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Course Description: 
 

This course is course material is based entirely on US Department of Energy 
training materials DOE-HDBK-1015/1-92, Fundamentals Handbook, Module 2 - 
Corrosion.   This course will provide a basic overview of Corrosion Theory and 
describe the cause and effects of corrosion on metals and the type of chemistry 
used in a plant to minimize corrosion.   The course also includes an Appendix 
intended to provide information on the corrosion protection of steel surfaces by 
painting. 
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24 QUESTIONS 
 

Q1:  Ionization is a process of:  
  
(A) the ability of a substance to allow electron flow  
(B) adding electrons from atoms or molecules 
(C) removing electrons from atoms or molecules 
(D) B and C 

 
Q2: What process causes a chemical change or decomposition of a material by use of an electrical 
current:   
 
(A) ionization 
(B) electrolysis 
(C) electronization 
(D) oxidation 
 
  
Q3:  The process in which electrons are given up and positive metal ions are formed is called: 
(A) ionization 
(B) electrolysis 
(C) electronization 
(D) oxidation 
 
 

Q4:  To what extent does Aluminum go into solution with water as measured by its Standard 
Electrode Potential:    
 
(A) -2.712 
(B) -1.67 
(C) -0.402  
(D) +0.345  
 

 

Q5:  The corrosion of a metal is the oxidation step of the overall oxidation-reduction process and 
can be described by:   
 
(A) A process of the base metal losing electrons 
(B) The metal atoms release electrons 
(C) The site at which oxidation occurs is known as the anode 
(D) All of the Above 
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Q6:  For most metals in an aqueous environment the reduction half-reaction is the reduction of 
WHAT:  
 
(A) hydroxide ions 
(B) hydronium ions 
(C) water molecules 
(D) hydrogen molecules 

 
Q7: General corrosion is best described as all of the following EXCEPT: 
 

(A) the surface of a metal undergoes a fast removal of material  
(B) the removal of material is relatively uniform 
(C) the process occurs on the surface of a single metal rather than dissimilar metals 
(D) a nearly infinite number of micro-cells are established on the metal surface 

 

Q8: Metals that normally fall victim to corrosion will sometimes exhibit a passivity to corrosion as 
described by: 
 
(A) the metal does not become active in the corrosion reaction 
(B) a stable tenacious layer of metal oxide builds up on the surface of the metal 
(C) the corrosion products are insoluble in the environment to which the metal is exposed 
(D) All of the Above 
 

Q9: Consider the corrosion of Iron, in the Oxidation half reaction how many free (-) electrons are 
produced in the reaction:   

(A) 1 
(B) 2 
(C) 3 
(D) 4 
 

Q10: Like most other chemical reactions, corrosion rates increase as temperature increases.  A 
rule of thumb is that the reaction rate doubles with WHAT temperature rise: 
 
(A) 30 to 50 F   
(B) 30 to 80 F   
(C) 20 to 50 F 
(D) 20 to 80 F 
 

Q11: Consider the exposure of iron to aerated water at room temperature.  The corrosion 
rate for iron as a function of pH in the range of pH 4 increasing to pH 10 is: 
 
(A) relatively flat  
(B) increasing 
(C) decreasing 
(D) zero, no corrosion occurs 
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Q12: Which form of Prevention Chemistry Control supplies an external electric current to iron so 
that it acts as a cathode and has no anodic areas:    
 
(A) cathodic protection 
(B) addition of passivators or inhibitors 
(C) removal of corrosion agents 
(D) chemical additions 
 
 

Q13:  A common inhibitor used to create conditions where a naturally active metal corrodes at a 
very low rate is: 
 
(A)  zinc anodes 
(B)  potassium chromate  
(C)  iron chromate 
(D)  zinc chromate 
 

Q14:  Impurities in the environment are a major contributor to the corrosion of aluminum.  
Sources of these contaminants can be found in:   
 
(A)  makeup water systems  
(B)  poor housekeeping practices 
(C)  resin used in ion exchangers 
(D) A and C 
 

Q15: The penetration of aluminum in mils occurs at what pH range:  

(A)  4 to 5 
(B)  5 to 6  
(C)  6 to 7   
(D)  7 to 8 
 

Q16: Which best describes Galvanic Corrosion:   
 
(A)  2 dissimilar metals 
(B)  the metals have different potentials 
(C)  electrical contact in an electrolyte 
(D)  All of the above 
 

Q17: Cathodic protection is often used to retard or eliminate galvanic corrosion.  All of the 
following describe ways to accomplish cathodic protection EXCEPT:   
 
(A)  install an insulated anode 
(B)  attach a third metal to the metals to be protected 
(C)  the third metal has an oxidation potential greater than that of the metal to be protected 
(D)  A and C 
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Q18: Which Best describes pitting corrosion:   

(A)  fixed in a small area with the formation of shallow crevices 
(B)  fixed in a small area with the formation of shallow surface cracks  
(C)  fixed in a small area with the formation of deep holes in an unaffected area  
(D)  fixed in a large area with the formation of holes in an unaffected area  
 

Q19: Crevice corrosion is a type of pitting corrosion that occurs specifically within what flow 

region: 

(A)  areas of high flow 
(B)  areas of low flow 
(C)  areas of no flow 
(D)  Crevice corrosion is independent of flow region 

Q20: Stress corrosion cracking (SCC) is a type of intergranular attack corrosion that occurs at the 
grain boundaries under tensile stress. Which metals are most susceptible to SCC: 

(A)  stainless steels 
(B)  carbon steel 
(C)  cast iron 
(D)  nickel based alloys 
 

Q21: Caustic Stress Corrosion Cracking is also known as:    

(A) caustic pitting  
(B) caustic embrittlement 
(C)  caustic elongation 
(D)  caustic liberation 

Q22:  Paint Systems can act as a Protection Mechanism against Corrosion of metals by:   

(A)  preventing ions from entering the metal surface 
(B)  reducing the formation of local pairs 
(C)  inhibiting absorption of moisture 
(D)  A and B 

Q23: Rust removal is a part of substrate preparation where rust and mill scale are removed from 
a metal surface.  Rust removal methods can be divided into all of the following EXCEPT:  
mechanical, thermal and chemical cleaning methods 
 
(A)  electrochemical 
(B)  mechanical 
(C)  thermal 
(D)  chemical 
 
 
 



Easy-PDH.com   Toll Free 888-418-2844 Basic Overview of Corrosion Theory      

Q24: What type of Protective paint system uses powders to produce the color and hiding power 
of the coating:   
 
(A)  Binders 
(B)  Solvents 
(C)  Pigments and Fillers 
(D)  Additives 

 
 
 
 

END OF TEST QUESTIONS 
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CORROSION THEORY

Uncontrolled corrosion in DOE facilities can cause many serious problems.
Corrosion occurs continuously, and every metal in every facility is subject to
some type of corrosion.  Even though corrosion cannot be eliminated, it can be
controlled.

EO 1.1 DEFINE the following terms:

a. Ionization
b. Conductivity
c. Corrosion
d. Electrolysis
e. General corrosion

EO 1.2 DESCRIBE an electrochemical cell with respect to the
corrosion of metals.

EO 1.3 STATE what happens to a metal during the oxidation step of
the oxidation-reduction process.

EO 1.4 STATE what happens to a metal during the reduction step of
the oxidation-reduction process.

EO 1.5 DEFINE the following terms:

a. Passivity
b. Polarization

EO 1.6 DESCRIBE the affects of passivity and polarization on the
corrosion process.

Corrosion

In DOE facilities, especially reactor plants, many precautions are taken to control the corrosion
of metals used in the various primary and secondary systems.  Uncontrolled corrosion of the
reactor systems is detrimental for the following reasons.

� Rapid localized corrosion may lead to penetration of the metal containing the coolant.
Radioactive coolant would then leak from the system and jeopardize safe operation.
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� Corrosion of the nuclear fuel cladding may cause the cladding to become brittle and less
ductile.  The swelling from the generation of fission gases within the fuel may then cause
the cladding to crack or blister, and highly radioactive fission products may then be
released to the coolant.

� Some of the metallic oxide corrosion products released to the coolant may be deposited
on surfaces in the reactor core.  The neutron flux in the core produces nuclear reactions
in the corrosion products, and they become highly radioactive.  Subsequently, these
activated corrosion products may be released from the core and redeposited on surfaces
outside the core region.  The radiation fields resulting from this redeposited material may
then significantly increase radiation levels, thereby complicating maintenance and access
capabilities.  The corrosion product oxides may also result in fouling of heat transfer
surfaces and in the accelerated wear of moving parts by corrosion products trapped in
or between them.

Current is the flow of electrons through a medium.  An electric current can flow through a metal
conductor, and the metal will not show any obvious chemical changes.  This type of conduction
of electricity is called metallic conduction.  

Ionization is the process of adding electrons to or removing electrons from atoms or molecules,
creating ions.  High temperatures, electrical discharges, and nuclear radiation can cause
ionization.  Many metals have a tendency to lose electrons to atoms or ions that have a tendency
to gain electrons.  Current can be conducted by the movement of these ions.  The compounds
that conduct electric current by ion movement are called electrolytes, and this ionic motion is call
electrolytic conduction.  Conductivity is a measure of the ability of a substance to allow electron
flow.  In the context of corrosion, conductivity indicates the amount of ions in solution, which
relates directly to the potential of corrosion taking place.

Corrosion is the deterioration of a material due to interaction with its environment.  Corrosion
can have many forms, both wet and dry.  Electrolysis is the decomposition by electric current
(in the context of corrosion the use of electrical current to bring about chemical change).  This
chapter will concentrate on the corrosion of metals in water-based environments (electrolytes).
An electrolyte is defined as an electricity-conducting fluid; that is, it has positive and negative
ions that can move and constitute an electrical current.  Pure water has a limited number of
dissociated H  and OH  ions and is a relatively poor conductor of electricity.  Addition of acids,+ -

bases, or salts that dissociate into ions increases the current-carrying capability of the water
(electrolyte).

Q1

Q2
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Figure 1   Formation of Ferrous (Fe ) Ions in++

the Corrosion of Iron   

Electrochemical Cells

Corrosion is electrochemical in nature because the corrosive chemical reactions involve transfer
of charge.  Figure 1 shows the transfer of charge when iron is in contact with water or an acidic
water solution.

Iron goes into solution as Fe  ions.  As++

these ions go into solution, the metal
becomes negatively charged (by the
electrons left behind) with respect to the
electrolyte.  A potential difference (voltage)
is produced between the electrolyte and the
metal.  The process in which electrons are
given up and positive metal ions are formed
is called oxidation.  The sites at which the
oxidation takes place on the surface of the
metal become electrochemical cells made up
of micro-electrodes of the two different
substances; the metal and the electrolyte.  

These micro-electrodes set up many
micro-cells connected through the bulk of
the metal.  If a different metal is used, it will
go into solution to a greater (or lesser)
extent producing a larger (or smaller) potential difference between the metal and electrolyte than
was the case for iron.  For example, magnesium and zinc go into solution to a greater extent than
iron, and these metals will be more negative with respect to the electrolyte than iron.  Nickel,
lead, and copper go into solution less readily and produce a smaller potential difference.  Table 1
lists the potential differences for various metals in water. The order of the series can change for
different electrolytes (for example, different pH, ions in solution).

Electrochemical cells and oxidation potentials are very important in understanding most
corrosion processes.  Examples of electrochemical cells include galvanic cells (cells made up of
electrodes of two different substances) and concentration cells (cells containing electrodes of the
same substance under different conditions of concentration).

Q3
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TABLE 1
Electromotive - Force Series (77��F)

Element Electrode Standard Electrode
 Reaction Potential, v 

Sodium Na � Na   + e  -2.712+

Magnesium Mg � Mg   + 2e -2.34++

Beryllium Be � Be  + 2e -1.70++

Aluminum Al � Al  + 3e -1.67+++

Manganese Mn � Mn  + 2e -1.05++

Zinc Zn � Zn  + 2e  -0.762++

Chromium Cr � Cr  + 3e -0.71+++

Iron Fe � Fe  + 3e -0.44+++

Cadmium Cd � Cd  + 2e  -0.402++

Cobalt Co � Co  + 2e  -0.277++

Nickel Ni � Ni  + 2e  -2.250++

Tin Sn � Sn  + 2e  -0.136++

Lead Pb � Pb  + 2e  -0.126++

    Hydrogen    H � 2H  + 2e              0.000 (reference)+

Copper Cu � Cu  + 2e  +0.345++

Copper Cu � Cu  + e  +0.522+

Silver Ag � Ag  + e  +0.800+

Platinum Pt � Pt  + 2e +1.2++

Gold Au � Au  + 3e +1.42+++

The surface of any metal is a composite of a very large number of micro-electrodes, as illustrated
in Figure 2.  In order for corrosion to occur, the micro-cells must also be connected through
some conducting path external to the metal.  Usually the external connection is provided by
water or an aqueous solution and the cells produce a current, allowing the chemical reactions
responsible for corrosion to proceed.

Q4
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Figure 2   Metal Surface Showing Arrangement of Micro-cells

Consider iron in water again.  If the
surface of the iron and the water
solution were uniform, iron would go
into solution as  Fe  ions until the++

difference in potential between the
positively-charged solution and the
negatively-charged metal stopped the
iron ions from leaving the surface. In
practice, though, impurities and
imperfections (for example, oxide
coatings) lead to preferential removal
of metal from certain parts of the
surface, and potential differences arise as in the two metal system.  The corrosion cells, changing
as surface and solution differences change, cause general overall corrosion.  If the cells do not
shift, pitting results.

Oxidation-Reduction Reactions

The corrosion of a metal (that is, the chemical transformation that is recognized as destructive
to the metal) is the oxidation step of the overall oxidation-reduction process.  Oxidation is the
process of losing electrons; reduction is the process of gaining electrons.  The metal atoms
release electrons (are oxidized) and become positive ions.  The site at which this occurs is known
as the anode.  Typical oxidation half-reactions include the following.

(2-1)

(2-2)

(2-3)

The cations (positive ions) may then go into solution, or they may combine with any available
anions (negative ions) or water to form ionic compounds.  The exact fate of the cations is
important to subsequent processes, but the primary effect is that atoms leave the metallic state,
and the metal deteriorates.

An oxidation process cannot take place without a simultaneous reduction (gain of electrons)
process.  The nature of the reduction step in corrosion sometimes varies with the metal and the
environment to which it is exposed.  For most metals in an aqueous environment, the important
reduction half-reaction is the reduction of hydronium ions (a hydronium ion is simply a hydrogen
ion attached to a water molecule).

(2-4)

Q5
Q6
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Small concentration variations within a solution in contact with the metal may also affect the rate
and nature of corrosion reactions.  Therefore, it is often impossible to predict the exact nature of
corrosion reactions.  It is generally found, however, that for most metals exposed to an aqueous
environment the half-reactions involved in corrosion are the reduction reaction of Equation (2-4)
and an oxidation half-reaction of the type shown in Equations (2-1) through (2-3).

General corrosion is the process whereby the surface of a metal undergoes a slow, relatively
uniform; removal of material.  This occurs on the surface of a single metal rather than dissimilar
metals.  In general corrosion, a nearly infinite number of micro-cells are established on the metal
surface.  Oxidation occurs at anodic areas and reduction at cathodic areas.  The micro-cells are
uniformly distributed over the metallic surface, and as the reaction proceeds the cells may migrate,
or disappear and re-form.  That is, any particular micro-region may be alternately anodic and
cathodic.  The result is a uniform attack on the metal surface.

Under some conditions, relatively large regions become anodic or cathodic.  Such regions have
less tendency to migrate and may remain operative for long periods of time.  In this case, there
will be severe attack of the metal at the anodic (oxidation) region.  The result may be a visible pit
in the metal surface.

Iron and steel are resistant to rapid corrosion in water despite the tendency of iron to oxidize as
indicated by its standard electrode potential listed in Table 1.  The reasons for this resistance are
the passivating effect of the oxide film and cathodic polarization due to atomic hydrogen that
absorbs on the oxide surface, both of which are explained in the next section.

Passivity and Polarization of Metal

Metals that normally fall victim to corrosion will sometimes exhibit a passivity to corrosion.
Passivity is the characteristic of a metal exhibited when that metal does not become active in the
corrosion reaction.  Passivity is caused by the buildup of a stable, tenacious layer of metal oxide
on the surface of the metal.  This oxide layer is formed by corrosion on a clean metal surface,
where the corrosion products are insoluble in the particular environment to which the metal is
exposed.  Once the layer, or film, is formed, it acts as a barrier separating the metal surface from
the environment.  For further corrosion to occur, the reactants must diffuse through the oxide
film.  Such diffusion is very slow or nonexistent, thus corrosion either decreases markedly or
stops.

Metals such as zirconium, chromium, aluminum, and the stainless steels form thin, tenacious oxide
films when exposed to the atmosphere or to pure water at room temperature.  In some cases, the
film is extremely thin and may be invisible to the unaided eye, but it is still very effective in giving
these metals a marked passivity.

If there is a net conversion of reactants to products in a system, the system will be chemically
unstable, and the reaction will continue until a stable state is attained.  This stable state is known
as equilibrium.

Q7

Q8
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Figure 3  A Galvanic Cell

An active electrochemical cell (oxidation-reduction reaction) is an unstable chemical system.
The potential associated with a galvanic cell, for example, steadily decreases as current flows and
the oxidation-reduction reaction proceeds.  Eventually, the potential falls to zero, the cell no
longer supplies electrical energy, and no further net reaction takes place.  At this point the
system is at equilibrium.  In electrochemical cells, the decrease in cell potential caused by the
operation of the cell (current flow) is called polarization.

This change in cell potential can be determined.  Consider the zinc-copper galvanic cell shown
in Figure 3.  As the reaction takes place, Zn  ions (produced by the oxidation of zinc metal) pass+2

into solution.  The Cu  ions in solution are reduced as the copper metal plates out.  Thus, the+2

concentration of Zn  in solution increases and the concentration of Cu  decreases according+2 +2

to the following overall reaction.

(2-5)

As Zn  increases and Cu  decreases, the electrical potential decreases.  This decrease in cell+2 +2

potential, which results from changes in concentrations, is one form of polarization called
concentration polarization.
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Figure 4  A Galvanic Cell Showing Absorbed Hydrogen
Atoms on a Cathode            

Now consider a galvanic cell with zinc
and platinum electrodes, such as that
shown in Figure 4.  The half-reactions
in the cell are as follows.

(2-4)

Again, as the cell operates, the cell
potential drops.  The decrease is
partially due to the increase in Zn+2

concentration and the decrease in H O3
+

concentration, but another type of
polarization also occurs in this cell.
This second type is associated with the
reduction half-reaction.

The hydrogen atoms formed by the
reaction of Equation (2-4) absorb on
the surface of the metal and remain
there until removed by one of two processes:  combination of two hydrogen atoms to form
molecular hydrogen, which is then released as a gas or reaction with dissolved oxygen to form
water.  In the absence of oxygen (deaerated solutions), the first process applies.

(2-6)

Combining Equation (2-6) with Equation (2-4), the net reduction half-reaction is obtained.

(2-6)

(2-7)

Until the absorbed hydrogen atoms are removed from the metal surface, they effectively block
the sites at which the reaction of Equation (2-4) can occur.  At low temperatures the reaction
of Equation (2-6) is slow relative to the reaction of Equation (2-4) because, although the
reaction is energetically favored, the combination of two hydrogen atoms requires a large
activation energy.  Equation (2-6) shows the rate-controlling step of the net reduction
half-reaction.  Because the oxidation half-reaction can occur no faster than the reduction
half-reaction, the rate of the overall oxidation-reduction reaction is controlled by the reaction
of Equation (2-6).
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Corrosion Theory Summary

� Ionization is the process of adding electrons to or removing electrons from atoms
or molecules which creates ions.

� Conductivity is a measure of the ability of a substance to allow electron flow.

� Corrosion is the deterioration of a material due to interaction with its
environment.

� Electrolysis is the decomposition by electric current.

� General corrosion is the process whereby the surface of a metal undergoes a slow,
relatively uniform, removal of material.

� Corrosion is electrochemical in nature because the corrosive chemical reactions
involve a transfer of charge.  The metal ions go into solution causing the metal to
become negatively charged with respect to the electrolyte.  The difference in the
charge causes a potential to develop and produces a voltage between the
electrolyte and the metal.

� The oxidation step of the oxidation-reduction process is where an atom (in this
case a metal atom) releases electron(s) and becomes a positively-charged ion.
The areas where oxidation takes place become electrochemical cells made up of
two different substances.  The oxidation step results in a chemical transformation
that is destructive to the metal.  The positive metal ions may go into solution, or
they may combine with any available negative ions or water to form ionic
compounds.  An example of the oxidation step is:

Zn � Zn  + 2e+2 -

The layer of absorbed atomic hydrogen is said to polarize the cell.  This type of polarization is
called activation polarization and is sometimes referred to as hydrogen polarization, or cathodic
polarization, because the polarizing reaction occurs at the cathode.

Both concentration and activation polarization decrease the net oxidation-reduction reaction
rate.  In corrosion processes, activation polarization usually has the greater effect.

Summary

The important information in this chapter is summarized below.
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Corrosion Theory Summary (Continued)

� The reduction step of the oxidation-reduction process is where a 
positively-charged ion gains electron(s).  The reduction step for most metals,
in an aqueous environment, is the reduction of hydronium ions.  An example of
the reduction step is:

H O  + e  � H + H O3 2
+ -

� Passivity is the buildup of a stable, tenacious layer of metal oxide on the surface
of the metal that acts as a barrier separating the metal surface from the
environment.  Passivity decreases or stops the corrosion process because of the
formation of the layer.

� Polarization is the decrease in cell potential caused by the operation of the
electrochemical cell.  Polarization can be in two forms; concentration or
activation.  Concentration polarization is associated with the concentration of
ions in solution which shields the metal, thereby causing a decrease in the
electrical potential of the cell.  Activation polarization is the formation of a layer
containing absorbed hydrogen atoms that block the metal's surface from the
corrosion process.
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GENERAL CORROSION

This chapter describes the general corrosion processes of iron and carbon
steel (not stainless steels) in aqueous environments.  Of particular interest
is the formation of the oxide film and the effects of system variables on the
corrosion process.

EO 1.7 LIST the two conditions that contribute to general
corrosion.

EO 1.8 DESCRIBE how the rate of corrosion occurring in the
plant is effected by the following:

a. Temperature
b. Water velocity
c. Oxygen
d. pH
e. Condition and composition of the metal surface
f. Dissolved solids

EO 1.9 LIST the three products that are formed from the
general corrosion of iron.

EO 1.10 IDENTIFY the action taken for initial fill of a reactor
system to limit general corrosion.

EO 1.11 STATE the four methods used to chemically control
general plant corrosion.

EO 1.12 LIST the six water chemistry conditions that limit
corrosion of aluminum.

Conditions Contributing to General Corrosion

General corrosion is the process whereby the surface of a metal undergoes a slow, relatively
uniform, removal of material.  The two conditions typically required for a metal to undergo
general corrosion are:  1) metal and water in the same environment, and 2) a chemical reaction
between the metal and water that forms an oxide.
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Corrosion of Iron

Unless noted otherwise, the following discussion applies to deaerated water at room temperature
and approximately neutral pH.  The affects of temperature, oxygen, and pH are discussed later
in this chapter.

The oxidation and reduction half-reactions in the corrosion of iron are as follows.

(2-3)

(2-4)

The overall reaction is the sum of these half-reactions.

(2-8)

The Fe  ions readily combine with OH  ions at the metal surface, first forming Fe(OH) , which+2 -
2

decomposes to FeO.

(2-9)

Ferrous oxide (FeO) then forms a layer on the surface of the metal.  Below about 1000�F,
however, FeO is unstable and undergoes further oxidation.

(2-10)

Atomic hydrogen then reacts to form molecular hydrogen, as described previously, and a layer
of ferric oxide (Fe O ) builds up on the FeO layer.  Between these two layers is another layer2 3
that has the apparent composition Fe O .  It is believed that Fe O  is a distinct crystalline state3 4 3 4
composed of O , Fe , and Fe  in proportions so that the apparent composition is Fe O .  These-2 +2 +3

3 4
three layers are illustrated in Figure 5.

Once the oxide film begins to form, the metal surface is no longer in direct contact with the
aqueous environment.  For further corrosion to occur, the reactants must diffuse through the
oxide barrier.  It is believed that the oxidation step, Equation (2-3), occurs at the metal-oxide
interface.  The Fe  ions and electrons then diffuse through the oxide layer toward the+2

oxide-water interface.  Eventually, Fe  ions encounter OH  ions and form FeO.  The electrons+2 -

participate in the reduction reaction with hydronium ions.  These latter reactions are believed to
take place predominately at the oxide-water interface, but some reaction may occur within the
oxide layer by the diffusion of H , OH , and H O into the layer.+ -

2
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Figure 5   Simplified Schematic Diagram of Oxide Corrosion Film on the Surface of a Metal

Regardless of the exact diffusion mechanism, the oxide layer represents a barrier to continued
corrosion and tends to slow the corrosion rate.  The exact effect of this layer on the corrosion
rate depends on the uniformity and tenacity of the film.  If the film is loosely attached, develops
defects, or is removed, the metal surface is again exposed to the environment and corrosion
occurs more readily.

Factors Affecting General Corrosion Rate

Like most other chemical reactions, corrosion rates increase as temperature increases.
Temperature and pressure of the medium govern the solubilities of the corrosive species in the
fluid, such as oxygen (O ), carbon dioxide (CO ), chlorides, and hydroxides.  A rule of thumb2 2
is that the reaction rate doubles with a 20�F to 50�F temperature rise.  This linear increase with
temperature does not continue indefinitely due, in part, to a change in the oxide film.

When water velocity is extremely high, the impact of the water tends to remove the protective
oxide layer and some of the metal under it (erosion), thus, exposing more metal to corrosion.
Water velocities of 30 to 40 ft per second are usually considered to cause erosion.

The presence of oxygen in water to which iron is exposed increases the corrosion rate.  The
reason for this increase is the rapid reaction between oxygen and the polarizing layer of atomic
hydrogen absorbed on the oxide layer.  The following reaction rapidly removes the polarizing
layer.

(2-11)

Q10
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Figure 6  Representation of Cathodic Depolarization 
by Oxygen

The overall reaction can be obtained by combining Equations (2-4) and (2-11).

The controlling step is believed to be
diffusion of O  to the metal surface2
where it can react directly with iron or
with FeO.

(2-12)

(2-13)

Oxygen, therefore, has two effects:  it
removes the polarizing layer of atomic
hydrogen, and it can react directly with
the metal or metal oxide; thus, the
corrosion rate increases.  Substances,
such as O  in this case, that remove the2
absorbed atomic hydrogen are called
depolarizers.  The depolarizing effect of
O  is illustrated in Figure 6.2

The effect of the pH of water to which
iron or steel is exposed is influenced by
temperature in the following manner.
The potential of hydrogen or symbol
(pH) is defined as the negative logarithm
of the hydrogen concentration,
represented as [H ] in moles/liter.+

pH  =  -log [H ]+

The pH value is used to represent the
acidity of a solution.
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Figure 7  Effect of pH on the Corrosion Rate 
of Iron in Water

Figure 8  Effect of pH on the Relative Attack Rate of Iron in Water

First, consider the exposure of iron to aerated
water at room temperature (aerated water will
contain dissolved oxygen).  The corrosion
rate for iron as a function of pH is illustrated
in Figure 7.  In the range of pH 4 to pH 10,
the corrosion rate of iron is relatively
independent of the pH of the solution.  In this
pH range, the corrosion rate is governed
largely by the rate at which oxygen reacts
with absorbed atomic hydrogen, thereby
depolarizing the surface and allowing the
reduction reaction to continue.  For pH values
below 4.0, ferrous oxide (FeO) is soluble.
Thus, the oxide dissolves as it is formed
rather than depositing on the metal surface to
form a film.  In the absence of the protective
oxide film, the metal surface is in direct contact with the acid solution, and the corrosion reaction
proceeds at a greater rate than it does at higher pH values.  It is also observed that hydrogen is
produced in acid solutions below a pH of 4, indicating that the corrosion rate no longer depends
entirely on depolarization by oxygen, but on a combination of the two factors (hydrogen
evolution and depolarization).  For pH values above about pH 10, the corrosion rate is observed
to fall as pH is increased.  This is believed to be due to an increase in the rate of the reaction of
oxygen with Fe(OH)  (hydrated FeO) in the oxide layer to form the more protective Fe O  (note2 2 3
that this effect is not observed in deaerated water at high temperatures).  

A plot of the relative corrosion
rate for iron at various pH
values in 590�F, oxygen-free
water is presented as Figure 8.
The curve illustrates that the
corrosion rate of iron in high
temperature water is lower in
the pH range of 7 to 12 than it is
at either lower or higher pH
values (at very high pH values,
greater than pH 13.0, the oxide
film becomes increasingly more
soluble because of increased
formation of soluble FeO  at2
high temperatures, and
corrosion rates increase).  As a
result of the data plotted in
Figure 8 and other similar measurements, it is general practice to maintain high temperature
water in the alkaline condition (but below very high pH values) to minimize the corrosion of iron
and the steels exposed to the high temperature water.



GENERAL CORROSION   DOE-HDBK-1015/1-93 Corrosion

CH-02 Rev. 0Page 16

The hydrogen normally dissolved in reactor coolant does not have any detectable direct effect
upon the corrosion rate of the iron and steels exposed to reactor coolant.  It does, however, have
an important indirect effect by preventing the accumulation of dissolved oxygen in reactor
coolant, which would accelerate corrosion.  Dissolved oxygen reacts with the protective
hydrogen gas layer at the cathode to form water.

The condition and composition of the metal surfaces affects the corrosion rate.  Deposits, scale,
or irregular surfaces create areas on the metal where local corrosion can initiate and proceed at
a faster rate than normal.  Certain alloys of metals have higher corrosion resistance than others,
as discussed in the Material Science Handbook.

When iron or steel is exposed to high temperature water, the rate of corrosion of the metal is
observed to decrease with exposure time during the early period of exposure.  After a few
thousand hours, the corrosion rate becomes relatively constant at a low value.  During the early
period of exposure, while the corrosion rate is decreasing, the oxide film on the surface of the
metal grows in thickness.  However, the rate at which the film grows decreases with time.  The
thickness of the oxide film soon reaches a relatively constant value, and thereafter film thickness
does not change appreciably with further exposure.  As might be expected, a relatively constant
corrosion rate and oxide film thickness are attained at about the same time.  Because a tightly
adhering corrosion film inhibits further corrosion, great care is taken during the initial fill of
reactor plants to promote formation of the best possible corrosion film.  This process, referred
to as pretreatment, or pickling, involves careful control of reactor coolant water chemistry and
temperature during the pretreatment period.

Prevention Chemistry Control

Plant chemistry is used to control corrosion.  The type of corrosion determines the method used
for preventing or minimizing the corrosion rate.

Passivators and Inhibitors

Passivation is the condition where a naturally active metal corrodes at a very low rate,
probably due to an oxide coating or an absorbed layer of oxygen.  Some chemical
substances, called passivators or inhibitors, if added to water, can provide this type of
passivation by undergoing reduction at the metal surface.  A common inhibitor is
potassium chromate.

Cathodic Protection

The use of cathodic protection, supplying an external electric current to the iron so that
it acts as a cathode and has no anodic areas, is another method of preventative chemical
control.  This can be accomplished by the use of an external voltage source or by the use
of a sacrificial anode (e.g., zinc) which will corrode and provide the current.

Q12
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Removing Corrosive Agents

Chemistry control in the form of removal of corrosive agents from a system is a widely
used method.  One method is using deaerators to remove dissolved oxygen and to a
lesser extent carbon dioxide.  Treating the water by softening and demineralization
removes the dissolved solids and reduces the conductivity.

Chemical Addition

Chemical additions to a system that alter the chemical reaction or tie up a particular
corrodant is a common method of control.  Filming amines (organic compounds that are
derivatives of ammonia) accomplish protection by forming adhering organic films on
metal surfaces to prevent contact between corrosive species in the condensate and the
metal surface.  Phosphates and sodium hydroxide are used to adjust the system pH and
remove hardness.

Corrosion of Aluminum

The corrosion of aluminum is dependent upon a vast number of variables.  These variables
include environment, temperature, alloy in question, flow velocities, impurities present in the
environment, and chemistry conditions to which it is exposed.  An additional factor that affects
corrosion is pretreatment.

Many of the factors are controlled by design and construction, such as alloy type, temperature,
and flow velocities.  Pretreatment, soluble and solid impurities, and chemistry are within the
control of the operator and will be discussed in this text.

Experiments have shown that prefilming limits corrosion on aluminum-clad fuel assemblies.  In
the tests conducted, the ratios of oxide film thickness for nonprefilmed and prefilmed elements
were on the order of 2 to 3 and in some cases even greater.

Impurities are major contributors to the corrosion of aluminum.  In most cases studied, the major
source of contaminants has been makeup water systems.  Corrosion products from other plant
materials also contribute to the overall inventory of ionic and solid impurities.  Finally, organic
impurities from the resin used in ion exchangers have been detected.  These occur in some
installations because of the type of resin used and the particle filters normally installed on the ion
exchanger effluents.  This problem has been reduced by improved resins and installing filters
capable of removing smaller particles.

Chemistry controls, including pH, dissolved oxygen, and conductivity, greatly influence the
formation and propagation of the oxide film on aluminum surfaces.  Dissolved oxygen is
controlled for essentially the same reasons as for the corrosion of iron.  Conductivity is a
quantitative indication of the impurities present in the system, and pH theoretically dictates the
value of conductivity.

Q14
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For those reactor plants in which aluminum is used for cladding and other structural
components, pH is controlled in an acidic condition because of the corrosion properties of
aluminum.  Plant pH has a marked effect on the rate of chemical reaction between the coolant
water and aluminum.  In the area of the cladding, the corrosion reduces the thickness and forms
an oxide film that is a thermal barrier.  Extensive tests carried out in support of DOE test
reactors have revealed that minimum aluminum corrosion results with a pH of 5.0 at normal
operating temperatures.  Additionally, studies have shown that the aluminum corrosion
products also exhibit a minimum solubility at a pH near 5.5 at 25�C.  The aluminum corrosion
products tend to reduce the substrate (base) aluminum metal corrosion rates.  Because it is
desirable to maintain dissolved aluminum in the reactor coolant at the lowest practicable level,
it is desirable to maintain the system pH level in the range of minimum oxide solubility.  Figure
9 shows the effect of pH on aluminum oxide solubilities for various forms of oxide, and the
effect of pH on corrosion rates.  It should be noted that the values at which minimum corrosion
and solubility are found shift to a lower pH as the temperature is increased.  For example, at
300�C, the value for minimum aluminum corrosion is near pH 3.0.  Therefore, the optimum pH
for operation is determined by the operating temperature.

The conditions that have proven to be most effective in limiting corrosion of aluminum are as
follows.

� Maintaining pH slightly acidic with the value of the pH depending largely upon
operating temperature

� Elimination of dissolved oxygen

� Elimination of soluble and solid impurities

� Prevention of the introduction of organic impurities

� Pretreatment (or pickling)

� Maintaining water purity
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Figure 9  Effect of pH on Aluminum Corrosion and Oxide Solubility
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General Corrosion Summary

� The two conditions that contribute to general corrosion are:

Metal and water in the same environment
Chemical reaction between the metal and water to form an oxide

� The corrosion rate is affected by the following:

A temperature rise in the range of 20�F to 50�F doubles the corrosion rate
until the formation of the protective oxide film is complete.

An extremely high water velocity, 30 to 40 ft per second, tends to remove
the oxide film allowing the corrosion rate to increase.  

The presence of oxygen in water to which iron is exposed increases the
corrosion rate.  The reason for the corrosion rate increase is due to the
rapid reaction between the oxygen and the polarizing layer of hydrogen
absorbed on the oxide layer.

A pH between 4 and 10 results in minimal corrosion rate.  If the pH falls
below or above this range, the corrosion will normally increase.

The condition and composition of the metal surfaces affects the corrosion
rate.  Deposits, scale, or irregular surfaces create areas on the metal where
local corrosion can initiate and proceed at a faster rate than normal.

Dissolved solids tend to make it easier for current to flow, which results
in a higher corrosion rate.

� The three products formed from general corrosion of iron are FeO, Fe O , and2 3
Fe O .3 4

Summary

The major points of this chapter are summarized below.
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General Corrosion Summary (Cont.)

� During the initial fill of a reactor system, great care is taken to promote the
formation of the best possible protective corrosion film.  The protective film acts
as a barrier and stops further uncontrolled corrosion from taking place.  This
process, called pretreatment or pickling, involves careful control of reactor
coolant water chemistry and temperature during the pretreatment period.

� Four methods used to chemically control general plant corrosion are:

Passivators (inhibitors) consist of a naturally active metal that corrodes
at a very low rate.  A common passivator is potassium chromate.

Cathodic protection is the external application of an external electric
current to the iron so that it acts as a cathode and has no anodic areas.
This is accomplished by using either an external electrical source or the
use of a sacrificial anode to provide the electrical current.

Removing corrodants to reduce the dissolved oxygen and lesser extent
carbon dioxide.  Treating the water in this manner reduces the dissolved
solids and reduces the conductivity.

Chemical addition to alter the chemical reaction or tie up a particular
corrodant.  Filming amines, phosphates, and sodium hydroxide are used
to provide organic films and adjust the system pH.

� The six water chemistry conditions that limit corrosion of aluminum are:

Maintaining pH slightly acidic with the value of the pH depending largely
on operating temperature.

Elimination of dissolved oxygen

Elimination of soluble and solid impurities

Prevention of the introduction of organic impurities

Pretreatment (or pickling)

Maintaining water purity
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CRUD AND GALVANIC CORROSION

A major potential problem is crud.  Crud can cause an increase in
background radiation levels.  When two dissimilar metals are in close
vicinity, the opportunity for ion transfer is high.  The result is a perfect
environment for galvanic corrosion.  Because of the numerous types of
materials used in nuclear facilities, galvanic corrosion is a major concern.

EO 1.13 DEFINE the following terms:

a. Crud
b. Scale
c. Galvanic corrosion

EO 1.14 IDENTIFY the five problems associated with the presence or
release of crud into reactor coolant.

EO 1.15 STATE the four causes of crud bursts.

EO 1.16 STATE the two conditions that can cause galvanic corrosion.

EO 1.17 EXPLAIN the mechanism for galvanic corrosion.

EO 1.18 IDENTIFY the two locations that are susceptible to galvanic
corrosion.

EO 1.19 STATE the five control measures used to minimize galvanic
corrosion.

Crud

In addition to the corrosion film, corrosion products in the form of finely divided, insoluble oxide
particles called crud become suspended in the reactor coolant or loosely adhere to metal
surfaces.  Crud has several undesirable characteristics.  It can be transported throughout the
reactor coolant system.  As a result, it can accumulate and foul heat-transfer surfaces or clog
flow passages.  The most undesirable characteristic of crud, however, is that it becomes
activated when exposed to radiation.  Because crud can be transported throughout the reactor
coolant system, it can collect outside the reactor core, causing radiation hot spots that increase
ambient radiation levels.  Hot spots caused by collections of crud may occur at the entrance to
the purification heat exchanger and other areas of low flow velocity.  Crud that is loosely
adhered to metal surfaces can suddenly become suspended in the reactor coolant.  
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The crud release can result from an increased oxygen concentration, a reduced (or significantly
changed) pH, a large temperature change (heatup or cooldown), or a physical shock to the
system.  Physical shocks include starting, stopping, or changing pump speeds, or other
evolutions like a reactor scram or a relief valve lift.  The result is a sudden increase in reactor
coolant activity.  The release of crud in this fashion is termed a crud burst.  Crud bursts often
lead to the removal of protective corrosion films and make the freshly exposed metal more
susceptible to additional corrosion.  In addition to the corrosion film and crud, some of the
corrosion products are soluble and are easily transported throughout the system.

High crud concentrations in the system can also complicate disposal of primary coolant.  Many
of the corrosion products have relatively long half-lives and represent significant biological
hazards.  If, therefore, primary coolant is drained or leaks from the plant shortly after a crud
burst, additional procedures may need to be utilized to minimize the effects of this condition.

Therefore, if the conditions mentioned previously (O , pH) are changed, the solubility of these2
corrosion products will change, and they can then be transported to and deposited anywhere in
the reactor coolant system.

Another corrosion byproduct is scale, which is made up of deposits on surfaces from the
formation of insoluble compounds from normally soluble salts.  Most common are calcium or
magnesium carbonates (CaCO  or MgCO ). 3 3

Galvanic Corrosion

Galvanic corrosion is the corrosion that results when two dissimilar metals with different
potentials are placed in electrical contact in an electrolyte.

Of all the different types of corrosion, galvanic corrosion corresponds most closely to the
electrochemical cells described previously in this module because galvanic corrosion occurs when
two electrochemically dissimilar metals are joined together (in electrical contact) in a conducting
medium (electrolyte).  It may also take place with one metal with heterogeneities (dissimilarities)
(for example, impurity inclusions, grains of different sizes, difference in composition of grains,
differences in mechanical stress); abnormal levels of pH; and high temperatures.  A difference in
electrical potential exists between the different metals and serves as the driving force for electrical
current flow through the corrodant or electrolyte.  This current results in corrosion of one of the
metals.  The larger the potential difference, the greater the probability of galvanic corrosion.
Galvanic corrosion only causes deterioration of one of the metals.  The less resistant, active metal
becomes the anodic corrosion site.  The stronger, more noble metal is cathodic and protected.
If there were no electrical contact, the two metals would be uniformly attacked by the corrosive
medium as if the other metal were absent.  Two locations susceptible to galvanic corrosion is a
piping transition from one metal to another and a sacrificial anode (such as zinc).
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Figure 10  Galvanic Corrosion at Iron-Copper Pipe Junction

Figure 10 illustrates that galvanic corrosion occurs when two different metals are in contact and
exposed to an electrolyte.

Figure 10 shows the junction of iron and copper pipes containing a solution of a copper salt.  The
oxidation potential of iron is sufficiently greater than that of copper so that iron is capable of
reducing Cu  ions to copper metal. In this case, iron corrodes near the junction, and additional+2

copper builds up on the copper pipe near the junction.

The solution to which the metal junction is exposed need not contain a salt of one of the metals
for galvanic corrosion to occur.  If the iron-copper junction were exposed to water without Cu+2

ions, the reduction reaction would be as shown in Equation (2-4).

(2-4)

Again, iron would corrode near the junction, but in this case hydrogen would be formed on the
surface of the copper.

Prevention of Galvanic Corrosion

A method called cathodic protection, discussed previously in this module, is often used to retard
or eliminate galvanic corrosion.  One of several ways of accomplishing this is to attach a third
metal to the metals to be protected.  This metal must have an oxidation potential even greater
than that of the metal to be protected.  The most active metal then tends to corrode in place of
the protected metal.  The metal that corrodes to protect another metal is called a sacrificial anode.
This method is applied in the original design of structural materials.  Zinc is a common sacrificial
anode and is often used in cooling water systems that contain seawater.
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Crud and Galvanic Corrosion Summary

� Crud is corrosion products in the form of finely divided, insoluble oxide particles
suspended in the reactor coolant or loosely adhered to metal surfaces or activated
corrosion and wear products.

� Scale is the deposition on the surfaces of the piping from the formation of insoluble
compounds from normally soluble salts.  Most common are calcium or magnesium
carbonates.

� Galvanic corrosion is the corrosion that results when two dissimilar metals with
different potentials are placed in electrical contact in an electrolyte.

� The problems of crud in reactor plants are:

Fouling of coolant flow paths
Fouling of heat transfer surfaces
High general background (ambient) radiation levels
Radiation hot spots
Radioactive waste disposal

Galvanic corrosion can also be limited by:  1) using only metals that are close on the activity
series (discussed in the chapter on Corrosion Theory), 2) electrical insulation of dissimilar metals,
and 3) using poorly-conducting electrolytes (very pure water).

The relative surface areas of the two metals are also important.  A much larger surface area of
the non-active metal, compared to the active metal, will accelerate the attack.  It has been
determined that the relative surface area is the determining factor in the corrosion rates.  
The required electrical current for galvanic corrosion will be stopped if the dissimilar metals are:

� separated by a non-conducting junction, 
� separated from a conductive environment, and
� located in a poorly conducting electrolyte (pure water).

Summary

The important information of this chapter is summarized below.
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Crud and Galvanic Corrosion Summary (Cont.)

� The causes of a crud burst in the reactor coolant are:

Increased oxygen concentration
Reduced (or significantly changed) pH
Large temperature change
Physical shock (for example, starting and stopping pumps,
changing speeds of pumps, reactor scram, or relief valve lift)

� Galvanic corrosion functions on the principle of the electrochemical cell, and
occurs when two electrochemically dissimilar metals are joined together in a
conducting medium.  The two dissimilar metals generate an electrical potential,
and this electrical potential serves as the driving force for the electrical current
flow through the corrodant or electrolyte.  The less resistant metal, called the
active metal, becomes anodic.  The other metal, called the noble metal, becomes
cathodic.

� The two locations susceptible to galvanic corrosion are piping transitions between
two dissimilar metals and at sacrificial anodes.

� Measures used to control galvanic corrosion include:

Cathodic protection by introducing a third metal (sacrificial anode,
normally zinc) to the metals being protected or using only metals that are
close on the activity series.

Choosing relative surface areas such that the material to be protected has
a larger surface area than the active metal.  

Separating dissimilar metals with a non-conducting material

Separating the metals from a conductive environment

Use of poorly conducting electrolytes (pure water)
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SPECIALIZED CORROSION

The environment in which a metal exists has direct bearing on the corrosion
rate of that metal.  Because of the unique environment possible in the nuclear
industry, there are a few specialized types of corrosion that must be considered.

EO 1.20 DEFINE the following terms:

a. Pitting corrosion
b. Crevice corrosion
c. Stress corrosion cracking

EO 1.21 STATE the two conditions necessary for pitting corrosion to
occur.

EO 1.22 STATE the particular hazard associated with pitting
corrosion.

EO 1.23 STATE the four controls used to minimize pitting corrosion.

EO 1.24 IDENTIFY the three conditions necessary for stress corrosion
cracking to occur.

EO 1.25 DEFINE the term chemisorption.

EO 1.26 STATE the hazard of stress corrosion cracking.

EO 1.27 STATE the three controls used to prevent stress corrosion
cracking.

EO 1.28 DESCRIBE the two types of stress corrosion cracking that
are of major concern to nuclear facilities including:

a. Conditions for occurrence
b. Method(s) used to minimize the probability of occurrence

Pitting and Crevice Corrosion

Another possible effect of dissolved oxygen is accelerated localized attack.  This is especially
likely in areas of limited circulation.  The resulting corrosion is called pitting corrosion. 

Q18
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Figure 11  Differential Aeration Cell 

Pitting corrosion occurs where the anodic site becomes fixed in a small area and the formation
of holes (deep attack) in an otherwise unaffected area takes place.  Crevice corrosion is a type
of pitting corrosion that occurs specifically within the low flow region of a crevice.

To illustrate pitting attack, consider a special type of galvanic cell called a differential aeration
cell such as the one illustrated in Figure 11.  This particular differential aeration cell is showing
current flow as a result of depolarization of one electrode (cathode) by oxygen.  In this type of
cell, two iron electrodes are exposed to a dilute solution of an electrolyte (NaCl, for example).
Air (or oxygen) is bubbled around one electrode, and nitrogen is bubbled around the other.  A
current flows through the wire connecting the two electrodes.  The difference in potential is a
result of the difference in oxygen concentration at the two electrode surfaces.  At the electrode
exposed to nitrogen, electrons are given up by the iron as it is oxidized.  These electrons readily
flow through the external circuit to the electrode exposed to oxygen.  At this depolarized
electrode they can participate in a reduction reaction.  As a result, oxidation occurs at the
electrode exposed to nitrogen and reduction occurs at the aerated electrode.  Oxidation at one
electrode and reduction at the other creates a potential and a flow of current through the
connecting wire.  Note that loss of metal occurs at the electrode that is deficient in oxygen.
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Figure 12  Representation of Crevice Pitting

In iron that is exposed to water, a similar action can occur if adjacent areas of the metal surface
become exposed to solutions with different oxygen concentrations.  For example, the solution
in a crevice exchanges slowly with the bulk of the solution outside the crevice.  Oxygen in the
solution inside the crevice will be depleted initially by the corrosion reaction.

(2-12)

This reaction alone does not produce a protective film on the metal.  Because of restricted flow
into the crevice, replenishment of oxygen will be very slow; therefore, the solution inside the
crevice will have a low oxygen concentration relative to that outside the crevice as shown in
Figure 12.  The two adjacent areas then establish a concentration cell with electrons flowing
from the region of low oxygen concentration to the region of high concentration.  Thus, metal
goes into solution (oxidation) inside the crevice, and reduction occurs outside the crevice.
Metal ions diffuse out of the crevice, more metal dissolves, and the process continues.  This
results in the formation of a pit inside the crevice.



SPECIALIZED CORROSION DOE-HDBK-1015/1-93 Corrosion

CH-02 Rev. 0Page 30

Figure 13  Pit in Metal Surface Promoted by Depolarization

The presence of oxygen can also promote pitting at areas on the metal surface that are initially
anodic with respect to an adjacent area.  For example, suppose that adjacent areas on a metal
surface exhibit slightly different oxidation potentials.  Oxidation, or loss of metal, proceeds at
the region of higher potential.  Corrosion in the region of higher potential leads to formation
(at least initially) of a porous oxide film.  The thickness of the film formed on the adjacent
cathodic region will be much less.  Oxygen in the bulk of solution can reach the cathodic surface
(with the thin film) more readily than it can the nearby anodic surface region (with the thicker
oxide film).  Depolarization of the cathodic region (thin film) by oxygen tends to maintain this
region cathodic, while a deficiency of oxygen under the thicker porous corrosion film assists
in maintaining an anodic condition in this region.  The overall result is corrosion, or wasting
away, of the metal in the anodic region under the thicker film.  Thus, a pit in the metal surface
is formed under the mound of surface oxide, as illustrated in Figure 13.  Pitting of this type is
common in both low temperature and high temperature iron-water systems if precautions are
not taken to remove the oxygen from the water within the system.

It is also found that certain ions, notably chloride ions, cause pitting of iron and steel.  The exact
mechanism by which this occurs is not clear, but in some way chloride ions cause defects in the
passivating oxide layer on the metal surface.  The defects are highly localized and are
surrounded by large passive areas that tend to be cathodic.  Thus, a small anodic (oxidation)
site is surrounded by a large cathodic (reduction) area.  The current density will then be very
large at the anodic site, and attack on the metal will be rapid.  In some test cases, deep pits have
been observed within a few hours.
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Pitting and crevice corrosion are a major hazard to a nuclear facility because of the rapid
penetration of the metal with little overall loss of mass.  A nuclear facility minimizes pitting and
crevice corrosion by the following actions.

� Avoiding stagnant or low flow conditions.

� Using metals and alloys that are less susceptible to the corrosion.

� Avoiding agents in the medium that cause pitting (for example, chlorides and
oxygen).

� Designing the system and components such that no crevices are present.

Stress Corrosion Cracking

Stress corrosion cracking (SCC) is a type of intergranular attack corrosion that occurs at the
grain boundaries under tensile stress.  Grain boundaries are discussed in detail in the Material
Science Handbook.  SCC occurs in susceptible alloys when the alloy is exposed to a particular,
specific environment if the alloy is in a stressed condition.  Stress corrosion cracking appears
to be relatively independent of general uniform corrosion processes.  Thus, the extent of general
corrosion can be essentially nil, and stress cracking can still occur.  Most pure metals are
immune to this type of attack.

According to the most widely accepted theory, stress corrosion cracking is caused by a process
called chemisorption.  Unlike relatively weak physical absorption, such as hydrogen gas on
platinum metal, chemisorption may be thought of as the formation of a compound between the
metal atoms on the surface as a monomolecular layer of the chemisorbed substance, such as Cl-,
OH-, Br-, and some other ions.  The formation of this chemisorbed layer greatly reduces the
attraction between neighboring metal atoms.  A defect initially present then grows as the metal
atoms separate under stress, more chemisorption occurs, and the process continues.  In very
severe cases, the time required for this cracking to occur is only a matter of minutes.

Many stainless steels are susceptible to stress corrosion cracking.  Stainless steels containing
18 percent chromium and 8 percent nickel are susceptible to cracking in environments
containing chloride ions and in concentrated caustic environments (that is, in environments
where the hydroxyl ion concentration is high).  On the other hand, these types of stainless steels
do not exhibit any tendency to crack when they are exposed to water environments containing
nitrate (NO ), sulfite (SO ), and ammonium (NH ) ions.3 3 3

- -- +

SCC is of great concern because it can readily crack metal of appreciable thickness.  If the
environment is severe enough, cracking can occur in a very short period of time.  The crack can
then lead to a serious failure of the component, or the system, and all the attendant results (for
example, contamination, loss of coolant, and loss of pressure).  
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The most effective means for preventing SCC are proper design, reducing stress, removing
critical environmental contributors (for example, hydroxides, chlorides, and oxygen), and
avoiding stagnant areas and crevices in heat exchangers where chlorides and hydroxides might
become concentrated.  Low alloy steels are less susceptible than high alloy steels, but they are
subject to SCC in water containing chloride ions.  Nickel based alloys are not affected by
chloride or hydroxide ions.

Two types of SCC are of major concern to a nuclear facility.

Chloride Stress Corrosion Cracking (Stainless Steels)

The three conditions that must be present for chloride stress corrosion to occur are as
follows.

� Chloride ions are present in the environment

� Dissolved oxygen is present in the environment

� Metal is under tensile stress

Austenitic stainless steel is a non-magnetic alloy consisting of iron, chromium, and
nickel, with a low carbon content.  This alloy is highly corrosion resistant and has
desirable mechanical properties.  One type of corrosion which can attack austenitic
stainless steel is chloride stress corrosion.  Chloride stress corrosion is a type of
intergranular corrosion.  

Chloride stress corrosion involves selective attack of the metal along grain boundaries.
In the formation of the steel, a chromium-rich carbide precipitates at the grain boundaries
leaving these areas low in protective chromium, and thereby, susceptible to attack.  It has
been found that this is closely associated with certain heat treatments resulting from
welding.  This can be minimized considerably by proper annealing processes.  

This form of corrosion is controlled by maintaining low chloride ion and oxygen content
in the environment and the use of low carbon steels.  Environments containing dissolved
oxygen and chloride ions can readily be created in auxiliary water systems.  Chloride ions
can enter these systems via leaks in condensers or at other locations where auxiliary
systems associated with the nuclear facility are cooled by unpurified cooling water.
Dissolved oxygen can readily enter these systems with feed and makeup water.  Thus,
chloride stress corrosion cracking is of concern, and controls must be used to prevent
its occurrence.
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Figure 14  Intergranular Corrosion Cracking

Figure 14 illustrates intergranular stress corrosion cracking.  The pressure of a tensile
stress opens up intergranular cracks and accelerates further corrosion.  Chloride stress
corrosion is a particularly significant problem in the operation of nuclear facilities
because of the wide use of austenitic stainless steel, and the inherent presence of high
tensile stresses associated with pressurization.  Chloride stress corrosion cracks have
been known to propagate in austenitic stainless steel at stresses of about one-fifth yield
strength with chloride concentrations of less than 50 ppm.  Yield strength is discussed
in detail in the Material Science Handbook.

Tests show that the 18-8 stainless steels are susceptible to chloride stress attack when
both the chloride ion concentration and dissolved oxygen concentration are above certain
values.  The region of susceptibility for austenitic stainless steel is illustrated in Figure
15. Note that when dissolved oxygen is present at about 1 ppm, chloride stress
corrosion cracking can be initiated at chloride ion concentrations near 1 ppm.  However,
when the concentration of dissolved oxygen is very low, susceptibility to chloride stress
corrosion cracking is reduced.

High temperature tends to decrease the time required for chloride-induced cracking to
occur, but there appears to be no practical temperature limit below which cracking will
not occur, given sufficient time and severe conditions. The curve in Figure 15 is valid for
temperatures in the range 470�F to 500�F.
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Figure 15   Austenitic Stainless Steel 

Caustic Stress Corrosion Cracking

Caustic stress corrosion, or caustic embrittlement, is another form of intergranular
corrosion cracking.  The mechanism is similar to that of chloride stress corrosion.  Mild
steels (steels with low carbon and low alloy content) and stainless steels will crack if they
are exposed to concentrated caustic (high pH) environments with the metal under a
tensile stress.  In stress cracking that is induced by a caustic environment, the presence
of dissolved oxygen is not necessary for the cracking to occur.

Caustic stress corrosion cracking was first encountered in the operation of riveted steam
boilers.  These boilers were found to fail on occasion along riveted seams.  Failure was
attributed to caustic-induced cracking at the highly stressed regions near and under the
rivets.  Boiler water could easily flow into the crevices which existed under the rivets.

Radiative heating would cause the water in the crevices to boil.  As steam was formed,
it would escape from the crevice.  More boiler water would then flow into the crevice,
boil, and pass from the crevice as steam.  The net result of this continuing process was
concentration of caustic under the rivet.  The combination of high stress and high caustic
concentrations eventually led to destructive cracking of the boiler vessel.
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Where the rate of steam generation (boiling) is high, it is more difficult to eliminate the
problem of solute concentration in regions of the boiler.  Caustic stress corrosion may
concentrate in such regions as the water evaporates rapidly, but sufficient concentration
of caustic by such a mechanism to induce stress cracking is considered unlikely.

Available data indicates that caustic concentrations greater than 10,000 ppm, and
probably up to 50,000 ppm, are required to induce caustic stress cracking (40,000 ppm
NaOH is equivalent to 40 grams per liter or 1 mole per liter).  The pH of such a solution
is on the order of 14.  An alkaline environment is produced and controlled by use of a
solution having some properties of a buffer, that is, one that tends to retard or slow a
reaction or tends to force it in one direction or the other.
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Specialized Corrosion Summary

� Pitting corrosion occurs where the anodic site becomes fixed in a small area and
the formation of holes in an otherwise unaffected area takes place.

� Crevice corrosion is a type of pitting corrosion that occurs specifically within
the low flow region of a crevice.

� Stress corrosion cracking (SCC) is a type of intergranular attack corrosion that
occurs at the grain boundaries under tensile stress.

� Pitting corrosion requires two conditions to occur, low flow and areas of both
high and low oxygen concentration.  When these conditions are met a
differential aeration cell is established which produces an electron flow from the
point of low oxygen concentration to the area of high oxygen concentration.
The difference in oxygen concentration is usually due to a low flow condition.

� Pitting corrosion is a hazard due to the possible rapid penetration of the metal
with little overall loss of mass.  Pitting corrosion is minimized by:

Avoiding stagnant conditions

Using the correct metals and alloys that are less susceptible to the
corrosion

Avoiding agents in the medium that cause pitting

Designing the system and components such that no crevices are present

� Stress corrosion cracking occurs when three conditions are met; the alloy is
susceptible to stress corrosion cracking,  the alloy is exposed to specific
environment, and the alloy is in a stressed condition.

� Chemisorption is the formation of a monomolecular layer of a compound
between the metal's surface atoms.  This layer separates the metal's atoms
thereby weakening the metal and allowing any existing defects to propagate
when a stress is applied.

Summary

The important information of this chapter is summarized below.
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Specialized Corrosion Summary (Cont.)

� Stress corrosion cracking (SCC) is a great concern due to the hazard that it can
readily crack metal of appreciable thickness.  The crack can lead to a serious
failure of the component, or system, and all the attendant results such as:

Contamination
Loss of coolant
Loss of pressure

�  SCC is prevented in reactor system by:

Proper design

Reducing stress levels

Avoiding stagnant areas and crevices in heat exchangers, where chlorides
and hydroxides might become concentrated.

� Chloride stress corrosion

The three conditions that must be present for chloride stress corrosion to occur
are:

Chloride ions present
Dissolved oxygen present
Metal under tensile stress

Chloride stress corrosion is controlled by maintaining low chloride ion and
oxygen content in the environment and the use of low carbon steels.

� Caustic stress corrosion

Caustic stress corrosion is similar to chloride stress corrosion.  The metals
involved are mild steels (steel with low carbon and low alloy content).  The
metals are exposed to concentrated caustic environments and under tensile stress.
The presence of oxygen is not required for cracking to initiate.  Concentration of
greater than 10,000 ppm is required for cracking to initiate.  The level may be
higher for different caustic environments.  



Appendix A 
Corrosion Protection of Steel Surfaces by Painting 

I. Protective painting as corrosion protection method 

Introduction 

A number of different metals  used for industrial purposes require protection against the 
effects of the environment.  Metals need protection against corrosion. Corrosion is a 
physicochemical reaction occurring when a metal is exposed to its environment, which changes 
the properties of the metal and, in many cases, results in degradation of the metal, adjacent 
environment or technical system. Rust is reaction product of iron and steel corrosion. Corrosion 
damage is any change in the corrosion system due to corrosion and which is considered to 
cause degradation of the metal, the adjacent environment, or the technical system they 
constitute together. Corrosion system comprises one or multiple metals and all of the 
parameters of the environment, which contribute to corrosion. Such parameters of the 
environment can also be the coating surface layer, electrode, and so forth. Anti-corrosion or 
corrosion protection refers to the modification of the corrosion system in a way that retards or 
inhibits the formation of corrosion damage. Corrosion protection painting refers to the coating 
of metal surfaces with corrosion protection paint. 

Protection Mechanism of a Paint System 

The most popular corrosion protection method is the application of paint onto the metal 
surface.  An impervious, intact and sufficiently thick coating will prevent ions from entering the 
metal surface, thus reducing the formation of local pairs. Epoxy paints provide an example of a 
type of paint based on imperviousness. Corrosion protection paints used against atmospheric 
stress utilize corrosion protection pigments, which retard the dissolution of metal ions from the 
anode sites. Various phosphates and borates, for example, are used as corrosion protection 
pigments, which, together with water entering the coating, form protective layers at the anode 
sites. The paint protects the steel surface cathodically, when it contains sufficient quantity of 
zinc dust. The zinc particles in the coating are in electrically conductive contact with the steel 
substrate, and, as electronegative metals, are sacrificial anodes that inhibit steel corrosion. 
Water-borne paints also utilize corrosion inhibitors to inhibit corrosion during paint application 
or curing (flash rust). 
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Corrosion of the metal surface to be protected can be inhibited or retarded by applying: - 
corrosion protection paint containing corrosion protection pigments, which passivates the 
anode and/or cathode reaction, or - a coating, which generates sufficient resistance against an 
ion current - a primer giving cathodic protection. 

II. Planning of corrosion protection painting

Planning of corrosion protection painting 

The planning stage is the first step in providing a corrosion protection solution that is both 
technically optimal and economically sound. The entire process chain associated with the 
structure, from the raw material to a final structure ready for deployment, will be considered at 
the planning stage. Therefore, corrosion protection must be taken into consideration from the 
very start of designing a new structure.  

A corrosion protection specification is issued, which comprises all information on all parameters 
influencing the durability of the coating, such as: 

• Designed function and service life of the structure
• Corrosivity parameters of the environment and special corrosivity stresses for the

structure
• Design and shape of the structure
• Surface cleaning and surface preparation
• Paint materials
• Site, time, and conditions for execution of the paint work
• Supervision of paint work
• Requirements for future maintenance

Based on the corrosion protection specification, the purchaser can issue a paint system 
specification. The paint system specification is the basis for a paint work specification, which 
describes how the designed service life of the corrosion protection painting is to be achieved. 
For the specifier of the paint system specification and paint work specification, the corrosion 
protection standards are of great assistance. Using the standards allows for unambiguous 
determination of the corrosivity category of the environment, the state of the steel surface 
prior to painting, quality grade of preparation, paint work, supervision of paint work, etc.   

Painting as a design consideration for steel structures 

Designers of steel structures can use the requirements and constraints of corrosion protection 
during the phase of structural design.  Corrosion protection starts from choosing suitable 
construction elements and establishing the measures designed to prevent corrosion. The shape 
and location of the structure are determinant parameters influencing the execution, inspection 



and maintenance of the corrosion protection painting, as well as its durability and service life. 
In the visual design of the structure, shapes promoting corrosion resistance are to be preferred. 
The surfaces being coated should be as smooth and plain as possible to eliminate sharp edges, 
which hamper the application of paint. Positioning of the elements should allow for keeping the 
structure clean and dry, and in a way that rain, splash and condensation water has free passage 
off the surface. The weld joints must be designed to eliminate formation crevices and traps 
between components, which cannot be coated. Interrupted welds are to be avoided. Unlike 
interrupted welds, a solid weld bead does not form crevices or traps in the structure, which are 
difficult to coat. Riveted joints are poorly suited for structures to be protected by protective 
paint systems. All sections of the steel structure surface must be placed so that they allow 
access for surface preparation, application, inspection and maintenance work.  Sufficient free 
space must be reserved for preparation and application equipment in front of the surface being 
coated. Surfaces exposed to corrosivity and which cannot be coated subsequent to assembly 
must be coated in advance or be constructed of corrosion resistant material. 

Refer to examples of structures not suitable for corrosion 
protection painting and examples of suitable solutions 

In terms of painting, rounded corners and edges are ideal,  
since coating thickness is uniform - Sharp corners are to be avoided 



Determination the Application Site 

The determination of the application site depends on the paint system and the object being 
coated. The term shop application, or industrial painting, refers to an application undertaken in 
a workshop, or an adjacent industrial painting facility. The term field application, or on-site 
application, refers to painting undertaken on-site. Maintenance paint work on old structures is 
in almost all cases undertaken using the field application method. Where feasible, corrosion 
protection painting should be finished under industrial painting conditions. In shop application, 
the conditions can be optimized for corrosion protection painting, and the paint systems and 
application methods ideally suited for the object can be utilized.  Field application performed at 
the assembly site or at the location of the structure is complicated and restricts the choice of 
available paint systems. For these reasons, the installation and assembly of the structure should 
be designed so that, at least, the shape or size of the object does not prevent the use of 
industrial painting for surface preparation and priming. 

III. Substrate Preparation

Determination of the preparation method and the quality grade for metal working and 
surface preparation 

Surface preparation methods are based on the following parameters, among others: 

• relevant working conditions
• state and condition of surface
• quality grade requirements of surface preparation
• surface preparation of the entire surface area or only part thereof
• economical considerations
• special requirements or constraints

The preparation degree and quality grade of surface preparation is determined based on the 
paint system to be used. The paint system is determined based on the protection requirements, 
taking into consideration surface preparation and surface preparation conditions. The quality 
grade for metal working and surface preparation is indicated in the paint system specification. 
The mechanical surface preparation methods and associated quality grades for blast-cleaned 
and prefabrication primer-treated steel surfaces are also described.  

Removal of grease and soil 

Contaminants hampering rust removal and paint work are removed using grease and soil 
removal methods.   The grease and soil removal method is determined based on the surface 
contaminants and the working conditions. Solid contaminants, such as ice and plaster or paint 
material residue, are removed by hammering, scraping or scrubbing. Salts and other water-



soluble contaminants are removed through washing and scrubbing, or high-pressure, steam or 
alkali washing. Oils and greases are removed using alkali, emulsion or solvent washing. After 
alkali or emulsion washing, the surfaces must be rinsed clean. 

Rust removal 

Rust removal is used for removing rust and mill scale from metal surface. The rust removal 
methods are divided into mechanical, thermal and chemical cleaning methods.  

The mechanical cleaning methods include wire brushing and blast cleaning.  Wire brushing (St) 
is performed using hand tools, or wire-brush or grinder power tools.  In abrasive blast cleaning 
(Sa), abrasive granular material is blasted onto the surface using pressurized air or water or a 
centrifugal blaster.  In hydro-blast cleaning (Wa), ultra-high pressure water, over 70 MPa, is 
sprayed onto the surface. Hydro-blast cleaning is based on the impact energy of water directed 
against the surface. No abrasive material is used in hydro-blast cleaning.  The thermal method is 
the flame cleaning, where an acetylene-oxygen flame is used to remove previous paint coats, 
mill scale, and rust from steel surface. Hereafter, the surface is cleaned using wire brushing.  In 
chemical rust removal, i.e. acid pickling, mill scale and rust is dissolved in a suitable acid or acid-
mixture bath. 

Determination and assessment of cleanliness and surface profile of steel surface 

The state of steel surface immediately before cleaning can be indicated as rust grade. The state of steel 
surface immediately after cleaning is indicated as preparation grade or preparation quality grade. 

Rust grades 

The surface of hot-milled steel has a layer of mill scale generated during milling. The 
quantity of rust on steel surface varies according to how long, and in what environment, 
the steel has been unprotected. The rust grade of an uncoated steel surface influences 
the determination of the rust removal method, cleaning costs and durability of the 
coating.  Typical rust grades for hot-milled steel can be designated and marked as A, B, 
C, or D.    

• A represents a steel surface covered largely by a firmly adherent layer of mill
scale and rust is minimal or absent

• B represents a steel surface where the formation of rust is at an initial stage and
where the layer of mill scale has started to flake off.

• C represents a steel layer where the mill scale has rusted off or can be scraped
off, and where minor pitting corrosion can be detected through visual
inspection.

• D represents a steel surface where the mill scale has rusted off and where
generalized pitting corrosion can be detected through visual inspection.
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Preparation grades 

Surface preparation with hand or power tools – 

Scraping or wire brushing manually, or wire brushing or grinding using power 
tools – is designated with the marking ”St”. The number following the marking 
indicates the degree of cleanliness from mill scale, rust, and previous coats. The 
most common preparation grades of wire brushing are St 2 and St 3.  

For example: St 2 = Careful cleaning by hand or power tools. With visual 
inspection, the surface may not contain dust, grease or oil, nor weakly adherent 
mill scale, rust, paint material or foreign substances.  

Surface preparation performed using abrasive blast cleaning is designated with 
the marking ”Sa”. The preparation grades for abrasive blasting are Sa 1, Sa 2, Sa 
2½ and Sa 3. For example: Sa 2½ = Very careful abrasive blast cleaning.  

With visual inspection, the surface may not contain dust, grease, oil, mill scale, 
rust, paint material or foreign substances. The contaminants remaining on the 
surface must be firmly adherent to the substrate.  

Hydro-blast cleaning – 

Hydro-blast cleaning is a surface cleaning method, which uses only high-pressure 
water. Hydro-blast cleaning is based on the impact energy of water directed 
against the surface. Advantages of hydro-blast cleaning include:  

• no solid abrasive granules or associated dust
• removes soluble salts
• removes grease and oil
• leaves no granules or dust on the surface
• does not prevent simultaneous execution of other trades in the

immediate vicinity

Disadvantages of the method include: 

• does not remove mill scale
• does not form surface profile

The following hydro-blast cleaning methods are in common use: 

• high-pressure hydro-blast cleaning (34 MPa – 70 MPa)
• ultra-high pressure hydro-blast cleaning (over 70 MPa)



In the determination of rust grade, the least acceptable rust grade discovered is 
to be recorded. In the determination of the surface preparation degree, the 
degree corresponding most closely under visual inspection to the steel surface 
being assessed is to be recorded. In cases where painting is carried out as 
patching and only part of the surface is prepared, the letter P can precede the 
marking for the surface preparation degree to indicate that the surface 
preparation is only partial, e.g. PSa 2½, surface cleaned partially to surface 
preparation degree Sa 2½. 

Grading of blast-cleaned steel surface profile 

The surface profile refers to the surface micro-roughness, which is normally indicated as 
a ratio of the highest profile peak and the lowest profile valley.  Irrespective of the 
procedures and the type of abrasives used, the surfaces after blast cleaning consist of 
random irregularities with peaks and valleys that are not easily characterized.  Experts 
have therefore concluded that because of this random nature, no method is capable of 
giving a precise value for this profile.  

They have recommended that the profile should be identified either as dimpled (where 
shot abrasives have been used) or angular (where grit abrasives have been used). 
Grading of the surface profiles include: 

• Fine grade Profiles equal to Segment 1 and up to, but excluding Segment 2
• Medium grade Profiles equal to Segment 2 and up to, but excluding Segment 3
• Coarse grade Profiles equal to Segment 3 and up to, but excluding Segment 4

Various surface profile reference comparators can be used for visual and tactile 
comparison of blast-cleaned steel surfaces where shot (S) or grit (G) abrasives have 
been used.  All loose dust and debris is removed from the test surface. The appropriate 
surface reference comparator, either G or S, is selected and placed against the test 
surface. Then the test surface is compared, in turn, with each sector of the comparator. 
The two profiles on the comparator that are nearest to the profile on the test surface 
are assessed and, from these, the grade is determined: “fine grade”, ”medium grade” or 
”coarse grade”.  Hydro-blast cleaning does not form a surface profile. 



Prefabrication primer treatment 

In terms of coating durability, surface preparation and paint work should preferably be 
performed once the final structure is complete. This is not possible in all cases, and the costs of 
surface preparation can be very high. Therefore, mill scale and rust are removed from steel 
plates or beams prior to the workshop stage. In such cases, rust is removed using automatic 
centrifugal blasting equipment, and the cleaning is inexpensive.  

The steel surface is protected immediately after cleaning using a special paint material called 
the prefabrication primer. Formerly, the prefabrication primer went by the name of shop 
primer, which currently refers to the first subsequent priming coat. The purpose of 
prefabrication primer treatment is to protect the cleaned steel surface temporarily during 
transport and the various manufacture phases until the final corrosion protection paint can be 
applied. The prefabrication primer must have the following properties: 

• the primer must be suitable for application using automated coating equipment
• the primer must form a uniform coat with high opaqueness
• the primer must allow for the application of subsequent coats
• the drying time of the primer must not be so long that the coated pieces cannot be

handled shortly after application
• the primer must protect the steel surface for a specified duration
• the primer film must not significantly hamper welding or torch cutting operations
• the saturation of the fumes and vapors from welding and cutting must not exceed

the allowed exposure limits of the working site.

Surface profile reference comparators for test 



In the determination of the prefabrication primer, the subsequent paint system, stress during 
the temporary protection, and stress on the structure after the final coating must all be 
considered. The most common types of prefabrication primers and associated markings are 
Epoxy, Polyvinyl butyral, Acrylic, Ethyl zinc silicate, and Epoxy zinc. 

Prefabrication primers based on ethyl zinc silicate or zinc epoxy are particularly suitable for 
application in cases where the steel remains in outdoor conditions for a lengthy period before 
subsequent coating, the structure is exposed to severe weather stress, and where the 
subsequent coat is of zinc powder paint.  Prefabrication priming must form a uniform film 
thickness. The best outcome is achieved using automatic spraying. 

Chemical conversion treatments and etching primers 

The most commonly used chemical conversion treatments on the cleaned metal surface are; 
phosphating, chromating, chromium-free pretreatments, anodizing of aluminum, etching, and 
painting with an etching primer. These treatments improve the paint material’s adhesion to the 
metal surface and decelerate corrosion underneath the coating. Iron and zinc phosphating are 
suitable for steel, zinc and aluminum surfaces. 

Phosphating is used primarily for sheet products, especially as a preparation method for 
stoving. The phosphating process forms a firmly adherent, thin and fine-grained layer of 
phosphates on the metal surface. Metal objects are treated after cleaning with a 
phosphate solution using either dipping, spraying or brush application.  

Chromating is a surface preparation method used for alloys and galvanized surfaces. 
Metal objects are treated after cleaning with a chromating solution in accordance with 
the chemicals supplier’s instructions. There are also chromium-free pretreatments that 
are suitable for cold-rolled steel and zinc and aluminum surfaces.  

Anodizing of aluminum is an electrolytic pretreatment. The object is immersed into an 
anodizing bath, where the electric current forms a protective oxide layer on its surface. 
The oxide layer is very durable and gives excellent corrosion protection. Anodizing of 
aluminum is commonly used as pretreatment in powder coating.  

Etching is suitable for steel, zinc, aluminum, lead and copper surfaces as well as for 
stainless steel. Etching can be carried out by electrolysis, brush etching, immersion 
etching or spray etching. Etching primers are usually two-pack PVB or epoxy paints 
containing phosphoric acid or special curing agents and pigments. The treatment forms 
a thin film on the metal surface improving adhesion of paint. 



IV. Protective paint systems

As a rule, paints are composed of binders, pigments, fillers, solvents and additives. 

Binders 

A binder forms a coating which bonds to the substrate, containing pigments bound to 
one another by the binder. The binder largely determines the characteristics and 
performance of the coating, such as adhesion, cohesive strength and durability. The 
curing mechanism of the paint is a binder-dependent property. The binders in paints are 
for the main part organic macromolecule polymers (plastics), or reactionable resins, 
which form polymers in the curing process. Synthetic polymers and resins are the most 
important group of binders. Based on the curing mechanism of the binder, paints are 
divided into reversible coatings (physically curing paint) and irreversible coatings. 
Irreversible coatings are further divided into air curing paints, water-borne dispersion 
paints and chemically curing paints. A paint product is named by the binder used, e.g. 
alkyd, epoxy, chlorinated rubber, polyurethane, acrylic or vinyl paints.  

Pigments and fillers 

Pigments are powders which produce the color and hiding power of the coating. 
Corrosion protection pigments are also capable of retarding or inhibiting the corrosion 
reaction. Fillers influence a number of characteristics of the coating, such as gloss, 
durability and brushability. The fillers also increase film density.  

Solvents 

The purpose of solvents is to dissolve the solid resins and polymers, and to reduce 
viscosity of the binder. In water-borne paints, solvent are also used for film formation. 
Although solvents evaporate from the coating after application, they contribute in an 
important way to film formation and properties. Solvents are flammable liquids, and 
most of them produce vapors and fumes harmful to health.  

Based on the solvent’s flash point, the paints are divided into flammable (and 
combustible) liquid classes as follows:  

• Extremely flammable: flash point < 0°C, and boiling point < 35°C
• Highly flammable:  flash point 0 – 21°C
• Flammable flash point 21 – 55°C

If the flash point exceeds 55°C, the paint product is not classified as flammable liquid. If 
the flash point is in the range of 55 – 100°C, only the regulations on the warehousing 
permits of combustible liquids are relevant.  
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Additives 

Paints usually contain a number of additives in small quantities. Additives are required 
to produce certain properties associated with shelf life, viscosity and curing. In water-
borne paints, for instance, the usage of additives is very important. 

 

V. Paint systems 
 

A paint system comprises the substrate, substrate preparation, and the coating formed 
by the protective paints applied to the substrate. A paint system can comprise only a 
single paint, which is applied one or multiple times until a sufficient film thickness is 
accomplished. In most cases, the paint system comprises multiple paints, which have 
properties supplementing one another. Based on the application sequence, the paints 
are divided into primers, intermediate coats and top coats. The corrosion protection 
mechanism of a corrosion protection paint system is based on electric potential 
displacement inhibition, anodic or cathodic inhibition, or cathodic protection. The 
system paints usually utilize two of these three mechanisms. For example, a top coat 
can utilize electric potential displacement inhibition and the primer cathodic inhibition. 
In certain cases, corrosion protection pigments are used in all coats. 

 

VI. Execution of paint work 
 
How the paint is applied greatly influences the performance and durability of the 
coating. All painting work must be performed in a professional manner, in the 
application conditions according to the manufacturer’s instructions provided in the 
technical data sheet. 

Painting methods 

Paints can be applied onto the surface using a number of different painting methods.  
• Spraying 
• brush application 
• roller application 
• dipping 
• flow coating 
• industrial flow coating 
• industrial roller coating 



In the determination of the painting method, the following must be considered, among 
others: 

• painting site 
• shape, size and number of structures being coated as well as manufacture 

process cycles 
• paint type 
• number of colors 
• safety and environmental considerations 
• compatibility of the painting tools and implements used with the paint system 

 

VII. Quality control of corrosion protection painting 
 
Painting is a process where quality cannot be fully assessed merely based on the 
acceptance inspection of the outcome, i.e. the coating finish. Therefore, careful 
planning of corrosion protection work as well as supervision and control during 
execution over all parameters that may have an effect on the final coating is imperative. 
Purchasers increasingly request reference and certification information in writing, or 
other similar permanent form, i.e. quality control and assurance information on the 
quality of the painting and on all relevant parameters.  
 
In corrosion work, a number of different parameters have an effect on the painting 
quality. The process steps are divided into planning, execution and quality assurance, 
i.e. monitoring and inspection activities at various levels. Qualifications and 
commitment of personnel is emphasized in all process phases.  
 
The parameters having an effect on the required quality level of the corrosion 
protection work are presented below in tabular form. To facilitate assessment of the 
quality of the finished painting, the table also illustrates, in the proceeding order of the 
process, the significance of the various steps and associated parameters for the 
qualitative outcome.  
 
A quality plan is to be drafted, taking all the aforementioned considerations in mind. 
When writing the quality plan, or the project specification, it should be noted that 
failure in the performance any of said parameters (the table), during any process step, 
may result in failure or qualitative deterioration of the entire outcome of the corrosion 
protection work.  Successful corrosion protection work requires that - personnel are 
qualified and target-oriented - all process steps are executed in compliance with the 



paint work specification - the required inspections are carried out and documentation 
issued during all process steps 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

Quality plan 

The supplier or contractor applying a quality system will issue a quality plan for the 
painting project in writing, which is in compliance with the quality system and quality 
control applied by the company. The supplier or contractor also issues a report on the 
required qualifications of the applicators.  The quality plan specifies: 

• the target-quality parameters, such as the designed color, visually satisfactory 
painting and agreed film thickness 

• detailed allocation of duties and authorities during all project phases 
• the specific methods, procedures and instructions to be applied 



• the quality inspection procedures for the process steps, and the procedures to 
be applied to corrective action and elimination of deviations. 

• the procedure for amending and endorsing the specification during the progress 
of the project.  

If the supplier or contractor does not apply a quality system, the purchaser and the 
supplier or contractor can agree upon a quality plan in writing, which by form and 
content corresponds to the aforementioned quality plan. The parties can also stipulate 
that the quality inspections of the paint work are carried out by a third party, e.g. a 
certified quality inspector. The third party acts as agent for the parties. When such a 
third party is contracted, it may be necessary to execute a separate agreement, which 
specifies the targets, scope, time, place, measurement methods, and the number and 
time of inspection visits associated with the quality control. The agreement must also 
specify how the inspector records the anomalies discovered, and when, how, and to 
whom the inspector reports the defects and deficiencies and required corrective action 
and elimination of deviations. 

Targets of quality assurance 

The main targets and items associated with quality assurance of corrosion protection 
work are described in the following: 

Personnel 

The applicators of corrosion protection paint must be qualified for the work. 
Work requiring particular care can be performed only by personnel who have 
appropriate professional training or are certified by a recognized organization, 
unless otherwise agreed by the parties. 

Where necessary, a meeting is convened prior to commencing paint work. The 
purchaser, the supplier, and the paint manufacturer must be represented in the 
meeting. The parties discuss in the meeting, among other subjects: 

• the paint system specification, the paint work specification, and the 
standards applicable to the paint work 

• the supplier must demonstrate its capability of delivering, during all 
process steps, the specified quality level 

• the diary maintained during the paint work and the party responsible 
• any ambiguities or conflicts of the specifications or standards, e.g. how to 

paint a difficult spot, which cannot be painted on-site in compliance with 
the paint system specification 

 



Steel structure 

The rust grade of an uncoated steel surface is determined based on stated 
standards.  Unless otherwise agreed to the contrary, only surfaces of rust grades 
A, B, or C are acceptable. The quality of metal working is inspected pursuant to 
standards, while validating that the welds and edges are finished to the agreed 
quality degree. The applicators must have unobstructed access to the work 
object and surface illumination must comply with the paint work specification. 
The inspection results are recorded. 

 

Surface preparations 

The surface must be cleaned to the required surface preparation grade under 
the paint system specification. Contaminants hampering rust removal, such as 
salts, oils, and greases must be washed from the surface before wire brushing or 
blasting.  

Where necessary, the parties agree on the type, size, and purity of blasting 
abrasives. The cleaning equipment must comply with the agreement and be in 
good operational condition, the output of the air compressor must be sufficient 
and the pneumatic air free of contaminants.  

Ambient temperature, the temperature of the work object and relative humidity 
must be in compliance with the agreement during cleaning. The readings 
obtained are recorded.  

The surface preparation grade is assessed and the results are recorded.  After 
blast cleaning, the surfaces of rust grades C and D may contain water-soluble 
ferrous salts, chlorides, and dust not visible to naked eye.   

In blast cleaning, disturbing an intact coat is to be avoided. The borderline 
between the cleaned surface and the intact coating must be feathered. The 
surface preparation work must be scheduled so that the surface can be coated 
as soon as possible after preparation, before it becomes soiled. Work lighting 
must be sufficient. 

 

Conditions  

Surface preparation and painting must be performed under the conditions 
specified in the paint working specification or the applicable standards. The 
conditions during surface preparation, application and curing must not deviate 
from the ambient air and surface temperature range indicated by the paint 



supplier. Where necessary, the conditions are reorganized to comply with the 
requirements, or the work is suspended until requirements are met. 

The following parameters of the environment must be measured, monitored and 
recorded to the agreed extent: 

• ambient temperature 
• substrate temperature 
• relative humidity in ambient air 
• dew point 
• wind conditions 
• temperature of paint material 
• lighting conditions 
• any operations in the vicinity disturbing application 
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