability in t, will not be addressed but that choice is
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deemed to be of little impact on the model output. Assuming simple Fickian chloride
diffusion, time-invariant chloride diffusion coefficient and surface concentration results in

ts being given by

D (erf 1[1 - CTB (33)
CS
and

'\',d““) iz I j zmerf( DP(Cs)P(D)dcwD .

where DI, Csli and Dh;, Csh; represent the lowest and highest values, respectively, of D
and Cs, in Class i. The total projected damaged surface area S(t) in the substructure at

age tis then:

S(t) =Nd(t) - A, (35)

The choice of parameters defining the probability distributions of Xc, Cs and D as

well as the integration limits for each Class is addressed in Appendix E.
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Appendix E Integrated Predictive Model’

An Integrated Predictive Model was developed as part of a project conducted for
the Florida Department of Transportation (FDOT) to create a prototype next-generation
model that incorporates both probabilistic parameter distributions, the effect of PDT, and

other advanced features reflecting the state of the art in this type of application.[47]

The model version is intended to serve as a working prototype for evaluation and
subsequent adaptation by FDOT into user-compatible platforms that may include
versions for internal FDOT use, and versions for incorporation in the Structures Design
Manual and related documentation for a broader audience. Internal default values for
parameters in the alpha model include provisional entries (see Table 6) that are
updatable as new information or improved interpretation of existing data becomes

available.

Eventual use of the model for decision making purposes is contingent on
subsequent finalized adoption of an appropriate set of parameter values as well as
updated simplifying assumptions as needed. The model receives user input on the
makeup of a bridge substructure (highest corrosion risk region) including for each type
of component, the structural configuration, materials of construction and service
environment, and develops an output consisting of the corrosion-related damage
function for a long period (e.g. 100 years) for each Class of structural/environmental
combinations and for the structure as a whole. The following functionalities are

incorporated.

" This chapter includes previously published material from a publication of which the author of this
dissertation is the lead author [47].
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E.1 Structural Components

The model addresses three types of structural components: square piles,
rectangular footings, and round columns, each having type-specific external dimensions
and steel clear cover. The clear cover can be either as prescribed by the SDG
according to the environmental classification of the service environment (see next item),
or user-selected if the effect of variations from prescribed values is to be explored. The
rebar size is selectable as well. Based on the type and size of the component, a fraction
of its surface is assigned to one of four chloride penetration regimes: flat wall, 2-way
corner, 3-way corner and round.[96] For square piles of side dimension Y the perimeter
of the cross section is 4Y, of which a fraction 8*(Xc) /4Y (where Xc is the steel cover) is
deemed to correspond to the length of the perimeter representative of a 2-way corner
exposure geometry, and the rest (4Y-8*(Xc)) /4Y to the flat wall exposure geometry. A
comparable assignment based on rebar cover and dimensions is made for the
parallelepiped footing geometry to assign fractions representative of flat wall, 2-way

and 3-way corners. For round columns, the entire surface is assigned a round condition.

E.2 Exposure Conditions

Each component type can be distributed (by specifying number of components in
each) into two main types of exposure conditions: in water (IW), and in soil (IS). For the
IW type there are 4 sub-exposure types: submerged near surface, tidal zone, splash-
evaporation, and atmospheric (S, T, SE and A, respectively). The model does not
require user entry for the total absolute elevation range at-corrosion-risk, which has

been internally set at 16 ft starting 2 ft below the bottom of the T condition region, as a
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placeholder to represent typical conditions in marine substructure. However, user input
for that range size as well as for the fraction assignations given next can be easily
implemented in new model versions if desired. The sub-exposure type fractions of the
total elevation range are assigned as 1/8, 1/8, 3/8 and 3/8 of the total for S, T, SE and
A, respectively. Square piles and columns are assumed to be of uniform cross section
and exposed laterally to the entire range, so the corresponding at-corrosion-risk area
fractions are given by the same values. Footings are assumed to be exposed only to the
S, T and SE regimes, laterally as well as on the top surface for the SE regime, with the
corresponding surface area fractions calculated accordingly by simple geometry. For
the IS type there are two sub-exposures types: buried and atmospheric (B and A,
respectively), each spanning a nominal height of 8 ft for piles and columns and
assigning each ¥ of the at-risk area. For the footings the B and A elevation ranges are
assumed to be 5 ft each, with area fractions obtained by appropriate calculations. More
complicated structural member geometries, including for example columns on top of
footings can be incorporated for each of the exposure condition types at the discretion

of the Florida Department of Transportation following the same procedures.

For the IW and IS components, three environmental classifications (Extremely
Aggressive, Moderately Aggressive and Slightly Aggressive) can be selected by the
user. By selecting an environmental aggressiveness, default values for the chloride
concentration in water, chloride concentration in soil, and concrete cover are assigned

in accordance to the SDG. Those default values can be modified by the user as well.

150

www.manaraa.com



E.3 Concrete Properties

Each component type is assigned an FDOT concrete class ranging from
concrete class | to concrete class VI. In the present model implementation, for simplified
generic calculations each concrete class is assigned a time- and space-invariant value
of chloride ion diffusion coefficient, with a baseline provisionally abstracted from the
present body of properties information from FDOT reports and related data. The
baseline values for the concrete classes are listed in Table 6. As a first alternative to
default values, user-selected values of the diffusion coefficient can be directly entered in
the worksheet to replace the baseline value. As a second alternative, the user can have
the program obtain an estimate of the diffusion coefficient based on concrete cement
factor, percentage of pozzolanic or slag cement replacement and water-to cement ratio.
The calculation is performed using the relationship developed under FDOT project
BA502 [39] to estimate concrete chloride diffusion coefficients, based on regression of
field data from a group of bridges about 10-years old and built with modern concrete

formulations. That estimate is best applicable to the higher concrete class types.

Once the diffusion coefficient is set, a multiplier is assigned based on the ratio of
rebar diameter @, to concrete cover Xc to reflect the increased rate of chloride
accumulation due to the obstruction presented by the rebar. The value of that multiplier
(1/Tf), related to the ratios of ®/Xc and the C+/Cs, has been abstracted from work
developed in prior FDOT projects assuming a flat wall regime with the presence of a
single rebar. [24,32] Additionally, the value of the chloride diffusion coefficient is further
conditioned (to obtain a fictitious equivalent value) by adopting a multiplying factor to

correct for the geometric regime effects (2-way corner, 3-way corner and round) based
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on characteristic correction factors developed in an earlier FDOT project.[38] For the
case of the round columns, the factor is a function of the ratio C;/Cs and the ratio of the
radius r of the column to concrete cover Xcops COrrected for the rebar obstruction effect.
Reference [39] reported values only for Xcops/r = to 0.1, 0.2, and 0.3; therefore the
correction in the present version is constrained to those values. Cases with Xcops/r
values less than 0.1 or greater than 0.3, are approximated as having a value of 0.1 or
0.3, respectively. All these geometric adjustments are slated for more refined treatment

in future versions of the model.

The same FDOT project that developed a Tf adjustment to correct for rebar
presence in a flat wall also investigated the case of a 2-way corner with a single rebar
presence.[32] Results were comparable with those obtained assuming a 2-way corner
geometry without correction for rebar obstruction effect, likely because the corner
geometry already incorporated a strong multi-dimensional aggravation of chloride
ingress. Therefore, in the present model chloride penetration in a 2-way corner
geometry regime was not adjusted for rebar presence. For the case of a 3-way corner
there is no available information at present on the effect of rebar presence, but by
analogy with the 2-way case no correction for rebar presence was made in this situation
either, it is suggested that the rebar presence effect in 3-way corner geometry should be

examined in follow-up investigations.

Following practice from previous probabilistic model realizations in FDOT-
sponsored modeling efforts, the chloride diffusion coefficient distribution was

represented by a normal distribution with an average value equal to the baseline after
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being modified for the appropriate adaptations indicated above, and with a coefficient of

variation and upper and lower limits values as listed in Table 6.

Notably, the present modeling approach does not include time-variability of the
chloride diffusion coefficient, whereby some reduction in value would be projected as
the structure ages.[98] That feature is not included because much on the information on
chloride diffusion coefficient developed by FDOT has been obtained from cores
extracted from its structures at mature ages (e.g. typically >10 years [42]), in the form of
effective long-term diffusion coefficient values. It is those diffusion coefficient values,
rather than values extrapolated from very short term laboratory tests, that are primarily
intended to be used in the model developed under this investigation. This choice of
time-independent diffusion coefficient is somewhat conservative, especially for concrete
with pozzolanic and slag additions where the most pronounced further decreases in the

diffusion coefficient might be expected as a structure ages [76, 97, 98].

It is noted that scarcity of long term data introduces uncertainty in the validity of
expecting a sustained decline in diffusion coefficient in the long term. Indeed, in the Life-
365 program [97] credit for beneficial aging is suspended for that reason for periods
beyond about 3 decades of service. Hence, the extent of conservativeness introduced
by using the present approach is limited as it concerns a relatively short relative time
period before other uncertainty sets in. The potential beneficial reduction in diffusion
coefficient would be limited as well due to its dependence being expected to follow only

a fractional power law.[97]
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Nonetheless, additional features for future development have been included in
the model as placeholders. These include: a) the use of the rapid chloride migration
coefficient (Drcm) Obtained through the Nordtest NT Build 492 procedure [99] to convert
it into an effective chloride diffusion coefficient, and b) the expansion to admit user input
to obtain chloride diffusion coefficient based on concrete resistivity or laboratory
permeability data, which can potentially be incorporated with the availability of the
output just published from FDOT Project BDK79-977-02.[100] In those cases, provision
to account for an age factor in the value of the chloride diffusion coefficient will be

necessary in future versions of the model.

At present, the model assigns for simplicity the same chloride diffusion coefficient
(representative of the more severe conditions prevalent at the lowest elevations) to all
the elevations within a structural element. The resulting conservativeness may be
reduced as more data documenting lower diffusion coefficients at higher elevations [42]
become available, by implementing user entry for elevation-dependent values. That
implementation is in principle straightforward in new model versions. Likewise, the
model does not make provision for input on local average temperature. Should precise
enough data on chloride diffusion coefficient variation with temperature (within the
relatively limited range existing in Florida) become available, a temperature correction

factor can also be included in future versions.

E.4 Surface Conditions

Each of the exposure types and sub-exposure types noted above has been

assigned a specific value of Cs as listed in Table 6. Those values are provisionally
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abstracted from the present body of properties information from FDOT reports and
related data and capture trends of decreasing chloride accumulation with elevation for
evaporative regimes, and chloride concentration below water. Similar to the treatment of
concrete properties, following practice from previous probabilistic model realizations in
FDOT-sponsored modeling effort, the surface chloride distribution was represented by a
normal distribution with a standard deviation (conservatively selected as noted below)
and upper and lower limits values listed in Table 6. As an alternative, the user can enter

a preferred value of Cs for each sub-exposure condition.

E.5 Chloride Threshold and Rebar Type

For its PDF calculations described in Appendix C, the program has plain steel
(PS) as the default rebar material, and as alternatives options: galvanized steel (GS),
‘MMFX” (ASTM A1035) and a generic austenitic stainless steel (SS). The assumed
value of Cy for PS is a value equal to 0.04% of the nominal CF of each of the concrete
classes, which is listed in Table 6. For the other materials the default value of Ct is
adjusted by a respective multiplier also listed on Table 6. All those values have been
provisionally abstracted from the information available from FDOT previous
investigations and other literature sources, but are included primarily as placeholders for
future development and do not constitute an endorsement of specific products and

materials.

The defaults can be overridden by the user if alternative scenarios are to be
explored. Variability in Cy for the PDF calculation is implemented implicitly to some

degree via the amount of variability conservatively assumed for Cs, since the time to
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corrosion initiation is not a function of Ct by itself but, per Equation (33), of the ratio
C+/Cs, so variability in Cs results in variability in the ratio even if Ct is constant. The
program introduced additional, time-variable dispersion in Ct; via the subsequent

conversion of the PDF into the PF by the procedures described in Chapter 6.

E.6 Propagation Time

A default flat value of 5 years has been assigned to the value of propagation time
tp, representative of the choice used in previous FDOT projects for the development of
predictive models, and per the arguments for limited need to capture variability of this
parameter. However, the default can be overridden by the user if alternative scenarios
are to be explored, especially for the case of SS rebar, where there are indications in

the literature that much longer corrosion propagation times may develop.[101]

E.7 Limit State

A corrosion related damage limit state of 2.3% surface damage (that may be
viewed as being comparable to the limit value adopted by LNEC, an European agency
[102]) has been incorporated as a default for rapid informal contrasting of results
against an assumed durability goal, either for specific structural/environmental Classes
or for the entire bridge. That default value is presented only as an example, as the
development of a corrosion related damage limit state, which may have different values
for specific Classes and a different meaning if applied to the entire structure, is an open
issue to be decided by FDOT in future discussions. The default value can be overridden

by the user to explore alternative scenarios.
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Table 6 Concrete and steel bar properties for modeling parameters

Notice: These values are provisional selections intended primarily to establish model functionality. Subject to update
and modification pending subsequent data evaluation, and decision on implementation of the program

Chloride Diffusion Coefficient, D
D/in*y* 1 0.3 0.1 0.025 0.01 0.0075
Concrete class I Il 11 v \% VI
Distribution formulation mean [ standard deviation Io_w«_ar upper
sd limit limit
D 25% 3 xsd 10xsd
Chloride Surface Concentration, Cs
Cs/ pcy
Cl Concentratlo_n in Water / ~6000 S_q. Footings Columns
ppm: Piles
Submerged 15 15 15
Tidal 40 40 40
Splash-Evap. 40 40 40
Atmospheric 15 15
Cl Concentratlo_n in Water / <6000
ppm:
Submerged 7.5 7.5 7.5
Tidal 20 20 20
Splash-Evap. 40 40 40
Atmospheric 10 10
Cl Concentratl_on in Soil / >2000
ppm:
Buried 10 10 10
Atmospheric 10 10 10
Cl Concentratl_on in Soil / >2000
ppm:
Buried 7.5 7.5 7.5
Atmospheric 7.5 7.5 7.5
Distribution formulation mean W dstgndard lower limit upper
eviation sd limit
Cs 25% 3xsd 3xsd
Chloride Threshold, Ct
Type of rebar Plain Steel  Galvanized MMFX 316L 316L-clad -
Multiplier 1 2 4 10 10 -
Concrete class 1 2 3 4 5 6
CF / pcy 544 575 600 650 700 752
C+/ pcy 2.18 2.30 2.40 2.60 2.80 3.01
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Reproduced with parmissian from NACE Internationsl, Houston, TX, All righte reeaned. Publizhad in the
MONTH, YEAR Issun of JOURMAL, @ NACE Intemational YEAR.

C. Standards
STANDARDSTECHMICAL COMMITTEE REPORT NAME. & MACE intamalional YEAR. Al righls resanasd
by MACE. Reprintad wilh permission. NACE standards are revised pedadically. Users are ceulicned fo
ablain the lainst edilion; information in en outdedad version of the standard may not be scouresa.

" Madificalions to Rotations; Other rofarance wording can be usad, but must be approvied by NACE in wiiting in

advana,

A5 batwean NACE and Pubisher, Publisher acknowiedges that MACE owns all aghts in the Works. Publishes shall nod be onfiied
o any compensation for its effarts in promoting tha Wk

THE WORE 15 FROVIDED "AS 15" ALL EXPRESS OR IMPLIED COVENANTS, CONDITIONS, REFRESENTATIONS OR
WARRANTIES, INCLUDING ANY IMPLIED WARRANTY OF MERCHAMTABILITY OR FITMESS FOR A PARTICULAR
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FURPOSEE OR COMDITIONS OF ACCURACY, COMPLETEMNESS OR QUALITY AND THOSE ARISING BY STATUTE O/
OTHERWISE IN L&W, ARE HEREBY DISCLAIMED.

IN WO EVENT WILL NACE BE LIGBLE FOR ANY DIRECT, INDIRECT, PUNITIVE, SPECIAL, INCIDENTAL OR
CONSEQUENTIAL DAMAGES IN CONNECTION WITH OR RELATED TO THIS AGREEMENT {INCLUDING LCSS OF
PROFITS, LSE. DATA, OR OTHER ECOMOMIC ADVANTAGE), HOWSOEVER ARISING.

This Agreamant and the rights grantad herain may be arminsled immediately by NACE upon breach ol his Agresment by
Publisher, Unless earker tarminated, (his Agresmant and the righés granbad heein wil awomatically terminate § manths from the
Ot sat forth abowe, I the Work has nol bean published within that Sme penod, a now Agreement must be cbtalned,

Fublisbermay rat, directly or indirecty, sall, assign, sublicense, sasa, renl, distibule, or atherwise ransfer ihis Agreamant or
any nights grantad hareln, withoul the prior written consent of HACE,

If arry provision of this Agrmamant is found to be uranlerosable, (hem this Agreement shall be deamed 1 b ameated by
maditying such presialon to the exbant nsceesary ta maks it izgal and anforceable whils praserving its intand. The remainder of
Ihis Agraamenl ghall nat be aflected by such modificetion.

Thie Agreamenl does not araate, and shall not be corstrusd 10 creste, any amployer-emphoyoa, joing vanbune or pasnerahip
ralafionghip hetwasn the partion. Mo oficen, arployes, agent, serdant or independant conlrasion of aihar parly shall ot any fima
ba desmed to be an employes, serant, agent or contractor of any ather party for any purpose whalsoever.

This Agreement shall be govemed by, and construsd and enlonsad in oo ance with, e ks of 1ha State of Takas withoul
magand to the choica of law provisians of that Stals,

Thig Agaeermnant shall only be sffectva if signed by sulherized representalives of bofh parlies. This Agreamend constibiles tha
arilitg Agresmant batwaan the parties with reapest o e subject matiar of this Agreement. Amy change, modificatian or waheer
herein mist be inwiiting and signed by aulhorzed repretanlaies of bath parkas.

Cither Tarms & Conditions:

Publigher heraby requests permission to publizh the paperiartice described above and agrees o comply with oM
Terms and Conditions lizled above.

Fequast submithed by, uas] approved by MACE:
Andren N “Siuchez amefa W

Printad Narme Printed Mama

Cuakate Ve-enon Aokt A dience Develppus # oy

5|
Date !

Request agread to by

i

M

Laad Author Printed Mame

Gdnk Reseron Assistauk

ﬁ_ﬁ; 7014

PemissonoP ubishHACECopy
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Reproduced with permission from NACE International, Houston, TX. All rights
reserved. Paper 4118 presented at CORROSION/2012, San Antonio, TX. © NACE

International 2014.

% Permission to Publish it Y
& E NACE International Fan, T T
g T Copyrighted Paper/Article . Fan: 201-228-8318

Dale;

Mama: . 'I'Iﬂﬂi_{;jﬂﬂll-{’ Mﬂh jﬁﬁfﬁ;‘&‘-ﬁ'_
Company ["Publishe™); [MU&"E‘H‘I"‘J wtt Sotn Flarida
agcress: QW02 € Taoler Aue | ENG 1%y TAmm, FL, 23by7
Tel: Fax:
Em:ai Wit eda
Publication Media: Chack the applicatie Bo;

O Magazinellournal [“Periodical®): , lssue:

O Web Sile URL ("Wab Sita");

Circle the source:

MACE Imematonal [MACE') heralry grants o “Putdlishar the fght i puilish the Wark wilzing he Publcation Media elecied
above. To ihe axtant the Publication Mada iz a Pancdical, tha publication right Is limited 1o publicatian in the spacilic Issue
imaniified abowe of the Parodical ienlified above and Lhis dght ehall auiomatically Laminste upon the dede of lsswa of the
particular leaws of e Perodicsl, wheiher ar not such Work is aciuslly published. To the exient the PubBcalion Media is 8 Wab
Site, the publication right is limétad to publicalion at the specific Web Site ldanifed above, Any right granted hessin is a limitad,
rar-iransfarable, non-esclusive righl. Mo olhes dghts in the 'Work ans gramed herein, The Publsher agrees to hold MACE
harmiass and indernnily NACE against any and all legal action and expenses arising cul of the Publiehais use and ediing of
RACE material,

Mabaithstanding tha faregoing, Publisher may edi ar otherwise modify tha Wark a8 reasonably necsssany bo aconmimosabs ha
slyle and size requiremesnts of the spachic publication so kang a3 the pubkshad Work that will appear In the Pulblication remairs
suhstantia ity simiar o e ongenel Wark. Any such parnitbed edit or medilicaan ahall maintain tha inmagetty of the ovarmall orginal
Wilars,

Publishar shall obtain a sopy of the orginal Wark directly from MACE inbernadional and shal nof vlilize copies of the Work fram
u&:mmlnmﬂmﬂnaﬂviu Publigher shall include on the published wersian of the Wark S narmes ol all aulhons sted
an tha ariginal Waork,

Thie Publlishiar ahall nclude B folowing applicabla Copyright nolsian with any publication af the Wark:®

A, Caonfarance Papar
Fapmdircad with permission from MACE Indernatioral, Housion, TX. All Aghts recarved. Fapar MURMBER
pragented sl CORROSIONTYEAR, City, Stata. @ MACE Imematkonal YEAR,

B, Magazinallournal Article
Reproduced with permission from MACE Infernational, Houston, TX. Al righls resenved. Published in he
MONTH, YEAR igsue of JOURMAL. & NACE Iniersalional YEAR,

., Slandards
ETANDARDESTECHNICAL COMMITTEE REPORT MAME. © NACE International YEAR. Al righls raserved
by NACE. Reprintad with permission. WACE slandards are revisad periodically, Users are cautioned lo
ohitaln the kalest adition; informeson n an ouldated wesion of the standard may not be accurata.

* hodHications o Motalions: Other reference wonding can ba used, but must ba approwed by NAGE In wriling in

aduatice.

A3 betwaan MACE and Fublisher, PubSsher acknowledges that MACE owna all fights in tha Warks. Publishier shall not be smtfiiad
o any compansalion Tor ks effars in promaling e Work,

THE WORK 15 PROVIDED “AS 157 ALL EXPRESS OR IMPLIED COVEMANTS, CONDMTICNS, REFRESENTATIONS OR
WARRANTIES, ICLUDING ANY IMPLIED WARRAMTY OF MERCHANTABILITY OR FITHESS FOR A PARTICLUILAR

PesmissiortoPu blishWaCECopy
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PURPOSE OR CONDITIONS OF ACCURACY, COMPLETENESS OR QUALITY AND THOSE ARISING BY STATUTE OR
DTHERWISE IN LAW, WRE HEREEY DISCLAIMED.

IN NO EVENT WILL NACE BE LIABLE FOR ANY DIRECT, INDIRECT, PUNITIVE, SPECIAL, INCIDENTAL OR
CONSEQUENTIAL DAMAGES IN CONNECTION WITH OR RELATED TO THIS AGREEMENT (INCLUDING LOSS OF
PROFITS, USE, DATA, OR OTHER ECONOMIC ADVANTAGE), HOWSDEVER ARISING.

Thig Agreamant and the rights granted hersn may be leminalsd immediataly by MACE wpon breach of thés Agreemeant by
Publisher. Unless eariar terminaled, (ks Agraement and the rights granted herein wil aubarralizally aminste S manths froem he
Date sal torth above. IF the Wark has not been published within thal Sme pericd, a new Sgreement must be chiained.

Publisher may rot, diracly or indirectly, sall, assign, sublicense, lsases, renl, disiibube, of alharsdsa transfar this Agrasmant or
any rights grantad harain, withcul the priar written consent of NACE,

I amy provision of this Agreamand i found 1o be urerdorceable, han this Agreamant shall be deamead o be amended by
modifying such provigion b the axtant necassary % maka i iegal and anfaroaable whila presarving is intsnt. The rermalnder of
this Agresmanl ehall not be affacted by such modification.

Thig Agresment deas not crasks, and ahall rob be corstnied io creste, any employer-amployes, joint venbure or partnership
ralatianship batwoen the parées. Mo offices, amrployes, sgenl, servant or independant contracior of sither parly shall & any fime
ba deemed to ba an employes, servant, agent or contractor of any other party for any purpase whalscever.

This Agreement shall be govemed by, and construad and enfoncad in Bcoordancs with, the kwe of the Staba of Taxes, wihowt
regard ko the chickca of |aw pravisians of that State.

This Agraemenl shall cnly ba etfective if signed by aulhorized representatives of boin parties. This Agreamant conetihuies the
artie Agrsamand betwean He pares wilh reepec 1o the subject raller of this Agresment. Amy changs, modification or walwer
hengto mael be in witing and signed by acibarred mpeetantatives of bath paries.

Oiihar Tearms & Conditions:

Pubfigher hereby requests permission to publish the paperfarticle described above and agrees to comply with sl
Tarms and Conditions listed above.

Request submilted by, Request approved by NACE: ‘

W& E&ﬁ:ﬂ%ﬁf _ Yo

Gubole heseath Meciodk

G M

Crate

<|e| zory
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F.2 Permissions to Publish Contents in Chapter 3

Reproduced with permission from NACE International, Houston, TX. All rights

reserved. Paper 2704 presented at CORROSION/2013, Orlando, FL. © NACE

International 2013

Permission to Publish ottt ekl SO

4% 3 NACE [nternational Housten, TX 77054

PRI R o F Copyrighted Paper/Article Fuc 2812286315
Dafe: o
Name: ._m@mfm_ _&M_ﬁmwm
Company {"Publizher”):
Addreg: 5'1:, FL, 332620
Tal Fan:

Email: _ﬂﬁum_i.@.mi val. eda

Fublication Media: Check the applicable Box:
O Magazinedlounal ("FPeriodical™): lasue:
O Wb Site URL ("Waeb Sika");

Circla the saurce: Matsvials Performance CORROSION Conference Fq;;“* Standards

paprvi o Tl bl Dot (oo “Thresndd v Devs g ol_Ceuscele

(e fre T i fost_(Work') Conference Paper No.fYear: _ 2.1 ot IE Zol5
A. f:mvc&

NACE Infernational (NACET) hereby grants to “Fublisher” the right to wwahmwmummm Fublication Madia elacied
abowa, To Whe exterd tha Publcation Medis is a Periodical, the publication right & limited o publication in e specic (ssus
itenifed sbove of e Perdodical identified above and this right shal sutomatically serminato upon [he date of Esue of the
particular Issue of the Pericdical, whether or rol such VWork is achuslly published. To the extent the Publication Media is a Web
Siter, the publcatkon right s Emiled o putdicaion al ihe spacific Wb Site ldentlied sbove. Amy rightgranied haredn & 8 imied,

non-ranalerable, non-exclusive righl. Mo other rights in the ‘Work are granisd herein. The Publisher agreas o hald MACGE
harass and indamnily MACE against any ard all logal action and expenses ansing oul of the Publishers use and adiling of
NACE matesial

Wabwilhistanding the foregoing, Publisher may edt or othersdése moolfy the Work &5 reasonably necessary §o accommodabe the

style and sTe reguiramants of the speclic pubkcalion so long a5 e published Work thal will appaar in the Fublication remains

::b:anh’ﬂ:,r simniliar to the original Work. Any such permitied adf or modéication shall maintain the inbeg ity of te overal argssal
ang,

Fuhlisher shall phisdn & copy of the origina Work dirsctly fram NACE Inlesnational and shall not ullize coples of the Week from
ather sourcas, including he authons). PubBshie shal include on e published verson of (he Wark T namas of sl author Bgled
an the origingl Work

Thir Puilishar shall inciude the tollowing applcable Copyright notation with sy publcation of the Wari:®

A Conference Paper
Feproduced with parmission from MACE intemationsd, Houston, TX, Al dghts resnrvad, Paper NUMEER
prezented al CORROSIONYEAR, Cily, Stala. & NACE Intamational ¥EAR.

B. MagazineiJowrnal Article
Raproducad with parmission from NACE Intamational, Houelon, TX. All dghts reserved. Publshed in the
MONTH, YEAR issue of MOURNAL, & MACE Intamstional YEAR.

€. Standards
ETANDARDSTECHRICAL COMMITTEE REFORT MAME. © MACE Intannational YEAR. All rights resansmed
by MACE. Reprinted will parmission. NACE standards are reviesd parodcally. Users ara cautioned to
abairy the [atesd sdilion; indarmalion in an cutdatsd varsion of the clandard may nol be aceurate,

* Modifications o Notationsg: Other raferenco wording can be wsad, but must be approved Dy NACE in wriling ko

acvancs,

£ bebwsen NACE and Publizsher, Publisher acknowkedges that MACE cans al dghls in lhe Weodke. Publisher shell nod be entitied
o gy compansation for its efforls in promoting the Wiork.

THE WORK IS PROVIDED "AS I12" ALL EXPRESS OR IMPLIED COVEMAMTS, CONDITIONS, REFRESENTATIONS OR
WARRANTIES, INCLLIDIMNG ANY IMPLIED WARRANTY OF MERCHANTABILITY CR FITHESE FOR A PARTICULAR

PermissiontcFubishMACECory
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PURPOSE OR COMDITIONS OF ACCURACY, COMPLETENESS OR QUALITY AND THOSE ARISING BY STATUTE OR
UTHERWISE IN LAW, ARE HEREEY DISCLAIMED.

IN NO EVEMT WILL NACE BE LIABLE FOR ANY DIRECT, INDIRECT, PUNITIVE, SPECIAL, INCIDENTAL OR
CONSEQUENTIAL DAMAGES 1N CONNECTION WITH OR RELATED TO THIS AGREEMENT (INCLUDING LOSS OF
PROFITS, USE, DATA, OR OTHER ECONOMIC ADVANTAGE), HOWSOEVER ARISING.

Thiz Agreesment and the rights gramed herein may be lenminated immadstely by MACE upon breach of tis Agreament by
Fubdisber. Unless epdier fenrinatod, this Agreamant and the rights grared harein will auiomaticaly femmirals B months om the
Cute eal farth above. Hihe Wark kag pol boen publisked within thal ima period, o nes Agreament musl be obiainsd.

Putdlahar may nod, dissclly or indiectly, sefl, asskan, seblcansa, lease, rent, distribuie, or otherwise fransfer this Agreamant or
any rghts pranled heesin, withaw the pricr weiltan corsant of MACE.

I amy provision of tis Agreement is found b be unenforcesbile, then this Agreamand shall be deemed B ba smendad by
midifying such provisian b the exient necessary 1o make il legal and enfoneeable whils praserving ile infenl. The remainder of
this Sgraamant ghall not be affesied by such madificabion.

Thig Afreerrant daes not credle, and shall not be construed to creata, any employer-smployes, joint vanhre or parineeship
redalionship bahwean tha paries. Mo eflicer, employes, agend, sarvant or ingependand conbractorn of eilher pety aball = any lirs
b deamed to be BN amployea, servanl, agant or contracior of mny olhar paity for any pupose whalsoever.

Thiis Agreemant shall be govemed by, and consinued end anforced in accordanca with, the laws of the State of Texas, wihout
regard in tha chalce of law provisions. of thal State.

This Agrearment shal anly be afactive if signed by authorized reprosentatves of both parties, This Agresment constitules the
enlire Agreement between the partias wilh respact 1o the subject matier of this Agreement. Any change, modificalion or walver
harretta must ba inowriting and sgnad by authorzed reprasenlalives of both panies.

Oear Terms & Conditians:

Publisher hereby requests permission to publish the paperiaricle describod above angd agrees o comply with all
Terns and Conditions Ested above.

Requeat submibied by

Loandoall Veseaich Aesictaat

slel 2oy
Datk |

Refquist agread to by:
ultites

Laad Author Printed Mama

MM

514 | 2014
Data T |
FrmggseniPublshHACECupy
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Reproduced with permission from NACE International, Houston, TX. All rights
reserved. Paper accepted in the April, 2014 to be published in CORROSION. © NACE

International 2014.

(o Permission to Publish NAGE biorafonsl
NACE International Houstom, TH 77004
THEAR WA TI0MH A cap}'ﬁghtﬂd PHFE“'MFI:IE I:L'::ﬁ‘h??ﬂ-ﬂ;:ﬂ
Date: D

Mame: wchét rite:_{=atunle  Respaccl Assisdout
Cormngany (Publieher)_Uwiversaly  of  Sooly TFlonda
Addrass: ] LELETD
Tel: : o ____ Fax
Emait:_A5ancies L mal vl edo
Publlcation Maedia: Check the applicable B

O MagazineMourna (*Periodical®): |sgua:

@ Wb Site URL ("Web Site"); ¢ ' 12 oo

Circle the scurca:
Paperirticle Tile:

ACE Interrational (MACET heraby grans b Pubishar’ the ight fa publish the \Work uilizing the Pulfcalion Meda elected
abovia, To th modard tha Publicaion Medsa is a Perdodics), tha pubicstion rght is Bmilesd 10 publication in fhe specific [sue
ideniified abave ef the Perodienl identified abowe and this righl il sulomaically terminate upon the date of swe of he
particular lssue of the Parodical, whelher or not such Work i actunlly published. To the axtand the Pubicalion Media k= 8 Web
Site, fhe puisicstion dehl s Emiled io publicalion al the specilc Web S#n identified abeve. Ay right aranted hesen is a limed,
an-transiaratls, non-sxciushe right, Mo ather rights: in the Werk are granted berein. The Publisher sgress i hald HACE
hammiess and indemnify MACE against any and all lagal action and expenses arising cut of the Publishers use ard ediling of
WACE madaral.

Meatydthatanding the faregoing, Publisher may adi ar obharisa modify the YWiork &2 reagonably necessary be eccommadate the
shyle and size requirements of ha specific pullization &5 kang &2 the published Work thal wil appesrin the Publization remsine
substanginlly similar i the oniginel Work, Ay such permitted edit or modification shall mainsain hentegrity ofthe ovesall ongiral

Wk

Pusilisher ahall obtaln B oopy of the original Wk direclly from MACE Infernaticnal and shall not utilize copiss of e Wk from
othersaures, Incuding The aushosn(s), Publisher shall inckie on the published varsion of the Waork the names ol all sulhor sled

on the original Wark.
The Pubiisher shall include the following apglicabls Copyright notation wilh any putlicstion of the Week:*

Fieproduced with permission from MAGE Intemational, Houston, T, All rights reserved. Fapar NUMEER
prasented al CORROSIONNYEAR, City, State, © MAGE Imemational YEAR.

B. Magazine/Joumal Articla
Feprodsced with permission fom BACE Internatioral, Houzton, T Al rights reserved, Published in the

MONTH, YEAR issue of JOURNAL. & NACE Imernational YEAR,

G, Standands
ETANDARDETECHNICAL COMMITTEE REPORT NAME. @ MACE Intemational YEAR. All ights reserved
by MACE. Reprinied with permission. HACE slandards ana revised paodically, Usen s cautioned in
abtain the latest @dlian; infarmation in an cuidaled version of the slandard may rot be aceursts.

« wodifications i Nolafians: Other referenco wording can be used, but must be approved by HACE in wiiting v

advance,

A5 batwien NACE and Bublishar, Publisher acknowledges thot MAGE cwna g ights indhe Warks. Publisher shel net ba entillad
1o any compensafion for s efforts in promoting 1ha Wark,

THE WORK IS PROVIDED "AS 15" ALL EXFRESS OR IMPLIED COVENAMTS, CONDITIONS, REFRESENTATIONS OR
WIARRANTIES, INCLUDING AMY BMELIED WARRANTY OF MERCHANTABILITY OR FITHESS FOR & PARTICULAR

PembsionicPubfshhaCECopy.doc
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PURPOSE CR CONDITIONS OF ACCURACY, COMPLETENESS OR QUALITY AND THOSE ARISING BY STATUTE OR
OTHERWISE [N LAW, ARE HEREERY DRSCLAIMED,

I MO EVENT WILL MACE BE LIABLE FOR ANY DIRECT, INDIRECT, PUNITIVE, BFECIAL, IMCIDENTAL O
COMSEQUENTIAL DAMAGES (N CONMECTION WITH OR RELATED TC THIS AGREEMENT (INCLUDING LOSS OF
PROFITS, USE, DATA, OR OTHER ECONOMIC ADVANTAGE), HOWSOEVER ARISING,

This Agreemant and the rights granted herein may be twminaded Immedistely by NACE upon bresch of this Agreamant by
Publishar. Unlass esarfiar tarminaied, this Agreement and the riphts granted hamin wil avtamadicaly lesminate 8 morhs from fe
Data set forlh above. [Fthe Work hes not been publishad within Ehel lima peniod, a new Agraemant must be cbtalred.

Pullizher may ned, directly or indirectly, sall, a22ign, sublicenss, leaes, rent, distribubs, or olharsise fransfer shis Agreament or
arry rights grantad harein, without the prior written consent of NACE.

It any provision of this Agreemand i found o e upendoreesbls, fhen ihis Agreement shadl be desmed fo be amended by
maadifying such proadsion bo the extent necassary fa make i begal and enforceable whils preaendng (ts intant. The remalndar of
thin Agresmant sha¥ nod be affected hy such modificeton.

Trils Agreamard does not creata, and shall not be construed b0 creale, any employeramployes, joint venlune or parinership
relaiionship between the parfies, No officer, amployes, agem, mwdﬂrudmmdlntmmrufdﬂlwpuﬂrmlhtawm
whelsoaver.

be deemed o be an employae. seovant, agent or copdracior of any olher pardy Tor any purpase

This Agreemen shall be govermed by, and conatrued and enforced In socordance with, (he lews of e Skabe of Texas, without
regard b the chaics of law provisions of that Slale.

Thia Agrsamant shall onty be effective I signed by authorzed represantaiives of bof pardiss. This Agraemant conalitules the
enlira Agreament batween the parties with respeact 1o te subject metior of this Agreament, Any change, modification of waiver
herslo musd be inwriing end signed by authorized represantaiives of belh pariios.

Otfvarr Terms & Candiiona:

Putlisher hereby requaests permission to publish the paperianice described above and agrees o comply with all
Terms and Condilions Fled above.

Regurast submitied by: Fequest approvad E

dea L.
Aizet. ] Duesgutctlonct #”

m!! 204 W 'H’I“f

Godoale Resenihn Acgaclaat

Reguest agread 1o by?

o
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Lesad Authar Prnled Mams
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Reproduced with permission from NACE International, Houston, TX. All rights
reserved. Paper 09213 presented at CORROSION/2013, Atlanta, GA. © NACE

International 2009. (PENDING APPROVAL)

& Permission to Publish L i
MNACE International mmgg&;ﬁ-t
ITMTHEARATIAMA L CnpyrlghtEd FapﬂﬂAﬂiﬂlE Fﬂ-‘:« 291-226-6319

Dat&:m_,{_uﬂ_bﬂ
name: Andea  Séaches Tie: Cladoake Reseamn Assistat
Gompany *Publisher)._Uthieisi ly of Soulh Florida

Address: Y101 € Fosdor ' Ade BN® WO, Tampa | FL 35620

Tel: | | Fa:

Email: 36 ezl (wail usé. edw

Puldication Media: Check the applicable Bax:
0 Magazine/Journal ("Periodical): Is5ue:
O Web Site URL ("Wab Site"):

Circle the source:  Materials Performance  CORROSION Standards
Paper/Article Tite: Senace blr,'ﬁrec&hq{, It Cemboned (onenele bal - o
Ohlefidt Thrgsliold "Waork") Conference Paper NoJYear: D215 o

Authors; Eé 5% ] gi . gﬂ'ﬂ'lc_ hﬂd 5 }H

MACE International ("MACE") hereby grants to “Pubilisher” the right fo publish the Wark utilizing the Publication Media electsd
above. To the extent the Publicaticn Media is a Percdical, the publication right is limited io publication in the specific Issue
ideniftied above of the Percdical identified abowe and this right shall automatically terminate upan the date of ssue of the
particular Issue of the Penodical, whether or not such Work |s aciually published, To the exient the Publication Media is a Web
Site, thie publication nght iz limited to publicatien o the specific Web Site identified above. Any right granted herein is 2 limited,
non-transferable, non-gxclusive right. Mo other rights In the Waork are granted herein, The Publisher agrees to hold MACE
harmbsss and indemnify NACE against any and all kegal action and expenses arising out of the Publisher's use and editing of
MACE material.

Hotwithstanding the foregoing, Publisher may adit or cthenwise modify the Work as reasonably necessary o accormmodate tus
style and size requirements of the specific publication so long &8 the publishid Work that will appear in the Publication remains
substantially similar to the criginal Work, Any such permitted aditor modification shall maintain the integrity of the overall ariginal
Work.

Publisher shall obtain a copy of the ariginal Work directly from MACE Infernaticnal and shall not utllize copsss of te Waork from
other sources, including the authos(s). Pullishar shallinclude on the published version of the Werk the names of all authors listad
on thie orginal Wark,

The Publigher shall include the following applicable Copyright notation with any publication of B Work-*

A Conference Paper
Reproduced with permission from MACE International, Houston, TX, A1l rights resarved. Paper NUMEBER
presented at CORROSIONYEAR, City, State. @ MACE Imermational YEAR

B. Magazine/Journal Article
Reproduced with pesmission fram MACE Inharmtnnal Howston, TX. All dghls reserved. Published in the
MONTH, YEAR lssue of JOURNAL, © MACE Intemnational YEAR.

C. Standards
STANDARDSTECHMICAL COMMITTEE REPORT MAME, & MACE International YEAR. Al rights reserved
by NACE. Reprintad with permission. MACE standards are ravised periodically, Users are eautioned to
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