
Section 4:
Session 4: Crack Growth Rate Studies for

the Disposition of Flaws

251



US REGULATORY EXPERIENCE AND PROGNOSIS WITH
RPV HEAD DEGRADATION AND VHP NOZZLE CRACKING

Allen L. Hiser, Jr.

Assistant Branch Chief
Materials Engineering Branch

Office of Nuclear Regulatory Research
U.S. Nuclear Regulatory Commission

Cracking in Alloy 600 penetration nozzles in the reactor pressure vessel upper
heads of pressurized water reactors (PWRs) has been an issue in the U.S.
nuclear industry for more than 10 years. Since the first identification of leaking
vessel head penetration (VHP) nozzles in US pressurized water reactors (PWR)
in 2000, the US Nuclear Regulatory Commission (NRC) has used several
generic communications to elicit those inspections necessary to provide a
reasonable assurance of adequate protection of the public health and safety.
This approach was modified recently with the issuance of orders to all PWR
plants to require the implementation of visual and non-visual examinations. This
paper reviews the recent regulatory history, describes the examination methods
and frequency of examinations mandated by the recently-issued orders, and
provides a prognosis for future inspection requirements.

Introduction

Alloy 600 is used to fabricate various parts in nuclear power plants, including reactor vessel top
head penetrations for control rod drive mechanism (CRDMs), control element drive
mechanisms (CEDMs), in-core instruments (ICls) and thermocouples, reactor vessel bottom
head bottom mounted instruments (BMls), pressurizer heater sleeves, and various other
instrumentation ports. Related weld materials Alloy 82 and Alloy 182 are used to join these
Alloy 600 parts to the ferritic steel components and also as a bimetallic weld joining ferritic
base materials to austenitic stainless steel base materials. Alloy 600 and its associated weld
filler metals were originally used because of expectations of resistance to service-induced
cracking. However, parts fabricated from these materials have demonstrated a susceptibility to
primary water stress corrosion cracking (PWSCC), also referred to as low potential stress
corrosion cracking (LPSCC). This paper focuses on the recent experience in the U.S. with
PWSCC of upper head penetrations, with descriptions of other findings (excluding steam
generator applications) to provide context.

A schematic cross-section of an upper head is provided in Fig. 1. This schematic is for a head
fabricated by Babcock and Wilcox. A schematic cross-section of a CRDM nozzle is provided in
Fig. 2., illustrating the J groove weld, the counterbored region just above the J-groove weld
(and the annulus between the RPV head and the CRDM nozzle), and the shrink fit region of the
head and the CRDM nozzle.

Formerly, Senior Materials Engineer, Materials and Chemical Engineering Branch, Office of
Nuclear Reactor Regulation.
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Early Findings of PWSCC in Alloy 600

In the United States, PWSCC of Alloy 600 became an issue following a leakage event of a
pressurizer heater sleeve nozzle at Calvert Cliffs Unit 2 in 1989. Other instances of leakage in
pressurizer instrument nozzles were identified in both domestic and foreign PWRs, as
described in Information Notice 90-10 (Ref. 1). As described in this Information Notice:

PWSCC of Inconel 600 is not a new phenomenon. However, very little special
attention has been given to the inspection for PWSCC in Inconel 600
applications other than that associated with the steam generator tubing. As a
result of the recently reported instances of PWSCC in the pressurizer heater
thermal sleeves and instrument nozzles in several domestic and foreign PWRs,
it may be prudent for licensees of all PWRs to review their Inconel 600
applications in the primary coolant pressure boundary, and when necessary, to
implement an augmented inspection program.

As described in Reference 2, the first indication of cracking in upper head Alloy 600
penetrations was identified in France at Bugey Unit 3 in 1991 during the ten-year primary
system hydrostatic test. The leak rate was low, < 1 liter/hr (0.004 gpm), for the through-wall
crack identified in an outer row CRDM nozzle. Further examinations indicated that the leakage
was from an axial flaw that had initiated on the nozzle inside surface near the elevation of the
J-groove weld. This flaw was also found to have a small extension in the nozzle base material
that was inclined - 300 from the nozzle axis, and a small extension into the J-groove weld. In
addition, several other partial depth axial cracks were identified at a similar elevation in this
nozzle. Failure analysis confirmed that the cracking was due to PWSCC, and identified the
following contributing factors:

* Stress concentration at a counterbore on the nozzle inside surface at the J-groove weld
elevation.

* High hardness of the cold-worked machined surface.
* High residual stresses in the nozzle resulting from the welding.
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Figure 1 Schematic cross-section of an upper Figure 2 Schematic cross-section of a
RPV head for a B&W plant. CRDM nozzle in an upper RPV head.
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The first U.S. inspection of vessel head penetration (VHP) nozzles took place in the spring of
1994 at the Point Beach Nuclear Generating Station, and no indications were detected in any of
its 49 CRDM penetrations (Ref. 3). The eddy current inspection at the Oconee Nuclear Station
(ONS) in the fall of 1994 revealed 20 indications in one penetration. Ultrasonic testing (UT) did
not reveal the depth of these indications because they were shallow. UT cannot accurately size
defects that are less than one mil deep (0.03 mm). These indications may be associated with
the original fabrication. A limited examination of eight in-core instrumentation penetrations
conducted at the Palisades plant found no cracking. An examination of the CRDM penetrations
at the D. C. Cook plant in the fall of 1994 revealed three clustered indications in one
penetration. The indications were 46 mm (1.81 in.), 16 mm (0.63 in.), and 6 to 8 mm (0.24 to
0.31 in.) in length, and the deepest flaw was 6.8 mm (0.27 in.) deep. The tip of the 46-mm
(1.81 in.) flaw was just below the J-groove weld. Virginia Electric and Power Company
inspected North Anna Unit 1 during its spring 1996 refueling outage. Some high-stress areas
(e.g., upper and lower hillsides) were examined on each outer ring CRDM penetrations and no
indications were observed using eddy current testing.

Generic Letter 97-01

On April 1, 1997, the NRC issued Generic Letter 97-01 (Ref. 3) to request PWR licensees
submit descriptions of their programs for inspecting CRDM and other VHP nozzle penetrations.
As described in a generic response to NRC requests for additional information (Ref. 4), the
industry used a histogram grouping of plants, in combination with completed inspections and
planned inspections as its approach for managing this issue. The plant grouping used
probabilistic crack initiation and growth models to estimate the amount of time remaining (in
effective full power years, EFPYs) until the plant reached a limiting condition for a reference
plant. This limiting condition was the time for the plant to reach the same probability of having a
crack 75% through-wall as D.C. Cook Unit 2 had at the time a 6.5 mm deep crack was
identified in 1994. These models included differences in operating time and temperature, water
chemistry environment, surface stress, component geometry, material yield strength and
microstructure, and fabrication practices (amount of cold work during machining) between the
subject plant and the reference plant in determining a plant's susceptibility. The industry cited
inspection results from six plants (D.C. Cook Unit 2, North Anna Unit 1, ONS-2, Millstone Unit 2,
Point Beach Unit 1, and Palisades) and inspection plans at five plants (Farley Unit 2, Crystal
River Unit 3, Diablo Canyon Unit 2, Ginna, and San Onofre Unit 3) as key information that
would inform the need for any additional actions to manage the issue.

These inspections continued into the fall of 2000, with no significantly adverse results. As
described in Reference 2, the most significant crack identified in these inspections was a 6.8
mm (0.27 in.) deep crack found at D.C. Cook Unit 2. This flaw was repaired by a process that
involved partial removal (by grinding) and and overlay weld to isolate the remnant of the original
flaw from the environment. Three of the plants identified shallow "craze cracks,' generally
found as cluster of shallow, less than 0.2 mm deep (0.008 in.) and axially oriented. At Millstone
Unit 2, one nozzle with seven such indications in a single nozzle were removed by flapper
wheel grinding to a depth of 0.8 mm (0.032 in.).

Worldwide, inspection activities were finding PWSCC in VHP nozzles, and in some cases RPV
heads were being replaced. Common characteristics of these findings were the flaws
originating in the nozzle base material and located on the inside surface of the nozzles.
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In the fall of 2000, the inspection findings in the U. S. became more significant. At Oconee
Unit 1 that fall, boron deposits were identified on the RPV head at one CRDM nozzle and at five
(of the eight) thermocouple nozzles (one of only two plants with small diameter thermocouple
nozzles). Contrary to expectations, the boron deposits were very small (less than 1 in.3 total
volume), as illustrated in Fig. 3. Analysis of the CRDM nozzle identified an axial-radial PWSCC
crack that initiated in the J-groove weld and propagated part way into the outer diameter
surface of the nozzle. The crack in the J-groove weld was arrested when it encountered the
RPV head base material, consistent with expectations.

In February 2001, Oconee Unit 3 identified nine nozzles with leaks (again small boron
deposits). Additional inspections, including ultrasonic, eddy current and liquid penetrant
examinations, identified numerous part- and through-wall axial cracks, generally initiated on the
outer diameter surface of the nozzles below the J-groove weld. During the repair of these
nozzles, two of the nozzles were found to have single through-wall circumferential cracks
extending 1650 around the nozzle, although the cracks were not through-wall for their entire
circumferential extent. These cracks were identified as having initiated on the nozzle outer
diameter surface. The findings at Oconee Unit 3 were the subject of NRC Information Notice
2001-05, issued on April 30, 2001 (Ref. 5).

In March 2001, Arkansas Nuclear One Unit 1 (ANO-1) identified boron deposits on a single
CRDM nozzle. Examination of this nozzle identified an axial part-through wall crack that
initiated on the nozzle outer diameter surface below the J-groove weld and propagated to a
distance 33 mm (1.3 in.) above the J-groove weld.

In April 2001, Oconee Unit 2 identified boron deposits on four CRDM nozzles. Eddy current
examinations of these nozzles identified clusters of shallow axial indications on the nozzle
inside surfaces, ranging in depth from 0.35 to 0.8 mm (0.014 to 0.032 in.) and in length from 23
to 79 mm (0.9 to 3.1 in.). Ultrasonic examination of these nozzles identified numerous axial
flaws on the nozzle outer diameter surfaces, including one circumferential crack above the J-
groove weld. The latter was reported as 32 mm (1.25 in.) long and 1.8 mm (0.07 in.) deep.
Leakage from these nozzles was identified as originating from cracks on the outer diameter
surface of the nozzle that propagated along the weld to nozzle interface from below the J-
groove weld to above the weld.

Figure 3 Leakage at Oconee Unit 1
identified fall 2000.
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Bulletin 2001-01

With these findings, the NRC took action by issuing Bulletin 2001-01 in August 2001 (Ref. 6).
The focus of this Bulletin was the safety issue of circumferential cracking in VHP nozzles, with a
goal of providing assurance that no such cracking existed in plants. Because of the time frame
involved in the development of a circumferential crack that could be subject to nozzle ejection,
visual inspections of the RPV head outer surface, where the nozzle intersected the RPV head,
was considered at that point to be an adequate inspection. As described in this Bulletin,

Cracking due to PWSCC in PWR CRDM nozzles and other VHP nozzles
fabricated from Alloy 600 is not a new issue; axial cracking in the CRDM nozzles
has been identified since the late 1980s. In addition, numerous small-bore Alloy
600 nozzles and pressurizer heater sleeves have experienced leaks attributable
to PWSCC. Generally, these components are exposed to high temperatures
(greater than 550 0F) and a primary water environment. However, circumferential
cracking from the nozzle OD to the ID, above the weld, and cracking of the
J-groove weld have not been previously identified in PWRs.

As described in Bulletin 2001-01, the generic responses of licensees to Generic Letter 97-01
were predicated on the development of susceptibility ranking models to relate the operating
conditions (in particular the operating temperature and time) for each plant to the plant's relative
susceptibility to PWSCC. The generic responses committed to surface examinations of the
VHP nozzles at the plants identified as having the highest relative susceptibility ranking.
Consistent with the expectations expressed by the NRC staff in Generic Letter 97-01, the
surface examinations conducted prior to November 2000 identified only limited axial cracking,
and circumferential cracking below the weld in the base metal of CRDM nozzles, but no
circumferential cracking above the nozzle welds and no cracking in the Alloy 182 welds.

However, as described in Bulletin 2001-01, the identified CRDM nozzle degradation
phenomena from the spring 2001 outage season raised several issues regarding the resolution
approach taken in Generic Letter 97-01:

(1) Cracking of Alloy 182 weld metal has been identified in CRDM nozzle J-groove welds for
the first time. This finding raises an issue regarding the adequacy of cracking
susceptibility models based only on the base metal conditions.

(2) The identification of cracking at ANO-1 raises an issue regarding the adequacy of the
industry's Generic Letter 97-01 susceptibility model. ANO-1 cracking was predicted to
be more than 15 effective full power years (EFPY) beyond January 1, 1997, from
reaching the same conditions as the limiting plant, based on the susceptibility models
used by the industry to address base metal cracking in response to Generic Letter
97-01.

(3) Circumferential cracking of CRDM nozzles, located outside of any structural retaining
welds, has been identified for the first time. This finding raises concerns about the
potential for rapidly propagating failure of CRDM nozzles and control rod ejection,
causing a loss of coolant accident (LOCA).
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(4) Circumferential cracking from the CRDM nozzle outer diameter to the inner diameter
has been identified for the first time. This finding raises concerns about increased
consequences of secondary effects of leakage from relatively benign axial cracks.

(5) Circumferential cracking of CRDM nozzles was identified by the presence of relatively
small amounts of boric acid deposits. This finding increases the need for more effective
inspection methods to detect the presence of degradation in CRDM nozzles before the
nozzle integrity is compromised.

This Bulletin was an information request for licensees to identify their VHP nozzle inspection
plans. Based on industry input (Ref. 2), the Bulletin grouped the plants based upon a time-at-
temperature model that quantified the time for each plant to achieve the same calculated time-
at-temperature as ONS-3 when that plant identified circumferential cracks. The Bulletin then
described inspections, including inspection method and inspection timing, that would be
effective in identifying nozzle cracking in plants in each grouping, based upon the level of
expectation for cracking in the group. This Bulletin introduced two new terms to describe visual
examinations, a "qualified visual examination" (for plants with a high susceptibility to PWSCC)
and an "effective visual examination" (for plants with a moderate susceptibility to PWSCC). The
effective visual examination was described in Reference 6 as an examination

of 100% of the VHP nozzles that is capable of detecting and discriminating small
amounts of boric acid deposits from VHP nozzle leaks, such as were identified at
ONS-2 and ONS-3, may be sufficient to provide reasonable confidence that
PWSCC degradation would be identified prior to posing an undue risk. The
effective visual examination should not be compromised by the presence of
insulation, existing deposits on the RPV head, or other factors that could
interfere with the detection of leakage."

The qualified visual examination was described in Reference 6 as an examination that is

able to reliably detect and accurately characterize leakage from cracking in VHP
nozzles considering two characteristics. One characteristic is a plant-specific
demonstration that any VHP nozzle exhibiting through-wall cracking will provide
sufficient leakage to the RPV head surface (based on the as-built configuration
of the VHPs). Secondly, similar to the effective visual examination for moderate
susceptibility plants, the effectiveness of the qualified visual examination should
not be compromised by the presence of insulation, existing deposits on the RPV
head, or other factors that could interfere with the detection of leakage.

One implication from the Bulletin was the identification of a group of thirteen plants that either
had experienced VHP nozzle cracking or leakage (at the time this included the three Oconee
units, ANO-1, and DC Cook Unit 2), and additional plants that were calculated to be within five
years of operating time from the ONS-3 calculated time-at-temperature. For this group of
plants, the Bulletin suggested that inspections should be performed by December 31, 2001.
These thirteen plants included seven Babcock and Wilcox plants (including the three Oconee
units, ANO-1, Crystal River 3, Three Mile Island Unit 1, and Davis-Besse) that tended to
operate at higher temperatures than the other PWR plants.
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Of the thirteen plants that were of particular interest to the Bulletin, five had received recent
inspections that were considered to be consistent with the expectations of the Bulletin. Four of
the remaining eight had refueling outages scheduled prior to December 31, 2001. Two of the
remaining four were the second unit at dual unit sites where the first unit was scheduled to be
inspected, and the licensee in this case decided to perform an inspection at all units consistent
with the schedule outlined in the Bulletin. The two remaining units are Davis-Besse, which is
described below, and D.C. Cook Unit 2. Cook 2 was scheduled for refueling in fall 2001, but
operational issues in the summer of 2001 pushed their planned outage back until mid-January
2002. After numerous interactions with the licensee and additional justification by the licensee,
the NRC staff concluded that the licensee's schedule was acceptable.

Of the plants that did inspections in fall 2001, Crystal River Unit 3 identified a nozzle with boron
deposits, and ultrasonic examination revealed a through-wall circumferential crack that
extended - 900 around the nozzle (Fig. 4). This nozzle was repaired.

ONS-3 identified another five nozzles with leaks, seven that required repair, including one
nozzle with a circumferential crack.

Three Mile Island Unit 1 identified five CRDM nozzles with leaks and all eight thermocouple
nozzles with leaks. Additional ultrasonic and penetrant tests identified an additional three
nozzles with cracks. All of the thermocouple nozzles were repaired (plugged) and six of the
eight cracked CRDM nozzles were repaired.

North Anna Unit 1 identified nine nozzles with shallow cracks that were found by the licensee to
be acceptable for continued operation. North Anna Unit 2 identified three leaking nozzles that
were repaired.

Surry Unit 1 identified four nozzles with leaks and repaired a total of six nozzles. Surry Unit 2
identified no leaking nozzles from a bare metal visual examination.

The inspection at D.C. Cook Unit 2 identified no unacceptable indications.

Figure 4 Boric acid deposits identified at
Crystal River Unit 3 during its fall 2001
outage.
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Davis-Besse

The Davis-Besse refueling outage began on February 16, 2002. The licensee planned to
perform a visual inspection of the outer surface of the RPV head looking for signs of boron
deposits, and ultrasonic inspection of all CRDM nozzles. The inspection identified five nozzles
with indications, including three with through-wall cracks, and the licensee decided to repair all
five nozzles. During machining to facilitate repair of nozzle #3, the equipment rotated and was
removed from the head. Upon removal, the licensee found that the nozzle had tipped, with the
CRDM flange (located above the head) contacting the flange of an adjacent CRDM. The
licensee cleaned the surface of the RPV head and found a large cavity adjacent to nozzle #3
(Fig. 5), where the RPV head base material had been corroded down to the stainless steel
cladding. Subsequent investigation revealed an additional much smaller degraded area near
nozzle #2, located within the wall thickness (no cladding was exposed).

The licensee completed a root cause analysis (Ref. 7). One of the new pieces of information in
that report was a photograph of the head from the 2000 refueling outage (Fig. 6). A similar
photograph, albeit without the reddish tinting from corrosion product, has subsequently been
identified from the 1998 outage.

After the initial finding of the cavity at Davis-Besse, the NRC issued Information Notice 2002-11
(Ref. 8), 'Recent Experience with Degradation of Reactor Pressure Vessel Head,' on March 12,
2002. After some of the evidence began to be accumulated regarding secondary indications of
a serious ferritic corrosion event, the NRC issued Information Notice 2002-13 (Ref. 9),
"Possible Indicators of Ongoing Reactor Pressure Vessel Head Degradation," on April 4, 2002.

Bulletin 2002-01

In response to the findings at Davis-Besse, the NRC issued Bulletin 2002-01 (Ref. 10) on
March 18, 2002. The focus of this Bulletin was to assess licensee inspections and other
information that could provide a basis for conclusions on the condition of the RPV head. The
Bulletin also addressed boric acid corrosion of other parts of the reactor coolant system.
Following issuance of this Bulletin, inspection findings in spring 2002 were relatively quiet. The
exception was an inspection at Millstone Unit 2, which identified three nozzles (no leaks)
requiring repair, with axial outer diameter surface cracks that extended from below the J-groove

Figure 6 Boric acid and corrosion products
Figure 5 Cavity identified at Davis-Besse identified on the RPV head flange of Davis-
during its spring 2002 outage. Besse during its 2000 outage.
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into the weld zone. This finding is significant because this plant had the lowest susceptibility of
any plant that had identified cracking.

Bulletin 2002-02

Since the initial findings of circumferential cracking at ONS-3, the nuclear industry has been
working to develop inspection recommendations (and justification for the recommendations)
that would provide effective management of the issue. This effort was continually challenged
by new findings, e.g., Davis-Besse upper head wastage, and the industry did not have a
proposal available for consideration by the summer of 2002. To address cracking and wastage
on the upper RPV head, the NRC issued Bulletin 2002-02 in August 2002 (Ref. 11). This
Bulletin provided a description of a comprehensive inspection program that identified a
combination of visual and non-visual examinations on a graded approach consistent with a
variety of plant susceptibilities to PWSCC. This Bulletin used a parameter referred to as
effective degradation years (EDY) to characterize plant susceptibility to PWSCC. Calculation of
this parameter requires information on the RPV head operating temperature(s) and the
operating time (i.e., effective full power years, EFPY) at each operating temperature. These
data are used to integrate the effects of operating temperature, normalized to 316 0C (600 0F).
The standard Arrhenius activation energy dependence on temperature is applied to each time
period with a distinct head temperature:

EDY =X AEFpyj expitQ= Texp[ 1 Teadcj Tref)

where:

EDY = effective degradation years
n = the number of distinct operating temperatures used at the plant
Qi = activation energy for crack initiation (50 kcal/mole)
R = universal gas constant (1.103x10-3 kcal/mol-'R)
Thead,j = RPV head operating temperature at 100% power during time period j (OR = OF +

459.67)
AEFPYj = the effective full power years of operation at temperature Thead,j
Tref = reference temperature (600'F = 1059.670R)

Notable inspection findings were prevalent during the fall 2002 outages. North Anna Unit 2
identified two leaking nozzles. One of these leaks was from a nozzle that had received a weld
over-lay repair at the previous outage. Failure of the repair was attributed to the weld over-lay
repair not completely covering the original Alloy 182 weld butter, with cracking then occurring in
the original weld at the periphery of the repair weld. Surface examinations of the J-groove
welds identified more than half of the welds with cracks. Ultrasonic testing of the nozzle base
material identified twenty nozzles with axial indications. Several nozzles were identified with
circumferential cracks on the nozzle outer diameter surface within the zone of the J-groove
weld, just below the root of the weld. With the myriad of repairs necessary due to these
findings, this plant became the first U.S. plant to install a new RPV head using Alloy 690 nozzle
base material and Alloy 52 and 152 welds.
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At ANO-1, a leak was identified from the nozzle that had been repaired in the spring of 2001.
The failure of the repair was attributed to the weld over-lay repair not completely covering the
original J-groove weld, similar to the North Anna Unit 2 finding.

At Sequoyah Unit 2, minor head corrosion was identified from a boron leak located above the
RPV head. In particular, the licensee identified a leak from a valve in the reactor vessel level
instrument system (RVLIS). Leaking coolant impacted the RPV head insulation below the
valve, fell through a seam in the insulation and onto the RPV head. After the RPV head was
cleaned up, a corrosion area was identified with dimensions 127 mm (5 in.) long and 8 mm
(5/16 in.) wide, with a maximum depth of 3 mm (1/8 in.).

Order EA-03-009

The NRC issued Order EA-03-009 (Ref. 12) to all PWR licensees on February 11, 2003. This
Order amends the licenses to provide specific inspection requirements for all PWR plants. This
Order requires that plants evaluate their susceptibility to PWSCC using a formula for effective
degradation years, EDY. The Order then provides specific inspection requirements based upon
the EDY level of the plant. The Order provides requirements for plants with EDY greater than
12 or that have experienced PWSCC. These plants are required to perform a bare metal visual
examination and a non-visual examination every refueling outage. Moderate susceptibility
plants (those with EDY from 8 to 12) are required to perform either bare metal visual or non-
visual examination every outage, alternating the two methods each RFO. Low susceptibility
plants (with EDY less than 8) are required to perform a bare metal visual examination by their
second refueling outage after issuance of the Order and every third refueling outage or five
years thereafter. In addition, low susceptibility plants are required to perform non-visual
examination by February 11, 2008, and then repeat every fourth refueling outage or seven
years thereafter.

The non-visual examinations described in the Order are ultrasonic examination or surface
examination. The ultrasonic examination covers from the bottom of the nozzle to 2 inches
above the J-groove weld, and includes an assessment to determine if leakage has occurred in
the interference fit zone of the nozzles. The scope of the surface examination includes the
surface of the J-groove weld, the outer diameter surface of the VHP nozzle base metal, and the
inside surface of the VHP nozzle to a point 2 inches above the J-groove weld.

The Order provides explicit inspection requirements for repaired nozzles and welds, and makes
no distinction for heads fabricated from Alloy 600 or Alloy 690.

In addition to the susceptibility based inspections of the RPV head surface and VHP nozzles,
the Order requires that all licensees perform visual inspections to identify boric acid leaks from
components above the RPV head, with follow-up actions including inspection of potentially-
affected RPV head areas and VHP nozzles should any leaks be identified.

The Order also provided means for licensees to request relaxation from its requirements upon
demonstration of good cause. As of mid-December 2003, nineteen plants had made specific
requests for relaxation. These requests relate to limitations in inspection of the top of the
nozzles (above the J-groove welds), the lower end of the nozzles, the bare metal visual
examination of the RPV head surface, and the need to inspect all nozzles or parts of the nozzle
using a single inspection method.
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Relaxation requests for the lower end of the nozzles have been due to the presence of guide
funnel threads and tapers on the end of the nozzles. In additional, one licensee highlighted an
impediment to a complete volumetric examination for cases in which a transducer with a pair of
sensors is used for detection of circumferential cracking. The latter issue results in a lack of
coupling at the end of the nozzle that prevents a triangular area with long leg on the nozzle
outer diameter surface from being effectively interrogated.

The relaxations related to the bare metal visual examination concern service structure
impediments that prevent a 100% examination of the RPV head outer surface. These
impediments prevent inspection of less than 5% of the head surface and do not substantially
preclude inspection of areas located at head elevations above the outer row of VHP nozzles.

The relaxations related to the nozzle inside surface above the J-groove weld are due to
geometric conditions that prevent effective examination of these areas. In one case, the CRDM
nozzles had centering tabs and a step on the nozzle inside surface just above the J-groove
weld.

Because of the specific wording used in the Order, licensees are required to inspect all VHP
nozzles using the same approach, either ultrasonic examination or surface examination. This
has proven problematic for certain cases, such as the head vent line that does not have an
interference fit (thus preventing the ultrasonic leakage assessment required in conjunction with
the ultrasonic examination) and certain situations where approval was sought for a limited
scope surface examination to supplement the ultrasonic examination.

For the short term, the NRC staff has revised Order EA-03-009 (Ref. 13) to implement changes
that would eliminate the need for many of the relaxation requests that have demonstrated no
safety benefit to certain requirements of the Order. This revision to the Order permits the use
of multiple inspection types for each nozzle and provides other inspection scope reductions that
have no safety implications. In support of this activity, the industry submitted a report (Ref. 14)
that provided a generic evaluation of industry-proposed revisions to the scope of the
inspections required in Order EA-03-009.

Bottom-Mounted Instrument Cracking

With the focus of attention on PWSCC of Alloy 600 on the upper RPV head and possible boric
acid corrosion of ferritic components throughout the reactor coolant system, visual
examinations of other applications of Alloy 600 have increased in their thoroughness and
effectiveness. One area that was not anticipated to provide short-term PWSCC concerns was
the RPV lower head BMIls, due to the cold-leg operating temperature of the RPV lower head.
However, in the spring of 2003, the licensee for the South Texas Project Unit 1 (STP-1)
identified apparent boron deposits on the lower RPV head near two BMIls (Ref. 15).
Characterization of all of the BMI nozzles at STP-1 identified PWSCC in these two nozzles, and
no PWSCC in any other nozzle (Ref. 16). The operating temperature of the STP-1 lower head
was - 2940C (561 OF), and the calculated EDY was less than 3. Besides issuance of these
Information Notices, the NRC issued Bulletin 2003-02 (Ref. 17) to obtain information on
licensee inspection activities and inspection plans for the RPV lower head. Thus far other
plants have identified white residue on the lower head, frequently boron traced to refueling seal
leakage or other sources above the RPV lower head, but no other plant has identified PWSCC
in the BMIls.
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Outlook

The long-term goal in this area is for the NRC to adopt at 10 CFR 50.55a permanent
requirements for inspections to ensure the integrity of the RPV head and VHP nozzles. It is
preferred that the American Society for Mechanical Engineers (ASME Code) adopt acceptable
requirements in Section Xl of the Code that the NRC could endorse; absent acceptable ASME
Code requirements the NRC would seek to enumerate acceptable requirements at 10 CFR
50.55a.

The longer term solution for many plants has been to seek replacement of the RPV head using
Alloy 690 nozzles and Alloy 52 and 152 for weld filler metals. At the present time thirty-one
plants have expressed an intent to replace their RPV head; eleven had completed vessel head
replacement by early 2004.

Regarding the future for other applications of Alloy 600 in PWRs, it is reasonable to expect that
all parts, components and joints fabricated from Alloy 600 and weld filler metals Alloys 82 and
182 will continue to crack during operation. The critical aspect of preventing this cracking from
leading to challenges to plant safety systems will be the implementation of management
programs, including effective inspection activities, to identify and remediate the cracking.
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ABSTRACT

Stress corrosion crack growth rate (SCCGR) tests were conducted on Alloy
182 and Alloy 82 weld metals. Tests were conducted using compact tension
specimens, which were either actively-loaded, bolt-loaded, or loaded via a
novel compliant self-loaded compact tension (CSLCT) specimen technique in
which the load is applied using a pre-compressed Alloy X-750 ring. This 'ring-
loading' method combines some of the advantages of active-load and bolt-
load methods. Specifically, the CSLCT specimens maintain a nearly constant
load during testing (due to the compliant design of the ring), and yet are
compact enough that a large number of specimens can be tested in a single
autoclave.

SCCGRs are reported as the average SCC growth rate (SCCGRAVE), rather
than the maximum SCC growth rate (SCCGRMAx). There is a concern, as
discussed in this paper, that the apparent maximum SCCGR in a laboratory
test is not constant, but rather changes with test duration. To circumvent the
concern regarding SCCGRMAx while still capturing the information obtained in
the test related to the maximum SCC extension, a quantity referred to as the
RATIO is reported for each data point. This quantity refers to the ratio of the
maximum SCC extension (Aamm) to the average SCC extension (AaAVE) - i.e.,
RATIO = AamAx/AaAvE. Reporting the SCCGRAVE and the RATIO provides a
quantitative measure of both the average SCC extension and the maximum
SCC extension in a test.

The SCCGRAvE data reported in this study are consistent with SCCGRAVE data
reported by other investigators, for both Alloys 182 and 82. The SCCGRs
reported herein are more rapid for Alloy 182 than for Alloy 82. This result may
be related to the lower chromium content of Alloy 182 (- 15 wt% Cr compared
to - 20 wt% Cr for Alloy 82), the different welding processes employed, and/or
the higher carbon levels for the Alloy 82 heats. Regressions were performed
using several empirical model forms, to estimate SCC parameters such as the
temperature and stress intensity factor dependencies.

Although much of the data scatter in the SCCGR response is suspected to be
caused by the inherent variability of weld materials, another contributor to the
variability is believed to be aqueous hydrogen (H2) concentration. Aqueous
hydrogen concentration was found to influence the SCCGR of Alloy 82.
Consistent with the behavior previously reported for Alloy 600 and Alloy X-
750, the stress corrosion crack growth rates increase as the measured
nickel/nickel oxide phase transition is approached. This factor has not been
incorporated into the empirical models discussed above.
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BACKGROUND

Primary water stress corrosion cracking (PWSCC) of Alloy 182 and 82 weld metal is a concern,
as described in References [1] to [4]. According to Reference [1], an Alloy 600 vessel head
penetration crack in the Bugey 3 plant was found to propagate into the Alloy 182 weld material.
More recently, from 1994 to 1998, several stress corrosion cracks have been detected in Alloy
182 welds in American plants such as St. Lucie, San Onofre and Calvert Cliffs [1]. According to
Reference [2], leakage was detected in an outlet nozzle-to-pipe weld of the V.C. Summer plant
in October 2000. Stress corrosion cracking had occurred in both the Alloy 182 buttering and the
Alloy 82 weld metal, as shown in Figure 1 [3]. Non-destructive test (NDT) indications in a
similar location (outlet nozzle-to-safe end weld) had been observed in June 2000 at Ringhals
Unit 3 in Sweden. NDT indications were subsequently found in the same region of Ringhals
Unit 4, in the fall of 2000. The cracking in Ringhals 3 and 4 [4] was less severe than the V.C.
Summer cracking. The Ringhals welds were fabricated from Alloy 182 weld metal.

EPRI Materials Reliability Program: Given the concerns for primary water stress corrosion
cracking of Alloy 600 and its weld metals, the Electric Power Research Institute (EPRI) is
sponsoring a Materials Reliability Program (MRP). The MRP group members have developed a
recommended stress corrosion crack growth rate curve for PWSCC of thick-wall components
fabricated from Alloy 600 material [5]. A similar effort is underway for weld materials. The
present work is intended to be a contribution to this effort.

EXPERIMENTAL

Materials

Two heats of Alloy 182 weld metal and three heats of Alloy 82 weld metal were tested. Table 1
shows material compositions for each heat. Two elements that are of specific interest for
PWSCC resistance are chromium and carbon. The Alloy 182 heats contain 15 wt% Cr, whereas
the Alloy 82 heats contain 17 to 21 wt% Cr. The Alloy 182 heats contain 0.02 to 0.03 wt%
carbon, whereas the Alloy 82 heats contain 0.045 to 0.047 wt% carbon. Room temperature
yield strength values are given in Table 2.

Alloy 182 and 82 weld metals were deposited using the shielded metal arc welding process and
the automatic gas tungsten arc welding process, respectively. Specimen fabrication procedures
are illustrated in Figure 2.

Specimens

SCCGR data were obtained using compact tension (CT) test specimens, most of which were
side-grooved. Specimens were fatigue precracked in air. Specimens were loaded by one of
three methods: (a) actively loaded using a test machine, (b) bolt-loaded, or (c) ring-loaded via
the CSLCT specimen method. The latter method is described below. All specimens were
tested such that cracking proceeded from the root of the weld to the crown of the weld. This
specimen orientation is typical of the crack propagation direction that can occur in plant
applications such as pipe welds. Orientation is important since the long axis of the dendrites
tends to align roughly parallel to the root-to-crown dimension [1]. It has been shown by prior
investigators that SCC growth generally occurs more rapidly in the direction parallel to the long
axis of the dendrites [6, 7]. The crack propagation directions can be summarized by adopting
ASTM terminology, in which the direction of welding is designated as the L direction, as shown
in Figure 2. Using this notation, the present specimens had the load applied parallel to the T
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direction, and crack growth occurred in the S direction - according to the ASTM notation, such
specimens are designated as having a T-S orientation.

Environment

Testing was conducted in recirculating autoclaves, in deaerated water with a high temperature
pH of -7. The desired H2 concentrations were obtained by varying the feed tank H2
overpressure according to Henry's law. The room temperature H2 calculations were conducted
using a Henry's law coefficient of 0.85 psia/(scc/kg).

Post-test Evaluation

Most specimens were heat-tinted in air at 4540C for 16 to 20 hours, to provide a clear
demarcation of the SCC crack. Specimens were pulled apart by post-test fatigue loading. An
optical microscope was used to measure the crack depths using a measurement technique
similar to that of ASTM E813. In general, the present work employed 17 measurement
locations rather than the 9 measurement locations in ASTM E813. The measurements are
averaged to determine an average SCC extension, Aaae. Also, the maximum SCC extension at
any point along the crack, Aa,, is also identified and recorded.

Data Screening Criteria

All SCCGR specimens were subjected to screening criteria similar to that employed in EPRI
MRP-55 [5]. All tests conducted were single condition tests, with careful autoclave water
chemistry control (including H2 control). The data are based on post-test destructive
examination. An example of a post-test specimen is shown in Figure 3, in which the air fatigue
precrack and SCC regions can be readily distinguished. Data are reported herein only for
specimens which met the ASTM E647 size criteria (using the flow strength at test temperature
in the validity equation, as employed by the MRP group). A minimum crack extension of 0.2
mm was used in screening the data, and a minimum 'engagement' of 50% was utilized. The
term engagement quantifies the percentage of the air fatigue precrack length that has incubated
SCC.

RESULTS

CSLCT Specimen Hardware, Loading, and Qualification

The compliant self-loaded CT specimen method combines some of the advantages of active-
loaded and bolt-loaded test methods. Similar to active load testing, the specimens can be
instrumented and yet maintain a nearly constant load due to the compliant design of the ring.
Due to the relatively compact size of the ring fixtures, more specimens can be tested in a single
autoclave than in active load test facilities. Up to 10 instrumented CSLCT ring fixtures have
been tested in a single 60 liter flowing autoclave. Also, a dedicated actuator is not needed for
each autoclave test facility, and each ring can be independently loaded to achieve different K,
values for each specimen.

Hardware: The CSLCT hardware and assembly are shown in Figures 4 (a) and (b),
respectively. Hardware components are fabricated from Alloy X-750, which is a high strength
corrosion resistant nickel-based superalloy. Sizing is controlled to ensure that stresses are low,
to preclude PWSCC of the hardware. The CSLCT specimen hardware is reusable. In addition
to the loading apparatus, the 'ring-loaded' specimens are also capable of employing linear
variable differential transformers (LVDTs) as in-situ instrumentation, which can be used in an

269



effort to identify the incubation time+'} for the onset of SCC, or to determine whether a steady-
state crack growth rate is achieved during a given SCCGR test.

Loading: Each ring is pre-compressed to - 15.5 kN (3500 pounds-force) and then unloaded
prior to use. This pre-compression step is used to work harden each ring slightly, to ensure that
the subsequent ring loading is elastic in nature. The unloaded 'length' (Lu) of the ring is then
measured in the direction parallel to the load line. This measurement is made in a specific,
machined area in the flat region of the ring (from one outside surface to the other), as shown in
Figure 4 (a). Then, the spring constant of the ring is determined by using an actuator to
compress the ring while measuring the resulting elastic displacement using a clip gauge placed
inside of the ring. In general, the rings compress by - 8.8 kN per mm (50 pounds-force per mil)
of displacement. The ring spring constant (k,) must be determined independently for each ring.

The schematic diagram for loading a CT specimen into the CSLCT ring fixture is shown in
Figure 5. An actuator applies a load to the ring, which compresses it. The top bolt is then
rotated such that - 0.45 kN (100 pounds-force) of the axial load applied to the ring is transferred
to the CT specimen. The actuator-applied load is then slowly released from the ring, which
loads the CT specimen as the ring expands (i.e., the ring acts as a spring). Since both the ring
and the specimen are compliant, the final load applied to the specimen is generally 15 to 25
percent less than the load applied to the ring by the actuator. Therefore, it is necessary to
increase the applied actuator load by the estimated load reduction during ring loading.
Typically, the compressive load applied by the actuator will have a value between - 4.5 and 11
kN (i.e., between 1000 and 2500 pounds-force). While the exact final specimen load is not
known until after the loading process is complete, experience has shown that the final specimen
loads are generally within 3% of the desired load. Determination of the final load is made via a
post-loading measurement of the 'loaded' ring length, LL, which is illustrated in Figure 5 (c). It is
emphasized that the important parameter to measure is the change in ring length - i.e., the
change in spring length - relative to the unloaded condition, which is referred to as AL (where
AL = Lu - LL). Then, the load (P) can be determined using the measured spring constant of the
ring:

P =AL- kr,. (1)

Since the rings are loaded at room temperature, the load applied to the specimen decreases as
the specimen is heated in the autoclave, due to the change in modulus of elasticity with
temperature. The load loss due to the modulus change is accounted for during the loading
process, by increasing the applied load (e.g., by - 8 to 10% for testing at 338 to 360'C) in order
to achieve the desired load at the test temperature.

Note that this apparatus has been used to test 0.4T and 0.6T CT specimens (i.e., specimen
thickness of - 10 and 15 mm, respectively). Testing of larger specimens would require rings
with a larger diameter.

Qualification: Testing was performed on Alloy 600 and Alloy X-750 Condition HTH specimens
for which abundant active load SCCGR data were available. Figure 6 shows that the SCCGRs
measured using the ring-loaded specimens are within the range of results produced by active
load testing.

{Il Note that since Irregular crack fronts limit the effectiveness of in-situ crack detection instrumentation methods, the
LVDTs are generally less effective at discerning crack incubation times for weld materials than for wrought materials.
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Post-test measurements show that the amount of load loss during testing is relatively minor,
even when appreciable SCC occurs. Although SCC leads to displacement at the specimen load
line (and hence an increase in the ring length), the load is not very sensitive to minor increases
in length due to the compliant nature of the rings. Post-test specimen loads were determined by
measuring the ring length after the specimens were removed from the autoclave, both prior to
unloading (LL, post.est) and after unloading (Lu, pOst-tt). The maximum load loss during the test for
the six specimens tested was 2.2 %. Despite this minor loss in load, ring-loaded specimens
generally experience an increasing K, during an SCCGR test, due to the effect of increasing
crack length on K1. For example, the three Alloy 600 specimens had average pre- and post-test
K, values of 27.1 and 28.1 MPaIm, respectively (both are at-temperature K, values). Note that
the increase in Kg with crack growth is lower than it would be for an actively-loaded test.

Use of RATIO and SCCGRAVE

All data provided in this study are reported as the average SCC growth rate (SCCGRAVE), rather
than the maximum SCC growth rate (SCCGRmm). In addition, the maximum-to-average crack
extension ratio (i.e., RATIO) is also reported for each data point. This method of data reporting,
which is used by Lockheed Martin and by Mills and Brown [8], has some advantages over the
traditional practice used by most investigators - i.e., data are typically reported as either
SCCGRAVE or SCCGRmvx.

RATIO: It is well-known that stress corrosion crack fronts are often uneven (Figure 3),
particularly for weld metal. Cracks initially occur as discrete 'fingers' - in the case of weld metal,
the initial cracks form along SCC-susceptible dendrites - and then become more uniform as
cracking proceeds, though some level of crack front unevenness is typically maintained, as
shown in the inset of Figure 7. A method is described herein to quantitatively characterize the
crack shape by using the maximum SCC extension (ama,,) and the average SCC extension
(Aaave). The ratio of these quantities is referred to herein as the RATIO:

RATIO a amax (2)
Aaave

As shown in Figure 7, it is observed experimentally that cracks with longer average crack
extensions have smaller RATIOs. Early in the SCC process, where only isolated dendrites have
undergone SCC, the RATIO is expected to be large. Later in the SCC process, the amplitude of
the 'unevenness' due to the leading dendrites is only a small fraction of the actual crack
extension, and the RATIO approaches 1.

A regression to the combined RATIO data set shown in Figure 7 was developed:

In(RATIO -1) = 2.48 - 0.762.*n( 3av; )

where Aa,.f is a normalizing value (taken as 0.051 mm) that is utilized to maintain dimensionless
notation. It is noted that one limitation of this equation form is that it produces physically
unreasonable RATIO values for very small values of Aaave. Thus, equation (3) is judged to be
valid only for RATIO values 2 0.051 mm. (2)

(2) In Figure 7, some of the data presented do not meet the SCCGR screening criteria outlined above, in order that a
wide range of data would be available for the RATIO regression (e.g., including cases where the Aa8.. is low).
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The data set used in the regression includes published data from Mills and Brown [8], in addition
to data from the present study. It is observed that the present data and the Mills and Brown
data are in good agreement for cracks with Aaave greater than - 1 mm. Below this point, the
RATIO values reported by Mills and Brown are somewhat lower than the present RATIO values.
There are two possible reasons for this observation. The most probable reason is that the
definitions of Aam, utilized in the two studies are different. Specifically, the present work
defines Aa,,. as the absolute maximum SCC extension at any position along the crack front. In
the Mills and Brown work, Aama. is defined as the maximum SCC extension at any of the post-
test examination measurement points (either 9 or 25 measurement points were used per
specimen [8]). Thus, the Mills and Brown method may provide lower Aamx values than the
method used in the present work, since the absolute maximum SCC extension along the crack
front will often be located somewhere between two of the measurement locations. This
difference in the definition of Aa,,x likely explains the difference in RATIO values at low Aaave. It
seems reasonable that the impact of the different Aamx definitions should diminish as the cracks
grow beyond Aaa.. values of 1 mm, since the crack front irregularity diminishes as Aaa~v
increases.

It is also possible, though less likely, that the difference in RATIO values at low Aaave is due to
the use of unload-reload cycles in some of the Mills and Brown tests. It has been suggested in
the past that unload-reload cycles may produce more uniform crack fronts, and thus it is
conceivable that such an effect could lead to lower RATIO values. In their work ([8],[9]) Mills
and Brown state that the unload-reload cycles used in their tests had no effect on the ratio of
maximum SCC extension to average SCC extension - the basis for this statement is the overlap
between their unload-reload data (stress ratio - 0.65, trapezoidal waveform with hold times of
10 or 100 minutes) and constant load data over the range of - 1 mm < Aaave < 5 mm (Figure 7).

It is noted that the concept of the RATIO is applicable to wrought materials as well, since they
also exhibit 'uneven' stress corrosion crack fronts. This point is illustrated by the CSLCT
specimen qualification data described in the previous section, in which one of the Alloy 600
specimens experienced an average SCC extension of 0.518 mm and a maximum SCC
extension of 1.25 mm, while one of the Alloy X-750 HTH specimens experienced an average
SCC extension of 0.434 mm and a maximum SCC extension of 0.810 mm. Thus, the RATIO
values for these Alloy 600 and Alloy X-750 specimens are 2.41 and 1.87, respectively.

Use of Averaae rather than Maximum SCCGR: One consequence of the crack shape
evolution with time shown in Figure 7 is that the apparent maximum SCC growth rate is not
constant, but rather changes with test duration. This concept is illustrated in Figure 8. In this
schematic figure, an average SCC growth rate of 1 mm/yr was assumed for the purposes of
illustration. The value of Aama. at different test times was calculated using the RATIO equation
in Figure 8. The key concept in Figure 8 Is that the SCCGRMmJ value obtained from this test
depends on when the test is stopped. Specifically, if the test is terminated at 0.25 years, a
higher SCCGRMAX value would be obtained, relative to a test terminated at 1 year. To
circumvent this concern regarding SCCGRMAx, while still capturing the information obtained in
the test related to the maximum SCC extension, data are reported herein using both the
SCCGRAvE and the RATIO.

It can be argued that the use of SCCGRMAx (rather than SCCGRAVE) is 'conservative' since
SCCGRmAx is always greater than SCCGRAVE. However, the use of SCCGRMAX introduces an
unknown (and non-constant) level of conservatism. The present authors believe that to
incorporate conservatism, it is more appropriate to perform SCC lifetime estimates using an
SCCGRAVE model with a specified (e.g., 95%) upper bound. The final average SCC crack depth
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for a given exposure time can be calculated using a numerical integration approach (which is
necessary due to the changes in Kg during SCC growth), and then, if desired, the RATIO
regression can be used to estimate the corresponding final maximum crack depth. This process
provides a better means of controlling the amount of conservatism/risk in the SCC lifetime
estimates. A user-selected upper bound can also be applied to the RATIO regression, if
desired.

It is noted that the use of SCCGRAVE rather than SCCGRmAx is consistent with the practice
utilized for wrought Alloy 600 in MRP-55 [5]. Also note that Appendix A shows two plots that
relate the percent engagement criteria used in data screening to the RATIO and to Aaav. These
plots may be used along with Figure 7 to analyze or screen historical data for which the percent
engagement is not available.

SCCGR Data

Alloy 182: Figure 9 shows the present Alloy 182 SCCGR data, which are labeled as LM
(Lockheed Martin) data. Data are reported for the two heats of Alloy 182 (LM182-1 and -2).
Note that there are two variants of heat LM182-2, with somewhat different yield strength values
due to variations in welding and material processing (Table 2). Data are also included in Figure
9 from welds fabricated by several different laboratories and reported by Westinghouse [10].
The comparison to published data was intentionally limited to cases in which the SCCGRAVE
(rather than SCCGRmm) was reported, in order to provide a fair comparison to the present data.
Note also that, in order to compare the data on an equivalent basis, three data points from the
Westinghouse study were screened due to SCC crack extensions less than 0.2 mm (i.e., using
the same screening criterion applied to the LM data). In general, the present data are in
reasonable agreement with the SCCGRs reported by Westinghouse, though the Westinghouse
values tend to be slightly higher on average.

The LM data were obtained at 3280C and 3380C. In Figure 9, all data were normalized to a
temperature of 3250C, consistent with the practice used in EPRI MRP-55. In the MRP-55
report, the SCCGRs for wrought Alloy 600 were temperature-adjusted (i.e., normalized) using a
value of 130 kJ/mole. It appears that this value is also a reasonable thermal activation energy
(QSCCGR) to use for the weld materials, on the basis of literature citations. Specifically, Le Hong
et al. reported that the QSCCGR for Alloy 182 is - 130 kJ/mole, based on EDF, ETH, and CEA
data [1]. Mills and Brown [8] reported that the QSCCGR for Alloy 82 is - 130 to 150 kJ/mole.
Therefore, the present work utilizes a QSCCGR of 130 kJ/mole for both Alloys 182 and 82, for the
purposes of temperature normalization. The LM data were obtained at either 35 or 40 scc/kg
H2, while the Westinghouse data were obtained at 25 scc/kg.

Alloy 82: Figure 10 shows the present Alloy 82 SCCGR data, for three heats (LM 82-1, -2,
and -3). Data are also Included in Figure 10 from Bechtel [8]. Again, the comparison to
published data was limited to cases in which the SCCGRAvE was reported. The LM data were
obtained at either 20 or 40 scc/kg H2, while the Bechtel data were obtained at 40 to 60 scc/kg
H2. The LM data were obtained at 316, 328, 338, and 3600C (see Appendix A for details).
Figure 10 shows the LM and Bechtel data, normalized to 3250C. In general, the present data
are in reasonable agreement with the SCCGRs reported by Bechtel.

It appears that some of the variability in the LM data for heat 82-2 may be caused by dissolved
hydrogen effects. Specifically, as shown in Figure 10, the three LM data points with the highest
SCCGRs were tested at 20 see/kg H2. The other four data points from that heat (three data
points located at - 28 MPaqm and one at - 49 MPafm) were tested at 40 scc/kg H2 and all
exhibit lower SCCGRs. Testing for heat 82-2 was conducted at 3380C, at which 20 scc/kg H2 is
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closer to the measured nickel/oxide phase transition than is 40 scc/kg H2, which should result in
higher SCCGRs. This issue is discussed in detail later in this document.

Comparison of Alloys 182 and 82: Figure 11 shows all of the SCCGRAvE data for Alloys 182
(in blue) and 82 (in green). On average, the crack growth rates for Alloy 182 are more rapid
than the crack growth rates for Alloy 82. This result may be related to the lower chromium
content of Alloy 182 (typical values of - 15 wt% Cr compared to - 20 wt% Cr for Alloy 82), the
different welding processes employed, and/or the higher average carbon levels for the Alloy 82
heats. Given the known influence of chromium concentration on PWSCC resistance, for
example, it is not unreasonable to expect that Alloy 182 might exhibit higher SCCGRs than Alloy
82.

The specific test conditions (temperature, aqueous H2 level) for each LM heat are described in
Appendix A.

SCCGR Modeling

Three empirical model forms were evaluated by fitting each model to the combined LM plus
commercial SCCGRAVE data set. All three model forms have an Arrhenius-type dependence on
temperature and a power law dependence in K1. The following approaches were used in
developing the three model forms:

o The data from Alloy 182 and 82 were grouped together to determine the 1/T and K,
dependencies. This approach was used because there are insufficient data to determine
these parameters for each data set independently - for example, most of the Alloy 182 data
are at approximately 3250C.

• Given that the SCCGRs for Alloy 182 are generally higher than the SCCGRs for Alloy 82, it
was judged appropriate to account for the differences between the two alloys using an
'offset' (i.e., a multiplicative factor), and forcing common 1/T and K, dependencies.

o Since there are insufficient data in the combined data set to quantify a threshold, model
forms with and without a threshold K, were evaluated. In cases where a threshold was
used, a value of 9 MPa1m was employed, to be consistent with the Alloy 600 model
presented in MRP-55 (i.e., the Scott model [11]).

• The stress intensity factor dependence was generally determined by the results of the
regression (i.e., the K dependence was not fixed). However, it was also of interest to
evaluate the form of the Scott model, since this model was utilized for the wrought Alloy 600
modeling in MRP-55. The Scott model fixes the K dependence at 1.16 - this value is based
on an analysis of inspection data for cracks in the roll transitions of steam generator tubes
[11].

o Unfortunately, the yield strength range of the present data is fairly narrow (Appendix A). For
this reason, a yield strength term was not Included in the model forms evaluated, even
though the authors believe that SCC of weld materials is likely influenced by yield strength.
This statement is based on the known effect of yield strength for wrought Alloy 600 SCCGR,
as demonstrated in several publications (e.g., [12]).
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The following general model form was used:

d= A IBmateral * K -Kth )6 exp[- Q ]dt = .Batr K0  T R.r (4)

where da/dt is the average SCCGR in meters per second, A is the intercept, Bmate,,i is a
multiplicative factor for Alloy 182 (i.e., Bmateriai = 1 for Alloy 82), K, is the applied stress intensity
factor (in MPalm), Kth is a threshold stress intensity factor (in MPalm), K0 is a normalizing
stress intensity factor used to obtain dimensionless quantities (= 1 MPa'm), fi is the K,
dependence fitting parameter, Q is the thermal activation energy in joules per mole, R is the
universal gas constant (8.314 J/mol-K), and T is the temperature in Kelvin. The three model
forms can be summarized as follows:

o Model 1: Kth = 0 MPa1m, K dependence not fixed
o Model 2: Kth = 9 MPa1m, K dependence not fixed
o Model 3: Kth = 9 MPa'm, K dependence (fi) fixed at 1.16 [Scoft form]

Model 1: The regression to model form 1 yields the following results:

da = 14.76.1(4.2721182\(K," 0 999  [1830
-=1.7-( (-) .exp[_-1490 ' ]

dt 1.000 82 1 8.314 * T

where the SCCGR for Alloy 182 is calculated to be, on average, approximately 4.3 times as fast
as the SCCGR for Alloy 82. The stress intensity factor dependence (I6 is - 1 and the QSCCGR Is
- 148 kJ/mole. This value is slightly higher than the QSCCGR employed to normalize all data to
3250C. The fit of this model to the data is shown in Figure 12. The R2 value for this model is
0.550, and the standard deviation is 0.760.

It is recognized that the approach taken in Model I is limited by the fact that the K1-dependence
and 1/T-dependence are taken from several heats (11 heats). It can be argued that a more
appropriate method of determining the K1-dependence, for example, is to evaluate the K,
dependence of a single heat over a wide range of stress intensity factors. In the present
combined data set, the heat that most closely approximates this situation is heat C-4 from
Bechtel. All of the green triangles in Figure 12 belong to this heat, except for the data point at a
K, of 52.5 MPaVm and a normalized SCCGRAVE of 4.18 x 10-.1 m/s. If the remainder of the
Bechtel data points are considered, it can be observed that the apparent Ke dependence for heat
C-4 is slightly steeper than the 6 value of - I obtained by regressing to the combined data set.
Thus, the decision to not force the 6ivalue to equal the power law slope of the Bechtel C-4 heat
is not expected to be a significant problem for the model forms evaluated herein. It should also
be pointed out that there are a few disadvantages to using a single heat to define the K"-
dependence. One disadvantage is that the obtained value may not be directly applicable to
other heats, which may not have the same KI-dependence. Another issue is that using a subset
of the data to define the Krdependence means that single data points have more leverage on
the result, and that random variation in a single response can significantly alter the value of the
fitting parameter. Grouping all of the data reduces the influence of each specific data point on
the overall result.
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Model 2: The regression to model form 2 yields the following results:

da = 2  4/.267j182\ (K-,-9 O'723 . eX 150,2001
dta = .000f oo 82)* 11 ) e &[314 -T] 6

where the 'offset' between Alloys 182 and 82 is similar to the offset determined using model 1.
The stress intensity factor dependence is lower than for model 1, and the QSCCGR is slightly
higher. The fit of this model to the data is shown in Figure 13. The R2 value for this model is
0.549, and the standard deviation is 0.760.

Model 3: The regression to model form 3 (the Scott model form) yields the following results:

da /4.618182\( K1 -9 ) 1-16 127,9001
dt \1.000 82 / 1 ) L 8.314-TJ

where the regression results show a slightly higher offset (4.6x) between Alloys 182 and 82, and
a lower activation energy. The fit of this model to the data is shown in Figure 14. The R2 for this
model is 0.520 and the standard deviation is 0.764.(31

Comparison of Models 1. 2. and 3: Figure 15 compares the three models. It is evident that
Models 1 and 2 are very similar for K, 2 20 MPaalm. It is important to note that from a flaw
disposition viewpoint, these models are expected to result in similar SCC predictions, since
once cracks have grown to a detectable size, they are likely to have stress intensity values
greater than 20 MPa1m. Thus, for most practical purposes, Models 1 and 2 are equivalent.
Model 3 is distinguishable from the other two forms, but the SCCGRs predicted by Model 3 are
within < 1.5x of the other models, over the range of 20 MPalm < K, < 70 MPa1m. This
difference is contained within the scatter of the experimental data.

Model Summary: Models 1 and 2 provide a viable approach for correlating the data, and
Model 3 also appears to be reasonable. Over the range of the three models, QSCCGR values
were - 128 to 150 kJ/mole, which is not very different from other values in the literature for Alloy
600 weld [1] and wrought [5] materials. The K1-dependencies, when not forced to 1.16, are
- 0.7 to 1.0. These values are somewhat lower than the Scott model value, but are not very
different than 1.16. In fact, when the variance of the fivalues is considered, it can be argued
that these values cannot be differentiated from 1.16 (specifically, the 95% confidence intervals
on the 6 values from either Model 1 or 2 include the value 1.16).

Note that it is possible that the K1-dependence of Alloy 182 is lower than that of Alloy 82. For
example, the SCCGRMAx data reported from an EDF study [1] suggests a low K-dependence
(K1 '). While this K4-dependence is shallower than that observed in the present combined data
set and in the C-4 heat of Alloy 82 from Bechtel, it is possible that the K1-dependencies of Alloys
182 and 82 are different - there are insufficient data in the present study to resolve this issue.

It is clear from Figures 12 to 14 that weld variability is an issue for all three models (R2 values
- 0.55). Since prior work has suggested the possibility of a K1-temperature interaction in

(3) Note that in the MRP-55, the Scott model was used in a somewhat different manner than employed herein. In the
MRP-55 work, an intercept was determined for each heat. The 75e percentile of the intercept values for all the heats
was then used to determine a predictive curve for the wrought Ajloy 600 data set 15]. In the present work, it was of
interest to simply evaluate the performance of the Scott model form relative to the data, rather than to replicate the
upper bound procedure used in MRP-55. No upper bound equations are presented herein for Models 1 to 3.
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SCCGR data [13,14] (i.e., the data in [13] suggest that QSCCGR may be a function of K1), an
attempt was made to improve the fit to the data using a Kj-1/T interaction:

da , -Kth exp[ ( - KRhTJL R.TJ
A = Bmaterial (9 ex[ -T [ C - 8dt TK R[

where the last term in the equation represents the Kj-1/T interaction. Unfortunately, this model
form produced no measurable improvement in either R2 or in the standard deviation (though it is
noted that this is not the only possible equation form to describe stress-temperature
interactions).

Possible methods of reducing the scatter are to explicitly account for heat-to-heat differences
and/or to normalize the data for aqueous hydrogen concentration. At present, however, the
quantitative data are not available to enable such a hydrogen normalization. Additional
information relative to dissolved hydrogen effects on SCC is presented in the following section.

Aqueous Hydrogen Effects on SCCGR

Prior work: Testing of nickel-based alloys in several laboratories has revealed the existence of
a maximum in PWSCC susceptibility, when testing is conducted over a range of aqueous
hydrogen (H2) concentrations [15-26]. This maximum in SCC susceptibility occurs in proximity
to the nickel/nickel oxide (Ni/NiO) phase transition, suggesting that oxide phase stability affects
PWSCC resistance.

Contact Electric Resistance (CER) Measurements: Experimental measurements of the Ni/NiO
transition have been performed using a CER instrument (Figure 16). The CER is capable of
measuring the surface resistance of a metal to determine whether it is oxide-covered or oxide-
free at a given condition. The CER setup used in [27] employed nickel (99.5 wt%) as a test
specimen and iridium as an oxide-free inert specimen. Resistance measurements were
conducted to measure the H2 concentration corresponding to the Ni/NiO equilibrium at 288, 316,
338 and 3600C (note that changing the aqueous H2 level can stabilize or destabilize NiO, via the
reaction NiO + H2 5 Ni + H20). Figure 17 shows the CER data - the amount of H2 required to
reduce NiO to Ni increased as the temperature was raised, consistent with the trend predicted
by thermodynamic calculations. Figure 17 also shows corrosion coupon data (obtained at
3380C) that were used to spot-check the CER results. A Ni coupon exposed at 20 scc/kg H2
was essentially oxide-free, while a coupon exposed at 12.5 scc/kg H2 was oxide-covered. As
discussed in Reference [27], the CER data showed an appreciable deviation between the
measured Ni/NiO transition and a calculated Ni/NiO transition based on free energy data from
the Journal of Solution Chemistry [17].

Implications for Aqueous H2 Effects on PWSCC: As shown in Figures 18 and 19 (a), the CER-
measured location of the Ni/NiO transition is in close agreement with the location of the maxima
in PWSCC susceptibility for Alloy X-750 Condition HTH at 3600C and Alloy 600 at 3380C (note
that, as shown in [18], the maximum in SCC susceptibility for Alloy X-750 Condition AH resides
slightly into the nickel oxide stability regime). These observations provide insight related to
extrapolating the effects of aqueous H2 concentration to lower temperatures. In other words,
accelerated testing has been conducted at 338, 360, and 3990C to determine the effect of
aqueous H2 on SCC, but such tests would be time-consuming to perform at reduced
temperatures. The measured Ni/NiO transition provides a reasonable basis for estimating the
aqueous H2 levels at which the maxima in SCC susceptibility are likely to be observed at lower
temperatures. Support for this statement comes from the work of Totsuka et al. [24], in which
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the maximum in PWSCC susceptibility of Alloy 600 was found to reside at - 33 scc/kg H2 at
3600C, and at - 11 scc/kg H2 at 3200C. The location of the measured Ni/NiO phase transition is
25 ± 5 scc/kg H2 at 3600C, and - 8 ± 2.5 scc/kg H2 at 3200C.

Prior work indicates that the H2 dependency can be fundamentally described by the extent that
the electrochemical corrosion potential (EcP) of the alloy deviates from the potential of the
Ni/NiO phase transition (i.e., ECPNVNK0 - EcP), as shown in Figure 19 (b). This potential
difference (AEcP) likely represents the relative stability of oxides that can influence SCC (e.g.,
crack tip oxides are often of a NiO structure [28]). Correlations of the observed hydrogen
functionality were developed for Alloys 600, X-750 HTH and X-750 AH in terms of the parameter
AEcP [18]. Knowing the location of the Ni/NiO phase transition as a function of temperature,
these correlations can be extrapolated to lower temperatures via the assumption that the
magnitude of the dissolved H2 effect is temperature independent (i.e., it is assumed that the only
effect of temperature is to change the location of the Ni/NiO phase transition). Using these
correlations, SCCGR effects can be predicted at a given aqueous H2 concentration and
temperature of interest, for each material.

Aoueous Hvdro-sen Effects on Alloy 82: Given that the SCCGR increases as the Ni/NiO
phase transition is approached for other nickel-based alloys, it is expected that similar behavior
should also be obtained for the weld materials tested in this study. Although no hydrogen
effects data are available for Alloy 182, limited hydrogen effects data are available for Alloy 82,
as shown in Figure 20. Crack growth rate data are available for a single heat (LM82-2) at
3380C. Crack growth rates for all three specimens tested at 20 scc/kg H2 were higher than the
crack growth rates for the four specimens tested at 40 scclkg H2. As expected, approaching the
Ni/NiO phase transition (located at 13.8 scc/kg H2 at 3380C) leads to higher stress corrosion
crack growth rates. Insufficient data are available at present to adequately quantify the
magnitude of the hydrogen effect on Alloy 82. For this reason, the hydrogen effect has not been
factored into the empirical SCCGR models discussed in the previous section.

SUMMARY
o CSLCT (ring-loaded) specimens can generate efficient, viable SCCGR data.
o The evolution of crack shape with time is quantitatively well-described by the RATIO

(=- AamAx/AaAVE)-

o SCCGR data can be reasonably reported using SCCGRAVE plus the RATIO.
o LM data for Alloys 182 and 82 are generally consistent with SCCGRAVE data from other

researchers.
o Three empirical model forms were evaluated - all model forms seem reasonable, though

data scatter leads to an appreciable standard deviation for all three forms.
u Aqueous H2 level influences SCCGR - more quantification of this effect is desirable.
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Table 1. Alloy Compositions in weight percent.

U1.LOz-.L |I N LJ.U /.| U.U3 |.:F U.IJ U./ I U.U. I| .WUU I'4f U.0 |.U

LM182-2 68.7 15.1 7.0 0.02 6.0 0.00 0.8 0.03 0.005 0.01 0.5 1.9
LM82-1 73.4 17.5 1.7 0.047 3.14 0.05 0.26 0.04 0.005 N/A 0.17 3.64
LM82-2 73.5 19.0 1.46 0.045 2.80 0.05 0.12 0.04 0.001 0.013 0.30 2.32
LM82-3 71.5 20.6 1.27 0.045 2.81 0.31 0.14 0.04 0.002 0.012 0.35 2.44

Table 2. Room Temperature Yield Strengths (YS), in MPa.

Heat LM182-1 LM182-2a LM182-2b LM82-1 LM82-2 LM82-3

YS { 503 454 530 439 465 460
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Figure 1. Photographs from the VC Summer hot leg, showing that both Alloys 182 and 82 are susceptible to
primary water stress corrosion cracking (source: http://vwww.nrc.gov/NRC/REACTOR/SUMMERlndex.htm).
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Carbon Steel

Figure 2. Specimen fabrication methods. Cracks grow from root-to-crown, in the T-S orientation. The arrows denote
the welding direction. For the method in the upper left corner, the darker gray weld metal represents Alloy 82 weld
buildup, which was subsequently machined to form a groove. Alloy 182 weld metal was then deposited (lighter gray).
The end of the notch and the precrack were located in the Alloy 182 material. A similar specimen fabrication method
has also been used by Studsvik [7].

Zm

Post-test Air fatigue
fatigue precrack

Figure 3. A specimen showing the air fatigue precrack, SCC, and post-test fatigue regions.
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Figure 4. Compliant self-loaded compact tension (CSLCT) specimen hardware (a) and assembly (b). The
unloaded length of the ring (Lu) is shown in (a).
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H

a) Load is applied using Instron
Machine to compress ring

b) Top bolt is tightened with load
in place

c) Instron load is removed transfering
ring compression load to specimen

Figure 5. Ilustration of CSLCT loading method. The actual load on the specimen is quantified by using the
independently-measured spring constant of the ring, plus the change in length of the ring (i.e., A L = Lu - LL). Lu is the
'unloaded' length prior to applying the acutator load, as shown in Figure 4 (a), and LL is the length after loading.

1 E-09
SCC Growth
Rate, da/dt
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1 E-10

1 E-11

1 E-12

A * Actively loadi
0 ECSLCT(Ring]

' 1 X- I

-- --- -------

a d- - - - - - - -
loaded

Alloy X-750 HTH
3600C, 50 scc/kg H2

--- E - ;J- - - - - - - - - -

Wrought Alloy 600
| 338WC, 40 scc/kg H2;

:: f~f :

C: I : I i

:I f 0
X -- - - -

0 10 20 30 40 50 60 70 80

K (MPa-ml/ 2 )

Figure 6. CSLCT specimen qualification test results. The Alloy 600 tests were conducted using 0.6T CT
specimens. The tests conducted on Alloy X-750, which has a much greater yield strength than the Alloy 600,
utilized 0.4T CT specimens

285



8
RATIO, * Alloy 182 (Lockheed Martin)R 7 A Alloy 82 (Lockheed Martin)

_ 7 A 0 Mills (Alloy 82, constant load)
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Figure 7. Quantification of the RATIO (- Aamax/Aaave) as a function of crack depth, based on data from [8] and
the present work.
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Figure 8. Schematic illustration of the effect of test time on the apparent maximum SCCGR. The Aamm curve
(magenta) was obtained by integrating the RATIO data in Figure 7, and by assuming an SCCGRave of 1 mm/yr.
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Figure 9. Alloy 182 data from the present study and from a Westinghouse study [10] utilizing welds from
several laboratories.
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Figure 10. Alloy 82 data from the present study and from a Bechtel study [8].
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Figure 11. Compilation of Alloy 182 and Alloy 82 data in the combined data set (Lockheed Martin, Westinghouse,
and Bechtel).
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Figure 12. Fit of the SCCGR data to Model 1. This model does not employ a threshold, and the Ki dependency
is not fixed.

288



Normalized
SCC Growth
Rate, da/dt

(mis)

1 E-08
Alloy 182 and Alloy 82 Data
Normalized to 325°C using 130 kl/mole :

1 E-09

1 E-10

1 E-11

1 E-12

* * Lockheed Martin 182 (TS)
-- R --- * Westinghouse 182 (TS,LS)

* Lockheed Martin 82 (TS)
A Bechtel 82 (TS)

1 mm/yr
-Alloy 182 Model 2

- -Alloy 82 Model 2

20 30 40 50 60 700 10

K (MPa-ml/ 2)

Figure 13. Fit of the SCCGR data to Model 2.
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Figure 14. Data fit to Model 3 (Scott form). This model employs a threshold of 9 MPa'lm, and the K, dependency is
fixed at 1.16.
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Figure 15. Comparison of Model forms 1, 2, and 3.
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Figure 16. Schematic illustration of the contact electric resistance (CER) setup used to measure the Ni/NiO phase
transition in (27].
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Figure 17. Summary plot of contact electric resistance (CER) and corrosion coupon data [27].
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Figure 18. Dissolved hydrogen crack growth rate functionality at 360'C for Alloy X-750 in the HTH heat
treatment [18].
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Figure 19. Alloy 600 dissolved hydrogen crack growth rate functionality at 338°C [18]. A value of 13.8 scc/kg
H2 was used as the hydrogen concentration of the Ni/NiO phase transition at 338°C, as shown in Figure 17.
Details for calculating the correlating parameter EcPNiINio - EcP are provided in References [17] and [29].
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Figure 20. Effect of dissolved hydrogen on SCCGR of Alloy 82 (heat LM82-2)
at 3380C. Note that the SCCGRs were not normalized to 325CC.
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APPENDIX A - SUPPLEMENTAL INFORMATION
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Figure Al. Measured (non-normalized) SCCGRAVE for each of the data points reported in this study. The figure
also gives the test temperature and aqueous hydrogen level for each heat tested. All data are in the TS
orientation. Stress intensity factor (K) is reported as the average K value during the test.
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Figure A2. Correlation of maximum-to-average SCC extent ratio with percent engagement (%E). This
correlation shows that, consistent with expectations, cracks with high ratios tend to have relatively low
engagement. This plot can be used along with Figure 7 to infer the percent engagement for a specimen even if
only 4amm is known. This procedure may be of value in screening historical data for which percent
engagement is not available.
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Figure A3. Correlation of average SCC extent (i.e., Aaae) with percent engagement (%E). This correlation
shows that, as expected, cracks with a larger depth of SCC also tend to be closer to full engagement across
the precrack. This correlation may also be useful in certain cases for analyzing historical data for which %E is
not available.
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Influence of Temperature on Primary Water Stress
Corrosion Cracking of Alloy 600 Weld Metals

Yoshito Nishikawa, Nobuo Totsuka and Koji Arioka
Institute of Nuclear Safety System, Inc.

64 Sata, Mihama-cho, Mikata-gun, Fukui 919-1205 Japan

ABSTRACT

Influence of temperature on primary water stress corrosion
cracking (PWSCC) of Alloy 600 weld metals was studied at
temperatures ranging from 330 to 360 'C using slow strain rate
technique (SSRT). As the results, it has been revealed that the
apparent activation energy of weld metal is about 30 kJ/mol higher
than that of heat affected zone, and the PWSCC susceptibility of
Alloy 82 is close to that of Alloy 132. It can be thought that the
former fact is a reason for that the weld metal suffers PWSCC less
frequently than the base metal of 600 alloys in actual PWR plants,
though the weld metal suffers PWSCC more frequently in the
laboratory conditions at higher temperature.

Key Words: Alloy 600, Alloy 82, Alloy 132, stress corrosion cracking, primary water,
SCC, PWSCC, gas tungsten arc welding, shielded metal arc welding, activation
energy, SSRT
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INTRODUCTION

It is widely known that mill-annealed, nickel-base Alloy 600 is susceptible to stress corrosion

cracking in primary cooling water of pressurized water reactors (PWRs) since the studies

conducted by Coriou et al. '2. This problem requires consideration in connection with the aging

of PWRs3 . It has been reported recently that primary water stress corrosion cracking (PWSCC)

were found in Alloy 182 in PWR nuclear power plants. However, data from the tests conducted

on Alloys 82 and 132 are limited.4 The purpose of this study is to verify the difference of

susceptibility between weld metal and heat affected zone (HAZ) of Alloys 82 and 132 on

PWSCC behavior using the slow strain rate technique (SSRT) tests.

EXPERIMENTAL PROCEDURE

Material

The specimens used in this test were cut from welded portion on single V groove of mill-

annealed Alloy 600 plate as shown in Figure 1. The welding direction is perpendicular to the

longitudinal direction of specimen. Alloys 82 and 132 were welded by tungsten inert gas

welding and shielded metal arc welding, respectively. The chemical compositions, mechanical

properties, weld pass schedule and heat input were as shown in Table 1.

Stress Corrosion Cracking Tests

Stress corrosion cracking tests were conducted by using accelerated SSRT tests5. In this

method, the central, gauge section of the flat specimen was pressed with a die as shown in Figure

2. This enables PWSCC to develop at a crack growth rate dozens of times higher than that used

in the test by the conventional SSRT. As shown in Figure 3 using hump specimen on the weld

metal or the HAZ, PWSCC can be initiated at the limited portion with humped specimen, weld

metal and HAZ. A schematic diagram of the test system is shown in Figure 4. The water used

for the test was simulated primary water used in PWRs (500 ppm B + 2 ppm Li + 2.75ppm H2),

which was the same water reported before6 . The test was conducted at four levels of

temperature: 360 'C, 350 'C, 340 'C and 330 'C. The strain rate in the SSRT test was 5x 10-7 S 1 ,

assuming 20 mm of gauge length without hump.
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TEST RESULTS

The results presented in this study were limited to specimens that had an IGSCC% (Area of

intergranular or inter-dendrite fracture / Total area of fracture surface) greater than 5 %.

IGSCC% of specimens with less than 5 % had relatively large scatter to evaluate the

susceptibility, especially to calculate an activation energy. Figures 5 and 6 show SEM

microphotographs of the fractured surface of weld metal after SSRT test at 360 'C. Figures 7

through 9 show ones of HAZ and base metal also. In these tests, intergranular cracks originated

and propagated from only the concave side (the bottom in the photo), which was exposed to

residual tensile stress due to the cold pressing before the test. The crack propagation rate was

obtained by the following equation:

Crack growth rate = Plate Thickness x IGSCC% / Time to fracture

Figures 10 through 13 show the relationship between the temperature and the PWSCC growth

rate of weld metal and HAZ in SSRT test. The lines are the approximated curves calculated by

least-squares method. And each thin line shows the approximated curve of Alloy 600 base metal.

As shown in these figures, the higher the temperature, the higher the crack growth rate. From the

temperature dependency of crack growth rate, the apparent activation energy for PWSCC was

calculated.6 The apparent activation energies for PWSCC on Alloy 82 weld metal, Alloy 132

weld metal and HAZs welded by Alloys 82 and 132 are 188 kJ/mol (45 kcal/mol), 179 kJ/mol

(43 kcal/mol), 156 kJ/mol (37 kcal/mol) and 148 kJ/mol (35 kcal/mol), respectively. And the

one of Alloy 600 base metal is 167 kJ/mol (40 kcal/mol). According to these results, the

apparent activation energy for PWSCC of HAZ is lower than that of weld metal regardless of

materials and the difference between activation energy of Alloys 82 and 132 is small. And each

standard deviations, which are calculated as index numbers of standard deviations of logarithms

of deviance of each data from the approximated curves, are 1.43, 1.38, 1.37 and 1.33,

respectively. And the one of Alloy 600 base metal is 1.20. These numbers are less than the

standard deviation of all data, 1.44.

DISCUSSION

Though there are small differences between activation energies, some trends are recognized.

As shown in Figures 10 and 11, the apparent activation energies of weld metals are slightly
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higher than those of HAZs. SSRT test is assumed to be affected by both initiation and

propagation behavior, but the result of this SSRT test may depend more on initiation. The high

activation energy of weld metal indicates crack initiation at lower temperature is difficult.

Considering all these results, the initiation stage is more important than propagation stage for

evaluating the PWSCC susceptibility of materials.

As shown in Figure 12, the susceptibilities and the apparent activation energies of Alloys 82

and 132 are similar. However the susceptibility of Alloy 82 weld metal is slightly higher than

that of Alloy 132 and the apparent activation energy of Alloy 82 is lower in detail. According to

this result, it seems that Alloy 82 weld metal would be slightly more susceptible than that of

Alloy 132 at lower temperature. On the other hand, in resent studies, the result of reverse U-

bends and constant load tests showed that time to cracking in Alloy 82 was 4 to 10 times higher

than that in Alloy 182.4 There are some differences between materials Alloys 82 and 132 on this

study and the Alloy 182 used in previous studies with respect to chemical composition,

mechanical properties, weld method and weld heat. It is the subject for a future study to

determine how these factors affect the PWSCC behavior of Alloys 82, 132 and 182. More

studies, which can reveal the difference in PWSCC initiation such as constant load test, are

needed.

As shown in Figure 13, the susceptibilities and activation energies of HAZs welded by Alloys

82 and 132 are similar in spite of the difference of welding pass schedule, weld method and grain

size. It seems that PWSCC behavior of HAZ depends on the base metal more than welding

condition.

CONCLUSIONS

(1) The susceptibilities and the apparent activation energies of Alloys 82 and 132 are almost

same.

(2) Weld metal has about 30 kJ/mol higher activation energy than that of HAZ. Therefore,

weld metal may be more resistant to crack initiation at lower temperature than the HAZ.

(3) PWSCC behavior of HAZ are close to the base metal more than weld metal. They are

similar in different welding conditions.
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TABLE 1

CHEMICAL COMPOSITION, MECHANICAL PROPERTIES,

NUMBER OF WELD PASS AND HEAT INPUT OF TEST MATERIALS

(wt%)

Material C Si Mn P S Ni Cr Fe Cu Nb
Alloy 82 0.017 0.26 2.54 0.006 0.001 72.9 17.95 3.72 0.01 1.93

Alloy 132 0.030 0.30 2.10 0.009 0.002 71.5 15.40 8.50 0.01 1.88
Base Metal 0.030 0.27 0.29 0.010 0.001 72.9 16.20 - 0.05 -

* Ti is included 0.20% in base metal.

Material Breakdown strength 0.2% Tensile strength Welding pass Heat input
306 MPa 625 MPa 4 times 10.1 kU/cm

Alloy 82 266 MPa 589 MPa 4 times 14.9 kJ/cm

229 MPa 563 MPa 2 times 10.1 Uk/cm
Alloy 132 200 MPa 534 MPa 2 times 14.9 kJ/cm

(a) Alloy 82
(gas tungsten arc welding)

|Im

(b) Alloy 132

(shielded metal arc welding)

2,7- 2,7 2

4 .
_ .. _' * 25

T
I - I

FIGURE 1 - Welding Process and the Part FIGURE 2 - Specimens Used in the Accelerated

of Specimens of welded metal SSRT test Method
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PWSCC --etal

Evaluation of Heat Affected Zone

FIGURE 3 - Relationship between the

Bending Position and the weld

-kJ High pressure pump
Conveying pump

FIGURE 4 - Schematic diagram of SSRT

testing machine

-~~~ Adz - = 7500,u--

FIGURE 5 - SEM microphotograph of the fractured surface

of Alloy 82 weld metal of the SSRT test specimen (Temp.: 360 oC)
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FIGURE 6 - SEM microphotograph of the fractured surface

of Alloy 132 weld metal of the SSRT test specimen (Temp.: 360 oC)

--------
FIGURE 7 - SEM microphotograph of the fractured surface of HAZ

welded by Alloy 82 of the SSRT test specimen (Temp.: 360 oC)
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5OIn'

FIGURE 8 - SEM microphotograph of the fractured surface of HAZ
welded by Alloy 132 of the SSRT test specimen (Temp.: 360 oC)

FIGURE 9 - SEM microphotograph of the fractured surface of Alloy 600

base metal of the SSRT test specimen (Temp.: 360 oC)
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Experimental and Numerical Approaches for Characterizing the

Crack Growth Rate of Alloy 600 in PWR Primary Water and

Lifetime Prediction for Welded Structures

T. Shoji, Z.P. Lu and Q.J. Peng

Fracture Research Institute, Tohoku University, Sendai 980-8579, Japan

ABSTRACT

In order to evaluate the lifetime of vessel head penetrations (VHP) in PWR, it is critical to fully
understand the crack growth behavior of Ni-based alloys such as alloy 600 and alloy 182, taking
into account the effects of temperature, the degree of cold work or warm work, and the stress
intensity factor, K. Also, in order to predict the crack growth behavior of those alloys near a HAZ or
of weld metal subjected to weld residual stress, the variation of K with crack growth, in other words,
the effects of changes of K with time, dK/dt, on crack growth rates should be carefully examined.
The model proposed by T. Shoji et al suggests changes in crack growth rate as a function of dK/dt.
Especially, the crack growth behavior caused by negative dK/dt that occurs when a crack grows in
an area of compressive residual stress is well recognized in SCC incidences such as VHP cracking
in PWR plants.

In this work, the implications derived from a crack growth model based upon oxidation kinetics
and crack tip strain rate in both BWR and PWR environments will be described. The significant
effects of yield strength and of dKldt on daldt versus K diagrams will be demonstrated by numerical
analysis based upon a theoretical equation.

First, the significance of yield strength for crack growth enhancement will be demonstrated by
numerical analysis and by the experimental data available in the literature on alloy 600 of various
yield strengths. The dependence of crack growth rate on the logarithmic value of K will be
emphasized. The proposed growth curves will be compared to existing crack growth curves.

Second, crack growth rate diagrams calculated for the condition of positive dK/dt show
significantly higher growth rates than those under negative dK/dt. Therefore, significant reduction
in crack growth rate would be expected at certain K values that are higher than Klscc. Consideration
of these characteristics will give significant differences in lifetime predictions for cases when a SCC
crack propagates into a weld's compressive residual stress field. Similar situations of crack growth
under weld residual stress fields can be seen in Core Shroud cracking and recirculation pipe
cracking in BWR. A brief analysis will be made on these issues based upon the numerical analysis.

In order to better predict the lifetime of welded components subjected to SCC, experimental
verification of such crack growth behavior would be highly recommended.
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1. Introduction

Nickel-based alloys are widely used as structural materials in nuclear power plants.

Environmentally assisted cracking (EAC) of these materials is one of the limiting factors of the life

time of water-coolant nuclear reactors. IGSCC of steam generator (SG) tubes occurred in the mid-

1970s and became a main cause of failure of SG tubes in the 1980s in Pressurized Water Reactors

(PWR). Primary water stress corrosion cracking (PWSCC) of Vessel Head Penetrations (VHP)

fabricated from alloy 600 materials was first observed in the early 1990s in French PWRs and has

since then become a generic problem for alloy 600 components in PWR plants. In recent years

PWSCC of VHP of alloy 600 has also occurred in other countries. '[ 21 SCC of compatible nickel-

based weld metals such as alloy 182 has also occurred in recent years. In order to evaluate the

remaining lifetime of vessel head penetrations (VHP) in PWR, it is critical to fully understand the

crack growth behavior of Ni-based alloys such as alloy 600 and alloy 182, taking into account the

effects of material variability, temperature, degree of cold work or warm work, and stress intensity

factor, K. Also, in order to predict the crack growth behavior of those alloys near a HAZ or of weld

metal subjected to weld residual stress, the effects of the variation of K with crack growth, in other

words, the effects of changes of K with time, dKldt, on crack growth rates should be carefully

examined.

Since multiple factors, such as material, environmental, and mechanical factors, are involved in

EAC processes, and their interactions are complex, the PWSCC mechanism is still a controversy,

even though progress has been made every year. Although much CGR data have been generated in

the laboratory, there is still much demand for prediction of PWSCC failures of nickel base alloy

components in PWR plants based on a definite mechanism and on deterministic CGR models,

because of testing ability, data quality, enormous combinations of real plant conditions, etc.

Elucidating the EAC mechanism and developing practical life prediction technologies based on

CGR formulation are top priorities. Several CGR models have been proposed, although there are

some ambiguities in the quantitative formulation of crack tip mechanics represented by the crack tip

strain rate and its synegism with different modes of crack tip oxidation.

A generalized CGR formulation, based on a deformation/ oxidation mechanism and on a

theoretical crack tip strain rate equation derived by T. Shoji et al [3], is proposed in this paper. The

formulation is used to quantify the crack growth behavior of austenitic alloys in both BWR and

PWR environments, emphasizing the interaction between crack tip oxidation and crack tip
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mechanics. This paper will mainly discuss the effects of K, YS, and dK/dt at different temperatures,

emphasizing the deformation/oxidation interaction at the crack tip.

2. Literature Survey - Existing Crack Growth Data and Significant Parameters for Alloy 600

in PWR Primary Water

Laboratory results showed that many factors affect PWSCC of alloy 600. Material chemistry

and microstructure, such as the fraction of Coincidence Site Lattice Boundaries (CSLB), coverage

fraction and distribution of grain boundary carbides, temperature, stress intensity factor (K), yield

strength (YS), loading pattern and dK/dt, are found to have significant effects on the PWSCC CGR

of alloy 600. Crack growth rates of alloy 600 thick-plate materials from tests with fracture

mechanics specimens in simulated PWR environments from several reference papers [4-il] are

summarized in Figure 1. The CGR data from real PWR plants, EDF data[ I] and Cook 2 data, [12] are

shown in Figure 1, along with experimental data. The da/dt data are plotted against the stress

intensity factor, K.
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Figure 1 Crack growth rates of alloy 600 thick-plate materials in simulated PWR primary water

environments [4-12]
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Figure 1 shows that CGR data show much scatter at similar temperatures and K values. The

wide spectrum of CGRs may be caused by factors other than K and temperature, such as variability

in materials, mechanical properties, loading patterns, and test environments.

It has long been recognized that material variability originating from different material

chemistry and heat treatments, such as carbide content and distribution or fraction of Coincidence

Site Lattice Boundaries (CSLB) has an enormous effect on the PWSCC CGR of alloy 600. [1 2,13,14]

French PWR operating experience showed a maximum change in CGR by a factor of 20 due to

material variability.['12 1 It has been found that grain boundary carbides improve PWSCC resistance

while intragranular carbides reduce PWSCC resistance. [1,3] Increasing the fraction of CSLB and

low angle boundaries reduces the susceptibility of alloy 600 to IGSCC in simulated PWR primary

water. [143 Laboratory results also show that increasing the yield strength (YS) by cold working

significantly enhances crack growth. [4,8,9] The effect of cold work is introduced in some CGR

calculations by a multiplying factor, but the mechanism for enhanced CGR at high yield strengths is

not quite clear and is not consecutively quantified for different yield strengths. The orientation of

the material contributes significantly to CGRs for deformed materials [9].

The effect of temperature on crack growth rate for alloy 600 has been determined by CGR

results in different laboratories. It is known that SCC of alloy 600 is a thermal activation process

with a statistical activation energy of 130/mol for crack growth [1] with actual experimental

values ranging from 100-180 J/mol. Besides temperature, dissolved hydrogen (DH) content has

been shown to be a significant parameter on CGR of alloy 600. [15] Maximum CGR was found to

occur at a specific level of DH in proximity to the Ni/NiO oxide phase transition. Contact Electric

Resistance (CER) measurements supported such theoretical analysis [16]

Much experimental data have been generated on the effects of K on CGR. This topic is of

utmost importance because K is the key parameter in most of the existing models for predicting

CGR, such as the P. Scott model, [l] EPRI MRP model, [121 and other empirical CGR equations.

Several kinds of dependencies of CGR on K were reported by different investigators with different

materials. T. Cassagne et al"101 reported a slight slope on the CGR plateau of alloy 600, WF 675

heat with K in the range of 16-40MPa.m0
.
5. In the same paper he also reported a strong dependence

of CGR on K for HB 220 heat at 15MPa.m05 and 3OMPa.m0 5. R. Magdowski et al[43 reported that

CGR-K curves exhibit CGR plateau regions for WF675 heat with different percentages of cold

work. CGRs were obtained for 100mm thick double cantilever beam specimens.
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A significant dependence of CGR on K for alloy 600, heat 69, was reported by J. P. Foster et al,

using CT specimens and active loading. [7] W. C. Moshier et al also reported a strong dependency of

CGR on K for alloy 600 materials with different processing orientations after cold working [9].

Clarifying the underlying mechanism for the different CGR-K relationships is important for the

quantification of CGR.

Cold worked layers and resultant residual stresses may have significant effects on cracking.

Residual stresses in PWR VHPs have been estimated by C. Amzallag et al. [l lChanges in YS and

changes in K due to residual stress gradients near weldments may affect crack growth behavior and

should be considered in CGR formulations for weld metals.

Laboratory data in the MRP CGR-K diagram [12] show a variability of up to 2 orders of

magnitude at similar K values. EDF plant CGR data show a plateau behavior in the CGR-K

diagrams. [1'] Data scattering was shown in CGR-K diagrams for both experimental data and plant

data, implying that parameters other than K might have significant effects.

3. Description of the FRI Generalized CGR model and Sensitivity Analyses

3.1 General Description of SCC Processes for Materials in High Temperature Water

Several mechanisms have been proposed for SCC crack propagation in high temperature water. ['

17, 18] Among these mechanisms, the following sub-processes can generally be considered to be

common to all kinds of EAC crack propagation in high temperature water:

(a) Degradation of the protective surface film at the crack tip by straining or chemical attack.

(b) Enhanced oxidation reaction of the crack tip material.

(c) Formation or growth (recovery) of the protective film.

A schematic of the general processes for EAC of materials in high temperature water is shown

in Figure 2. Where io is bare surface oxidation current density, ip is passive current density, "t0" is

the time for the onset of current decay, tp is the time for the onset of steady passivation, and tf is the

period of crack tip film degradation.
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Figure 2. Schematic of the general sub-processes for EAC propagation

Crack growth rate can be expressed by Faraday's equation, Equation (1), as shown as below:

da M Qf
V =9 d =(F)(-*£t

dt pzF ef

where Qf is the total oxidation charge during a period of film degradation (tf), M is atomic weight,

p is density, z is change in charge due to the oxidation process, sf is the degradation strain of the

protective film, and £ is the crack tip strain rate. There are,

Qf =za (2)
i

Q = i0to (3)

Q,= f i(t)dt (4)

Q,,,=ip (tf -tp) (5)

where Q. is the oxidation charge during stage I, the bare surface oxidation period; Q., is the

oxidation charge for stage II, the protective film recovery period; and Qm is the oxidation charge in

stage III, the passive state. It should be noted that the parameters in Equations (1)-(5) refer to the

values at the crack tip that is subject to local stress/and strain. Several types of material!

environment/mechanics interactions at the crack tip can be classified as follows:

(a) QŽ>Q,*, is a stress/strain enhanced dissolution type interaction,

(b) Q,,>Q,,*, is a stress/strain retarded repassivation type, through enhanced dissolution or
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accelerated oxidation in the presence of a stress/strain field,

(c) QIII>Qjn*, is a stress/strain assisted oxidation type,

where superscript * means the condition without stress or strain.

EAC propagation is the result of one interaction or a combination of some of the above

interactions. Different modes of EAC can be expressed by Figure 2 through different combinations

of time constants and velocity constants (i) in each sub-process. Combinations of crack tip materials,

crack tip mechanics, and crack tip chemistry and electrochemistry related to the bulk water

chemistry will result in different combinations of time constants and reaction rate parameters in the

general EAC processes described in Figure 2.

In simulated BWR normal water chemistry (NWC), high ECP values were observed for

austenitic alloys such as stainless steel and nickel base alloys. Although it is postulated that the

dissolved oxygen is fully consumed within the crack, it is plausible to assume that the crack tip

potential in NWC would be more positive than that in hydrogenated water chemistry (HWC).

Different crack tip electrochemical conditions will result in different crack tip oxidation kinetics. It

is postulated that the bare surface current density after degradation of the protective film in NWC

would be higher than that in de-aerated environments.

In PWR primary water, ECP is rather low and is not far from the equilibrium lines of H2/H20 or

Ni/NiO reactions. The crack tip potential should be close to this value. It is expected that the bare

surface current density would not be as high as that in NWC. The resultant cracking behavior and

related controlling factors would be different, although the basic mechanism might be similar.

Assuming the protective film recovery transient process (sub-process II) contributes mainly to

Qf and proceeds through solid state diffusion, Wagner's theory of oxidation, Equation (6), can be

used to delineate the transient oxidation rate in terms of oxidation current density i(t)['91,

i(t) = kp * t (6)

where kp is the parabolic rate constant.

The deviation from Wagner's law for some metal/and environment combinations can be

explained by a change of film composition with time as well as by a decrease in the number of

preferential diffusion paths (ex. grain boundaries) occurring with grain growth at high temperature.

[201 The deviation of m from the value of 0.5 in Equation (6) can also be explained by the diffusion

coefficient's being time-dependent due to relaxation of vacancy concentration. [21] Two reasons for
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this time dependency were assumed: formation of divacancies and annihilation of vacancies at

structural defects. If these processes are very fast or if vacancies are not injected, the rate constant

determined by the diffusion coefficient is independent of the electrode potential, and m=0.5. Instead,

during dissolution of alloys the rate constant is often found to change with the electrode potential.

The case 0.5<m<1 corresponding to a time-dependent vacancy concentration was observed.

Then, a general equation for oxidation rate can be as follows:

i(t) = km * t -m (7)

where km is an oxidation rate constant, and m is the slope of the oxidation rate decay curve.

Equation (7) is similar to the equation proposed by Heusler, Equation (8), for anodic dissolution

governed by a solid state diffusion process [7],

i(t) = kd . -m (8)

where kd is an anodic dissolution rate constant.

Kinetic Equations (7) or (8) can be used to describe both the dissolution transient process and the

oxidation transient process after degradation of the protective film.

For example, if,

km = 0 tot-m (9)

Equation (8) becomes the familiar form, Equation (10):

i(t) = io (-) M  (10)
to

Equation (10) has been used in some CGR calculations. [3,4]

3.2 Theoretical Formulation of Crack Tip Strain Rate (CTSR) and Validation by 3D-FEM

The importance of dynamic deformation in SCC is widely recognized [4]. The theoretical plastic

strain distribution at a crack tip along the crack line for a growing crack in an elastic plastic strain

hardening material was given by Gao et al [221 and confirmed experimentally by Gerberich [23] et al.

Ict = (-E )n(--)]nl (1
E r

where &.t is the plastic strain at the crack tip ]1A is generally assumed to be equivalent to the
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plastic zone (Rp,=X((K/Y)2), f3 and X are dimensionless constants, y and E are yield strength and

elastic modulus, respectively, 'r' is the distance from a growing crack-tip (not a stationary crack-tip),

and n is the strain hardening exponent as defined by Gao et al in Equation (12).

{(E) for uary

(-)+C.(aCr-Y )" for >y (12)
E (2

ec=, (y){In[(K)(-) ]}
E r ay (13)

Gao's equation, Equation (13), was derived under the assumption of constant crack growth and

constant K for plane strain conditions.

Results of 3D FEM analysis on a compact tension (CT) specimen, as shown in Figure 3, show

that the calculated crack-tip strain distribution at a growing crack tip has good agreement with the

theoretical logarithmic singularity. [24] This confirmation by 3D-FEM of the appropriate strain

distribution can provide a general basis for the analysis of stress and strain beyond small scale

yielding conditions, where crack-tip strain and strain rate at the crack tip can be evaluated under

conditions of small crack size, small ligament, and thin tubing. Work hardening can maintain a

crack tip strain field under conditions beyond small scale yielding for ASTM criteria similar to

small scale yielding conditions. Therefore, K can be used at higher levels than that for small scale

yielding conditions. Although Gao's equation was derived for steady crack growth under quasi-

static loading (constant K), the results of 3D-FEM analysis indicate that Gao's equation may still be

applicable even under the loading conditions without constant crack growth rate /or constant K.
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Figure 3 Equivalent strain gradient near the crack tip under constant load conditions, n=5[241
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Based on the strain distribution ahead of a growing crack, a theoretical CTSR formulation,

Equation (14), was derived by T. Shoji [31 et al by considering the incremental increase in strain due

to a change in distance 'r' from the crack tip and the increase in K caused by crack growth,

{l[(2 +-]- In[A Y } (14)ect =8 E n-I K rr

3.3 FRI Generalized Theoretical Formulation of Crack Growth Rate

By substituting km=io(to)-m, the general oxidation rate equation takes the form of the CGR
equation based on the Slip-Oxidation mechanism 171 by F.P. Ford et al, Equation (15),

da M iot) (gt)l (15)
dt pzF (1-m)e7 C

Based on the crack tip reaction kinetics and the crack tip strain rate equations, the theoretical

crack growth rate can be derived as Equation (16)E31. This equation is a unique expression for CGR

as a function of stress intensity factor created by combining a mechanism of crack growth with the

mechanics of a crack tip stress/strain field. This equation also clearly shows the synergistic terms

among the material parameters, mechanical properties, electrochemical properties and crack tip

mechanics in terms of K and dK/dt[3' 18i.

da M 0io ](t° oYI rf ni K a 1[26)+Th.I~n[}(
dt z- p- F- (l-m) -- f E n-1 K r l r

The generalized FRI CGR formulation, Equation (17), can be obtained by combining Equations

(1), (4) and (16):

da n K a or * 7)a)f -)( )2.-+ -1] . [
dt n-I K rr

318



where ica is an oxidation rate constant that is a function of local material chemistry, local

environmental chemistry, transient interfacial rate kinetic law, and the stress/strain state. The

general CGR formulation, Equation (17), will be used for further quantification of crack growth

behavior in high temperature water in this paper.

3.4 Sensitivity Analysis of the FRI Generalized CGR Model

Theoretically, the oxidation rate constant Ka in Equation (17) can be calculated based on

electrochemical kinetics or on the oxidation rate law, if all the involved parameters are known.

Practically, it is difficult to know the values of all the parameters for various

material/environment/mechanics combinations, especially in cases where the applied stress/strain

might also significantly affect the oxidation rate constant, i.e., Ka may also be stress/strain

dependent. Such data are often not available. One effective way is to use Equation (17) to calculate

Kea values for different material/environment/load combinations with known crack growth rates, then

correlate Ka values to the dominant influencing factors. In such a way, it is possible to find the

general form of Ka for specific SCC systems. Then the general form can again be used for further

CGR prediction. In this paper, the deformation/oxidation interaction and its effect on CGR are

quantified with Equation (17) and the available CGR data base, emphasizing the role of yield

strength. The importance of yield strength has been realized recently from both experimental data

and field failure experiences in PWR and BWR plants. [24,9,11,25] Sensitivity analyses with Equation

(17) were performed to delineate intuitively the role of yield strength and K on crack growth under

some typical combinations of other factors. By using appropriate parameters, CGR values for

different YS levels can be formulated using Equation (17), assuming a constant K condition. Some

examples of the effects of different parameters are listed in Figures (4)-(8).

Enhancement factor, R, was proposed to quantify the effects of different factors on CGR. For

example, R(YS)m or R(YS) Ka. means the ratio of CGR at two yield strength levels (YS2 and YS 1) for

a given m or K. value, respectively.

R(YS)M=CGR(YS2)m/CGR(YS 1)m (18)

R(YS) K. =CGR(YS2) K. /CGR(YS1) Ka (19)

Figure 4 shows the calculated CGR-Ka curves for materials with three YS levels, assuming m

is constant in all cases. YS of 23OMPa was set for as-is solution annealed materials, and YSs of

45OMPa and 600MPa were set for deformed materials due to weld-shrink, fabrication cold work,
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etc. At each YS level, CGR increases with increasing values of ica. This phenomenon is well known

for many material/environment/load combinations in high temperature water. Generally higher

oxidation rates, corresponding to more oxidative environments, such as BWR NWC with high

dissolved oxygen (DO) levels and noble electrochemical potentials (ECP), will result in higher

crack growth rates.

IE-B ., . . . . . . .

1E4H

IE-11
C IE42-li0M~

ED |--- CGR400MPa

0.000 0.002 0.004 0.006 0.008 0.010 0.012
Ka

Figure 4 Sensitivity analysis of the effect of YS at different ic. levels

(m= constant) using Equation (17)

Figure 4 shows that CGR is not proportional to Ka, i.e., a non-linear relationship exists

between crack propagation and crack tip oxidation rate due to the defornation/oxidation interaction,

as has been described in Equation (17). Such a non-linear relationship shows that, even crack

growth is strongly dependent on interfacial reactions, its characteristic kinetics may differ from pure

oxidation kinetics. Using only the purely interfacial reaction parameters to deduce the kinetics

factors that control CGR may lead to erroneous conclusions.

Figure 4 shows that CGR is higher for higher YS at the same Ka value. This implies that, even if

the pure oxidation rate constant remains constant, CGR can change significantly from the effects of

YS on crack tip mechanics. Figure 4 also shows that the effect of YS on CGR is independent of K.,

i.e., the YS enhancement factor may be the same at different values of K.. However, this result is

based on the assumption that different YS would not change the values of m and K.. If m and K. also

change with YS, then the dependency of m and K. on YS should also be considered in the CGR

formulation.
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Figure 5 shows the calculated CGR-m curves for different values of YS, assuming that Ka is a

constant. For a given YS, CGR decreases with an increase of m. This result is reasonable because a

high value of m indicates a high film recovery (or repassivation) rate, which will result in a lower

CGR if all other parameters are held constant. Figure 5 also shows that the enhancement factor (R)

for a change in YS is not constant for different values of m. R(YS)m increases with increasing m.

This trend implies that the effect of YS is more pronounced for materials with faster repassivation

(or faster film recovery) processes. For high values of m, the enhancement factor for YS can be

rather high, assuming that K. is constant. Generally an increase of m will cause a change in the

value of K2. In this regard, it is still expected that, for a given m, the enhancement caused by a

change in YS would not change much, as suggested in Figure 4.
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Figure 5. Sensitivity analysis of the effect of YS Figure 6. Sensitivity analysis of the effects of

on CGR for different values of m (K. =constant) K. or m on CGR for different values of YS

using Equation (17) using Equation (17)

The combined effects of YS, m and K. on CGR can be seen in Figure 6. For certain

combinations of m and K., CGR increases with YS. The enhancement factor of CGR caused by a

change in Kia is constant at all levels of YS, while the enhancement factor for m is less for an

increase in YS. This result shows that CGR enhancement by decreasing m (slower film recovery

process) could be more significant for materials of lower YS.

Figure 7 shows two CGR curves in terms of K. CGR plateau regions appear at high values of

K. At low values of K, CGR increases with K, and more significant effects of K are found for

materials with high YS and low n than for materials with low YS and high n. A lower K threshold is

found for the latter materials, as shown in Figure 7. This phenomenon may partly account for the
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two separate types of CGR-K relationships that were observed in the laboratory results. Lower

thresholds and stronger effects of K might be obtained for materials with lower yield strength and

higher strain hardening ability. This is consistent with the experimental results in Ref. [10], where a

stronger K-dependency was observed for materials with lower yield strength. While in another

paper, significant effects of K were also observed for highly cold worked materials with high yield

strength, implying that there might be other contributing factors. A threshold K, Kth of ca.

9MPa.m05 , observed in the experimental results and used in some CGR formulations, is consistent

with the estimated values of K for a given characteristic distance 'r' in the theoretical FRI CTSR

formulation.
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Figure 7. Calculated values of CGR as a Figure 8. Calculated CGR values with the

function of K for two materials with different FRI generalized CGR formulation, under

values of YS and strain hardening exponent n conditions of dKldt>O, dKldt=O, and

(Gao's definition). dK/dt<O.

Sensitivity analysis was used to examine the effects of dK/dt on CGR. The change of K over

time can be from the crack growth itself, from residual stress at or near weldments, etc. CGR-K

diagrams for the conditions of dK/dt>O, dKldt=O, and dKldt <0 were obtained using the FRI

generalized CGR model. The results are shown in Figure 8. The calculated values of CGR were

found to be scattered in specific regions for negative values of dKldt, which may have been caused

by the characteristic resistance 'r' of the selected values and the real size of crack tip plastic zone.

The general trend in Figure 8 shows that dKldt has a significant effect on CGR in low K regions. A
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positive dK/dt results in a higher CGR, while a negative dKldt results in a lower CGR, compared to

the CGR under constant K. For high values of K, all the curves are close to those under constant K.

This can be seen from the theoretical CTSR and CGR formulations, Equations (14) and (17).

4. Numerical Analysis of Experimental CGR data

In this paper, the crack growth rates of alloy 600 in simulated PWR primary or in plants will be

analyzed with the proposed FRI generalized CGR formulation and compare to some existing CGR

models, such as the Scott model, modified Scott model and EPRI MRP model.

4.1 Some K-centered CGR equations

P.M. Scott developed a CGR model, equation (20), for PWSCC CGR of alloy 600 as a function

of the stress intensity factor. [Il This model was derived from published laboratory data for rather

heavily cold worked (CW) specimens of flattened steam generator tubing tested in simulated PWR

primary water at 3300C. The value of 9MPa.mO5 for the effective value of the crack growth

threshold for long cracks was based on the evidence at that time and new data tend to reinforce this

value. da/dt is used in the following equations to represent CGR. The Scott model, for CW alloy

600 at 330 0C, is shown as Equation (20),

da= 2.810 (K _ 9)1.16 (20)
dt

It was also observed that the maximum CGRs at 3230C in the plants were about one tenth as

fast as those measured in the above mentioned laboratory tests. This difference may have originated

from the effects of cold work on crack growth rate and from the small temperature difference. A

coefficient of 0.1 was introduced to produce a modified Scott model. The modified Scott model, for

non-CW alloy 600 at 3300C, is shown as Equation (21).

da 2 6d = 2.8. 1 02 (K - 9)1.16 (21)
dt

EPRI MRP1'21 developed a screened PWSCC CGR data base of alloy 600 thick-plate materials

with 158 CGR data points from tests performed by Westinghouse, Studsvik, EDF, CEA, and

CIEMAT. The data were plotted in the form of log(CGR)-K, with CGRs adjusted to 3250C using an

activation energy of l3OkJ/mol. The MPR model was based on this CGR data base and is shown as

Equation (22),
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da Q 1 1
= exp[- -g (I -- )]a(K -Kh)0  (22)

dt R T T.ej

0.5 -2
In the above equations, K is in MPa.m , T is in OK, and da/dt is in m/s. At 3250C, a=2.67xl1

Kth=9MPam 0_5, Qg= I30kJ/mol, and P= 1.16.

The effect of temperature is added to the formulations by using an activation energy of

130kJ/mol in Equations (20)-(22), then,

da 11000 12 I

( t)mScott (T, K) = 2.80 * 10-2 -(K _ 9)1-16 .e 8.3°°°603.12 T (23)

( ~ ~ ~ ~ ~ ~ ~ * d SotT )=2.0*1- *(_ 1.6er603.12 T (24

da [130000 1 1

(d )Rp(TK) = 2.67 10-12 *(K _ 9)1.16 . e 8.314 598.12 T (25)
dt

4.2 Numerical Analysis of the K-effect

Two sets of PWSCC CGR data for alloy 600 tested in different laboratories were analyzed with

the FRI generalized formulation, emphasizing the effect of K. Due to the match the size of crack tip

plastic region and the value of 'r' used in the formulation, effective K values, (K-9), were used in

the calculation.

One set of CGR data for alloy 600 material, heat 69 with yield strength of 274 MPa, were

reported by J. P. Foster et al, [7] as shown in Figure 9. The results show a significant effect of K on

CGR. In this case, the experimental values are ca. 5 times greater than the CGR values calculated

from the modified Scot model and MRP model. Another set of data for heavily cold worked alloy

600 with high YS of 827MPa was reported by W.C. Moshier et al, [9] and shown in Figure 10.

Values of CGR for this material having high YS are ca. 3.5 times greater than the values calculated

by the Scott model, and much higher than the values predicted by the modified Scott model and the

MRP model. CGR values predicted by the FRI generalized model for each material show a

proximity to the experimental values. Differences in the values of CGR between the two materials

can be partly explained by the effect of YS embedded in the FRI generalized formulation.
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There are other cases where experimental CGR-K curves show rather wide plateau regions at

high values of K. [4] This is consistent with the CGR-K behavior predicted by the FRI generalized

formulation.

It has already been pointed out that determining the CGR-K relationship is vitally important for

the CGR formulation. Material properties, such as YS and strain hardening ability may contribute to

the observation of different types of CGR-K curves. More theoretical and experimental work is

needed to clarify this phenomenon.
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Figure 9 Maximum PWR SCC CGR data Figure 10 PWR SCC CGR data for cold
for alloy 600, heat 69 (YS of 274 MPa), as worked alloy 600 (YS of 827MPa) as a
a function of K at 320 0C [7] and prediction function of K at 316 0C [9] and predicted
of CGR by several models. values of CGR by several models.

4.3 Numerical Analysis of the Effects of YS and of Temperature

Experimental [4] and predicted PWSCC CGRs for alloy 600 in simulated PWR primary water at

290, 320, and 3500C are shown in Figure 11. CGR increases significantly with increasing YS at all

temperatures. Increasing temperature significantly increases CGRs for materials of the same YS.

The apparent activation energy for crack growth (Ea,CGR) can be obtained with Equation (26) from

the experimental CGR data in Figure 11. The calculated values of Ea,CGR are ca. 151-159 kJ/mol,

relatively independent of the yield strength.

( EaCGR )

CGR=A*ee RT (26)

where A is a constant at a specific temperature.
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The CGR values at each temperature were formulated using Equation (17), assuming m is a

constant. Figure 11 shows that the CGR values predicted in such a way are quite close to the

experimental data. These results imply the possibility that the values of m are similar at these

temperatures.
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Figure 11. Experimental [4] and predicted

CGR for alloy 600 in simulated PWR

environments at different temperatures.

Figure 12 K. values at different
temperatures calculated with the data from
Figures 11 using equation (14).

Assuming a constant K, the following relationship between the apparent activation energy for

crack growth and for the crack tip oxidation can be derived from Equation ( 27 ),

Eaoxd =(1-m) E.,CGR (27)

The calculated values of oxidation rate constants (K,) at different temperatures are shown in Fig. 9.

There is an apparent linear relationship between lg(CGR) and (l/T). So, the activation energy for

pure oxidation, Eaoxid, can be calculated with Equation (28) through linear regression of the data in

Figure 12.

Ea oxid

K a =K * e RTa (28)

where K." is a constant at a specific temperature.

The calculated value of E11,oxid is 47.2 kJ/mol, which is close to the value obtained with Equation

(27) using the activation energy for crack growth.

The results show that, the activation energy for crack growth can be several times higher than

that for a pure oxidation reaction at the crack tip. This implies that, when probing into CGR
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mechanisms by comparing the activation energy of CGR with the activation energy of candidate

interfacial reactions, care should be taken to consider this difference.

As shown in Figure 13, another set of CGR data for alloy 600 for various values of yield

strength [9] can be modeled with the FRI generalized CGR formulation. The predicted results again

confirm the applicability of the new model to PWSCC CGR formulation.
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Figure 13. Experimental CGRE91 and CGR values predicted by the FRI generalized CGR

formulation for alloy 600 in simulated PWR primary water

4.4 Numerical Analysis of the Effect of dK/dt

As stated in the sensitivity analysis, dKldt may have a significant effect on CGR.

Experimental results related to controlling dKldt during EAC are rarely seen. Comparing the results

from active loading tests with those from constant displacement tests may give clues to the effects

of dKldt. In active loading tests, it is supposed that K is kept constant or increases slightly. In

constant displacement tests, K should decrease due to stress relaxation during crack propagation in

cases when crack growth rate is not high. Figure 14 shows the CGRs obtained at similar K levels

using different loading modes. CGR values obtained under active loading are higher than those

under constant displacement loading tests. The CGR ratios, defined in Equation (29), are higher

than 1.0 and can be as high as 4.8. Thus, the effects of dKldt predicted by the FRI generalized CGR

formulation are partly demonstrated by these results. More precisely controlled tests on the effects

of dKldt are highly required to further validate the FRI prediction and to give more relevant data for

lifetime predictions of weldments where dKldt might be a significant factor on the crack growth.

CGR ratio=CGR(active loading)/CGR(contant displacement) (29)
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Figure 14. CGR data from Ref. [9] for alloy 600 in simulated PWR primary water under different

loading methods. There are two kinds of active loading. Symbol 'l1im' means active loading with

a holding time of 10 min and symbol 'I OOm' means active loading with a holding time of 1 00min.

4.5 Numerical Analysis of Other Material/Environment Combinations

The primary water SCC (PWSCC) CGR data for deformed simulated grain boundary (SGB)

materials and deformed solution-annealed 304L and 316L stainless steels in simulated PWR

primary water are shown in Figure 15. [26] SGB materials, with low Cr contents, and high Ni and/or

high Si contents, are designed to simulate grain boundaries of irradiated 304L stainless steels. The

crack growth rates of all materials increased with increasing YS. The line predicted by the FRI

generalized formulation shows a promising approximation to the experimental data. This result

means that this new model can be applied to calculate SCC CGR for both BWR environments and

PWR environments.
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Figure 15 Experimental and predicted CGRs for

SGB materials and stainless steels of various YS

values in simulated PWR water at 2900C[26 1

Figure 16 Experimental da/dt-YS curve

(ETH data)1251 and FRI prediction line for

alloy 600 in simulated BWR water.
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The FRI generalized CGR formulation was also used to calculate the CGR values of alloy 600

in simulated BWR oxygenated water. [3] The predicted enhancing effects of YS on CGR are quite

close to the experimental data, Figure 16. This gives another example for the applicability of the

FRI generalized CGR formulation.

5. Prediction of CGR in Weld Residual Stress Fields

5.1 Core Shroud Cracking in BWR plants

Recently many cracking incidences in core internals and primary loop recirculation pipes in

BWR plants were found by NDI [27-29], where TGSCC and IGSCC cracking occurred in base

metals and also in weld metals of 316L stainless steels without apparent sensitization. Figure 17

shows one example of the distribution of the axial residual stress distribution through the depth of

H6a in a BWR core shroud. [27] The maximum residual tensile stress exists at the surface and can be

as high as 300MPa, which is close to the yield strength of solution annealed stainless steels. At first

residual stress decreases for increasing depth, then increases after reaching a minimum value. At

certain depths, the residual stress is compressive. The corresponding K values calculated according

to API 579 are shown in Figure 18. [27] K at first increases then decreases after reaching a maximum

value at a depth of ca.10mm. Crack growth rates were calculated using the disposition curves in

JSME S NA1-2002[3o1, as shown in Figure 19 and Equations (30)-(32). The resultant crack depth

versus time relationship is shown in Figure 20[27]. High crack growth rates are expected for a period

of 4-9 years. CGR starts to decrease after ca. 9 years. This kind of crack growth behavior can be

explained based on the effects of K and dK/dt as demonstrated in the previous analysis.

Experimental demonstration of such behavior is highly recommended for more deterministic plant

life predictions.
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Figure 19 SCC CGR-K diagram for stainless

steels in BWR environments [27, 30]

Figure 20 Increase in crack depth over time for

a H6a weld in a BWR core shroud [27]

5.2 Vessel Head Penetration Cracking

EDF conducted an extensive in-service inspection program to determine the SCC CGRs in

vessel head penetrations fabricated from alloy 600. The results were reported by C. Amzallag et

al,['] Figure 21. CGRs measured in service in plants have been related to the stress intensity factors.

A CGR plateau region at high values of K, where CGR is relatively insensitive to K, was observed

in the CGR-K diagram obtained for vessel head penetrations. Values of CGR were found to be

scattered in the CGR-K diagram, with variations of up to almost one order of magnitude. The

calculated values with modified Scott model and MRP model at 2900C are close to the lower bound

of the plant data. The calculated values with modified Scott model and MRP model at 310 0C are

near the mean values of the plant data. At the same temperature and K, CGR values calculated by

the MRP model are 17% higher than the,values calculated by the modified Scott model. The CGR

values predicted with the FRI generalized CGR model are also shown in Figure 21. Two yield
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strengths, 300 MPa to represent low YS, and 700MPa to represent high YS due to weld strain or

residual stress, were used in the calculations. The residual stress distribution estimated by C.

Amzallag et al showed that the maximum residual stress in vessel head penetrations can be as high

as ca. 500MPa. Results show that, CGRs calculated with higher yield strength (700MPa) meet the

upper bound of the plant data, and CGRs calculated with lower yield strength (300MPa) meet the

lower bound of the plant data. One CGR from Cook 2[12] is located near the lower bound of the EDF

data. These results imply that the uneven distribution of yield strength due to residual stress

gradients near the weldments may contribute to the scattered data in the CGR-K diagram, although

there might be other contributing factors.
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Figure 21 Plant CGR data for vessel head penetrations from EDF and Cook2, along with

values predicted by different CGR models

6. Disposition of Flaws

Both experimental and plant CGR data for alloy 600 show scattering in the CGR-K diagrams.

These results can be preliminarily quantified by the FRI generalized CGR formulation. Some K-

dependent CGR models such as the Scott model and MRP model have been used in CGR

calculation. After taking the oxidation mechanism into consideration, the crack growth rate of alloy

600 in simulated PWR primary water can be predicted in a more deterministic way by the FRI

generalized crack growth model based upon crack tip strain rate, emphasizing the effects of K, YS,

dKldt, temperature, and strain hardening ability.
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The following characteristic features should be taken into consideration for the disposition of

flaws:

(a) Several kinds of dependence on K were observed from laboratory and plant CGR data.

Variations in mechanical properties, such as strain hardening ability, may contribute to the

variations in the types of CGR-K relationships. Clarifying these relationships is necessary for

the disposition of flaws.

(b) CGR is highly sensitive to YS, and this effect could be one of the main factors for the scatter in

the CGR data base.

(c) The time variation of K, dK/dt, during crack growth can significantly affect the CGR of

structural materials in either BWR or PWR, especially for weldments suffering from EAC.

Residual stress/stain analysis is necessary for crack growth rate formulation and lifetime prediction

of Nuclear Power Plant (NPP) components, especially for weldments.

More CGR data from well designed and controlled conditions simulating real plants are

required for the quantification of CGR in power plants, and especially for weldments where

complex stress states may have significant effects on crack initiation and growth behavior.

7. Conclusions

The FRI generalized CGR formulation was proposed and was used to predict the PWSCC crack

growth rates for alloy 600 from laboratories and from nuclear power plants. The formulation can

also be applied to predict CGRs for other material/environment combinations, such as deformed

stainless steels in simulated PWR primary water or alloy 600 in simulated BWR high temperature

pure water. The contribution of crack tip oxidation and crack tip mechanics, and their synergism to

crack growth can be quantified with this model. The significance of K and yield strength, and dK/dt

on CGR was demonstrated by numerical analysis. The results were compared to those calculated by

other CGR models, such as the Scott model and the EPRI MRP model. Good agreements of

experimental and field data with the numerical results are confirmed based on the FRI model.

Values for apparent activation energy for PWSCC CGR for alloy 600 were calculated, and the

difference from the apparent oxidation activation energy was quantified with the FRI generalized

formulation. It was pointed out that care should be taken when using the apparent activation energy

as a criterion for judging the rate controlling processes of EAC crack growth. Numerical

calculations showed that CGR under positive dKldt was higher than that under negative dKldt and
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apparent threshold behavior can be seen. The effect of dKldt on CGR can be significant and rather

critical for lifetime predictions of NPP welded components such as VHPs in PWR and core shrouds

in BWR. The FRI generalized theoretical CGR model provides a deterministic way to quantify SCC

behavior, especially concerning the effects of yield strength, stress intensity factor-K and dKldt.

Experimental verification of crack growth behavior under conditions of positive and negative dKldt

would be highly recommended for better lifetime predictions of NPP welded components.

Acknowledgements

This work has been supported by the Grant-in Aid for COE Research (No. 1 1CE2003) and also

partially supported by PEACE(II) program jointly organized by Tohoku Univ., EPRI, Ski, VTT,

TEPCO, KEPCO, ToEPCO, JAPCO, HITACHI Ltd., MHI and TOSHIBA Co. The authors would

like to express their appreciation for these supports. Also, two of the authors (Z.P. Lu and Q.J.

Peng) would like to thank JSPS for the support through the Postdoctral Research Fellow program.

Discussions with Mr. Douglas Shukert are gratefully acknowledged.

References

1. P. Scott, C. Benhamou. An Overview of recent Observations and Interpretations of IGSCC in

Nickel Base alloys in PWR Primary Water. Proc. of the 10th. International Symposium on

Environmental Degradation of Materials in Nuclear Power Systems - Water Reactors, 2001,

NACE.

2. P. Scott, P. Combrade, On the Mechanism of Stress Corrosion Crack Initiation and Growth in

Alloy 600 Exposed to PWR Primary Water. I It International Symposium on Environmental

Degradation of Materials in Nuclear Power Systems - Water Reactors, 2003, Skamania, ANS.

3. T. Shoji, S. Suzuki, R. G. Ballinger. Theoretical Prediction of SCC Growth Behavior. Proc. 7th

Int. Symp. Environmental Degradation of Materials in Nuclear Power Systems-Water Reactors,

1995, NACE, p881.

4. R. Magdowski. F. Vaillant, C. Amzallag, and M. 0. Speidel. Stress Corrosion Crack Growth

Rates of Alloy 600 in Simulated PWR Coolant, in Proc. of the 8th International Symposium on

Environmental Degradation of Materials in Nuclear Power Systems - Water Reactors, S. M.

Bruemmer, ed., American Nuclear Society, La Grange Park, IL, pp.333-338 (1997).

333



5. C. Amzallag, S. Le Hong, C. Pag6, A. Gelpi, "Stress corrosion life assessment of alloy 600

components", Proceedings of the 9th International Symposium on Environmental Degradation of

Materials in Nuclear Power Systems - Water Reactors, Newport Beach, CA: TMS, 1999, p243.

6. J. P. Foster, W. H. Bamford, R. S. Pathania, and A. McIlree. Effects of Loading on Alloy 600

Crack Growth Rate Behavior. Proc. 10th International Symposium on Environmental

Degradation of Materials in Nuclear Power Systems - Water Reactors, 2001.

7. J. P. Foster, W. H. Bamford, R. S. Pathania. Alloy 600 Crack Growth Rate Stress Intensity

Dependence. 1 th International Symposium on Environmental Degradation of Materials in

Nuclear Power Systems - Water Reactors, 2003, Skamania, ANS.

8. M. 0. Speidel. Stress Corrosion Crack Growth in Alloy 600 Exposed to PWR and BWR

Environments. Corrosionl2000, NACE. Paper No.222.

9. W. C. Moshier and C. M. Brown. Corrosion, 56 (3), 307-320(2000).

10. T. Cassagne, D. Caron, J. Daret, and Y. Lefevre. Stress Corrosion Crack Growth Measurements

in Alloys 600 and 182. Proceedings of the 9th International Symposium on Environmental

Degradation of Materials in Nuclear Power Systems - Water Reactors, (Newport Beach, CA:

TMS, 1999), p217.

11. C. Amzallag, F. Vaillant, "Stress Corrosion Crack Propagation Rates in Reactor Vessel Head

Penetrations in Alloy 600", Proceedings of the 9th International Symposium on Environmental

Degradation of Materials in Nuclear Power Systems - Water Reactors, (Newport Beach, CA:

TMS, 1999), p.23 5.

12. Materials Reliability Program (MRP)-Crack Growth Rates for Evaluating Primary Water Stress

Corrosion Cracking (PWSCC) of Thick-wall Alloy 600 Material (MRP-55). July, 2002. By

PWR Materials Reliability Program Alloy 600 Issues Task Group.

13. G. S. Was, K. Lian. 54 (9), 675-688(1998)

14. B. Alexandreanu, B. Capell, G. S.Was. Mat Sci. Eng. A-Struct., 300 (1-2), 94-104 (2001).

15. D.S. Morton, S. A. Attanasio, and G. A. Young. Primary Water SCC Understanding and

Characterization Through Fundmental Testing in the Vicinity of the Nickel-Nickel Oxide Phase

Transition. Proceedings of the 10th International Symposium on Environmental Degradation of

Materials in Nuclear Power Systems - Water Reactors, NACE, 2001.

16. S.A. Attanasio, D. S. Morton, M. A. Ando, N. F. Panayotou and C. D. Thompson. Measurement

of the Nickel/Nickel Oxide Phase Transition in High Temperature Hydrogenated Water Using

334



Contact Electric Resistance (CER) Technique. Proceedings of the 1 0th International Symposium

on Environmental Degradation of Materials in Nuclear Power Systems - Water Reactors, NACE,

2001.

17. F. P. Ford, Corrosion, 52(5), 375-395 (1996).

18. T. Shoji. Progress in the Mechanistic Understanding of BWR SCC and Its Implication to the

Prediction of SCC Growth Behavior in Plants. I Ith Int. Symp. on Environmental Degradation

of Materials in Nuclear Power Systems-Water Reactors, ANS, Skamania, 2003.

19. N. Birks and G. H. Meier. Introduction to High Temperature Oxidation of Metals. Edward

Arnold, 1983. p42.

20. C. Badini, F Laurella. Surface and Coating Technology. 135, 291-298(2001).

21. K. E. Heusler. Corrosion Science. 39(7), 1177-1191(1997).

22. Y. C. Gao, K. C. Kwang. Elastic-Plastic Fields in Steady Crack Growth in a Strain-Hardening

Material. 5th Int. Conf. on Fracture, France. Vol.2, pp6 69-68 2. 1981.

23. W. W. Gerberich, D. L. Davidson, and M. Kaczorowski. J. Mechanics and Physics of Solids. 38,

p87 (1990)

24. T. Shoji, T. Yamamoto, K. Watanabe and Z. P. Lu. 3D-FEM Simulation of EAC Crack Growth

Based on the Deformation/Oxidation Mechanism. I 1th lnt. Symp. on Environmental

Degradation of Materials in Nuclear Power Systems-Water Reactors, ANS, Skamania, 2003.

25. M. 0. Speidel and R. Magdowski. Stress Corrosion Crack Growth in Alloy 600 Exposed to

PWR and BWR Environments. Corrosion/2000, NACE, Paper 222.

26. T. Shoji, G. F. Li, J. H.Kwon, S. Matsushima and Z.P. Lu. Quantification of Yield Strength

Effects on IGSCC of Austenitic Stainless Steels in High Temperature Waters. 11th Int. Symp.

on Environmental Degradation of Materials in Nuclear Power Systems-Water Reactors, ANS,

Skamania, 2003.

27. Documents presented at 5th Structural Integrity Evaluation Committee, NISA, February 18,

2003.

28. Documents presented at 6th Structural Integrity Evaluation Committee, NISA, February 26,

2003.

29. Documents presented at 7th Structural Integrity Evaluation Committee, NISA, March 10, 2003.

30. Codes for Nuclear Power generation Facilities-Rules on Fitness-for Service for Nuclear Power

Plants. JSME S AN1-2002, Oct.10, 2002, JSME.

335



HACF Model Predictions for Alloy 600 Low Potential Stress
Corrosion Cracking

Interacting Sensitivities of Crack Growth Rate to Stress Intensity
Factor, Yield Stress, Temperature, Carbon Concentration, and

Crack Growth Orientation

M. M. Hall, Jr., W. C. Moshier and D. J. Paraventi

Bechtel Bettis, Inc.

Abstract

A hydrogen-assisted creep-fracture (HACF) model is being
developed for the intergranular stress corrosion cracking (SCC) of Ni-
Cr-Fe Alloy 600 in the hydrogen-reducing, low-potential primary side
environment of a Pressurized Water Reactor (PWR). Development
of the model includes considerations of mechanical and physical
phenomena related to applied stress intensity factor, yield stress
(cold work), temperature, carbon concentration, and crack growth
orientation. Also considered are corrosion phenomena responsible
for hydrogen embrittlement of the crack tip; hydrogen evolution,
absorption, permeation and trapping within the crack tip zone. HACF
model predictions are found to be consistent with Alloy 600 crack
growth rate (CGR) data trends reported here and elsewhere in the
SCC literature. The stress intensity factor (SIF) exponent either
increases or decreases with increasing temperature, depending on
crack growth orientation relative to deformation textures introduced
by cold work. The SIF exponent decreases with increasing yield
stress; the apparent activation energy decreases with increasing
applied SIF and increasing yield stress, the magnitude of these
sensitivities depending on level of cold work and crack growth
orientation. Carbon increases the yield stress, decreases the strain
hardening and increases the apparent activation energy. The effect
of crack growth orientation is modeled as an orientation-dependent
effect of carbon on the mechanical component of the apparent
activation energy. The observation that there is a local maximum in
Alloy 600 SCC CGR for coolant-bome hydrogen concentrations in
vicinity of the Ni - NiO phase equilibrium is not treated quantitatively
here but is discussed within context of the HACF model.
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Introduction

Crack growth rate (CGR) algorithms are needed for the disposition of crack-like indications found
during inspections of reactor components. Development of high-confidence CGR disposition curves
requires high quality data that are capable of revealing SCC CGR sensitivity to engineering variables
such as temperature, applied stress intensity factor, coolant water chemistry and materials
conditions. Physically based CGR models are preferred for development of engineering data
correlations as they provide added confidence that the data have been analyzed using the best
available fundamental understanding of the mechanical, physical and corrosion phenomena
contributing to CGR.

During the past decade, Moshier' and coworkers and others2'34'5 have been obtaining the Alloy 600
SCC CGR data that are required for quantification of the crack growth phenomenology. During this
time, Hall 6 and Hall and Symons7 ' 8 have been developing the HACF phenomenological model for
low potential SCC. In this paper we provide additional SCC CGR data and data analyses using the
HACF model to illustrate the sensitivities of Alloy 600 CGR to applied stress intensity factor, yield
stress (cold work), temperature, carbon concentration, and crack growth orientation.

The HACF Model

Past development of the HACF model and a summary of the phenomenological observations that
support a hydrogen-assisted creep-fracture crack advance mechanism are provided in a previous
publication. The essential features of the HACF model and model equations are illustrated in Figure
1. In the HACF model, crack advance occurs by the creep fracture of hydrogen-embrittled grain
boundaries. The model equations are developed assuming a steady crack-growth rate and the
quasi-static assumption that, at a fixed distance ahead of the moving crack, all processes have
reached their steady or time-averaged values. Within these assumptions, the crack tip strain rate is
constant at a distant point that moves with the crack and the crack growth rate can be expressed as
in Equations (1 .a) and (1 .b), Figure 1. Symbols used in equation development are found in Table I.

At the temperatures of PWR normal operation (T > 250 OC), the cathodic reduction of water
produces nascent hydrogen with a fugacity fcr that exceeds the usual coolant-borne hydrogen
fugacity, fDH. The fugacity of this corrosion-generated hydrogen is dependent on the crack tip pH
and the hydrogen overvoltage of the crack tip corrosion-oxidation reaction. The crack tip hydrogen
concentration, equation (2), is a function of both the hydrogen permeation rate as well as the crack
velocity. When the hydrogen permeation rate is greater than the Alloy 600 SCC crack velocity (for
example, for mill annealed Alloy 600 and T > 250 OC), the CGR is independent of the permeability.
In this case, the CGR equation can be simplified to obtain a power-law CGR equation, (3.a), which
is the form that is commonly assumed for empirical SCC CGR correlations. Note that we have
adopted here the logarithmic expression for stress-dependent activation enthalpy discussed by Hall
and Symons. This choice is compatible with the available analytic solutions to the crack tip stress-
strain rate problem and allows us to obtain the more customary power-law CGR equation in lieu of
the exponential-law equation of our previous publication. When the hydrogen permeability does not
exceed the crack velocity, equation (2) can be solved to obtain an equation in which CGR is
proportional to the hydrogen permeation rate. This low-temperature limiting form of the HACF
model is not discussed here.
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Table 1. List of Symbols

a crack growth rate T. transition temperature
aO rate constant F Faraday's constant
c hydrogen concentration UB binding energy - carbon to mobile-forest

dislocation junctions
Cgb grain boundary carbon concentration VH hydrogen atomic volume
co reference hydrogen concentration a constant having a value, between 1/2 and

2, characteristic of the hydrogen
evolution and absorption reactions

DH hydrogen diffusivity Ef strain to fracture crack tip fracture zone
fcor fugacity of corrosion generated Efo strain to fracture crack tip zone with

hydrogen reference hydrogen concentration c,
fDH fugacity of coolant borne hydrogen o crack tip strain rate constant
K, applied stress intensity factor t crack tip strain rate
Kic critical stress intensity factor AH apparent activation enthalpy for

I (toughness) corrosion processes
Kth threshold stress intensity factor [H+] 1O-PH

N strain hardening exponent AHB binding energy - hydrogen to grain
boundaries

Qcor apparent activation energy assignable AHO drag-free activation enthalpy for
to corrosion processes dislocation glide

Qmech apparent activation energy assignable AHs hydrogen heat of solution
to mechanical processes

R gas constant K ratio of HER/HAR reaction rate
I _constants

rc creep fracture zone radius Ti hydrogen overvoltage
S Sievert's Law constant y room temperature yield stress
T Temperature I

The CGR is proportional to a hydrogen-embrittlement factor

C(gb )

= S[Ht] -eR
C.

(4)

where

AH = 2AF + AHs - 2oyVH -AHb - (5)
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The stress intensity factor (SIF) exponent is given by

GIna 2N AH
m I_ K | N+1RT (6)

T'n

where KR is a normalized effective applied SIF given by

_ K-Kth

KRK (7)

According to Equation (6), the SIF exponent is inversely dependent on temperature and decreases
with decreasing strain hardening, N, which, for cold worked material, decreases with increasing
levels of cold work (increasing yield stress) and increasing carbon concentration, C.

In a recent publication Hall and Symons8 considered the effects of carbon and dynamic strain aging
on the deformation rate behavior of Alloy 600. Results of this work suggests the following
phenomenological expression for the activation enthalpy

AH = 1-exp In )) (8)

To is the temperature for which the mobile dislocation wait time is equal to the carbon diffusion time,
a condition that depends on the carbon concentration and crack growth orientation relative to
deformation textures introduced by cold work:

TO UB /R (9)
° In(1/C)

UB is the thermal energy required to de-trap carbon located at the junctions between mobile and
forest dislocations. UB is an increasing function of the orientation-dependent number density of
junctions formed between of mobile crack tip dislocations and pre-strain deformation-induced
immobile forest dislocations threading the dislocation glide planes. The drag-free activation
enthalpy, AH0, also is an increasing function of the carbon.

For temperatures in vicinity of T., Equation (6) can be written approximately as

AH=AHO 1--T (10)
TO

This linearized expression facilitates data fitting routines. Then AH has a minimum value at T = To
so that the SIF exponent, Equation (4), is expected to decrease with increasing temperature for
T < T, and increase with increasing temperatures for T > T,.
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The power-law HACF CGR equation can be rewritten in exponential form to emphasize that the
apparent activation energy, Q, is a sum of activation energies due to both corrosion and mechanical
processes

Q R Ina2N
= QC" + QmH = AH+ + AHIn(1/KR). (11)

The mechanical activation energy (Qmec), which is related to the SIF exponent (m, Equation (6))
has the carbon and yield stress dependencies of m plus decreases with increasing applied SIF, K.

The grain boundary hydrogen-trapping energy (AHb ) and the electrochemical Gibbs free energy of
the hydrogen evolution and absorption reactions (QEC = aTrF ) make significant contributions to
AH. The trapping energy AHb depends on grain boundary carbide coverage and morphology,
which are determined by the carbon concentration and heat treatment condition of the alloy9. The
hydrogen overvoltage (Tj) (and therefore, QEC) depends on the predominant crack-tip corrosion-
oxidation reaction, which is a function of the Fe and Cr content of the alloy and the coolant borne
hydrogen concentration (DH2). The composition and structure of the predominate oxide phase are
sensitive functions of DH2 for concentrations nearthe equilibrium concentration forthe Ni/NiO phase
transition. Moreover, 1l increases (negatively) as the Fe and Cr contents of the oxide film increase.
The concomitant effects of dissolved hydrogen concentration on both crack tip oxide and CGR have
been reported1 .

Experimental

Alloy 600 plate material (Table II), containing 0.063 w/o C, was high temperature annealed (HTA) in
an inert atmosphere at 1075 OC for 24 hours and furnace cooled for 24 hours resulting in a grain
size of 60 to 70 gm and extensive grain-boundary carbide decoration. The as-heat treated plate
was cold rolled to thickness reductions of 0 to 28.5% and room temperature yield stress of 187 MPa
to 826 MPa. Crack growth rate tests were conducted using fatigue precracked bolt-loaded 0.4T and
0.8T compact tension specimens having Short Transverse (ST) and Longitudinal Transverse (LT)
orientations" relative to deformation texture introduced by cold work. ST and LT CGR data are
available for a yield stress of 826 MPa over a range of applied SIF factor from about 7.5 MPa Sqr-m
to 55 MPa Sqr-m. Only LT CGR data are available for the other yield stress materials and these
data were obtained over a narrow range of applied SIF having an average value of about 38.5 MPa
Sqr-m. Periodic inspections of specimens using micro-focus X-ray imaging were used to determine
the onset of cracking and extent of crack growth. Destructive examinations post-test were used to
confirm final crack sizes. Tests were conducted in refreshed autoclaves containing deaerated pure
water; dissolved oxygen < 10 ppb, dissolved hydrogen 40-60 STP cc/kg, room temperature pH
10.2 - 10.3 and conductivity of 45 iS. Tests were conducted at 252 OC, 288 OC, 316 OC, 388 OC, and
360 OC.

Table I. Alloy Chemistry, weight percent

Ni Cr Fe C Ti P S
77 15 8 0.063 0.25 <0.005 <0.001
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Also reported here are CGR data obtained by Speidel and Magdowski 2'3 on Alloy 600 hot rolled bar
containing 0.10 w/o carbon and having a room temperature yield stress of 474 MPa. This material
was further cold reduced by approximately 20% and 40% resulting in yield stresses of 981 MPa and
1053 MPa. The starting grain size was 20 gm with predominantly intragranular carbides. Fatigue
pre-cracked, wedge-loaded, double-cantilevered beam specimens having the RL orientation were
tested in deaerated pure water in static autoclaves and SCC crack sizes were determined
destructively post-test.

Results

CGR Sensitivity to Applied Stress Intensity Factor: SIF Exponent m

Figure 2 shows the ST orientation CGR data plotted as log CGR vs. linear stress intensity factor
(SIF), where we use the normalized effective SIF, KR. Curves drawn through the data in these
figures and the ones discussed below represent the best-fit correlations obtained using the HACF
model equations. While the log-linear plot is customary, a log-log plot, Figure 3, provides a better
visualization of the temperature dependence of the SIF exponent, m, that is, the slopes of the curves
in Figure 3. Figure 4 shows that for crack growth in the ST orientation, m decreases with increasing
temperature from a value of 3.4 at 252 OC to 0.12 at 360 OC. This implies (see Equations 1 and 3)
that for the ST crack growth orientation, To > 360 OC.

Shown in Figures 5, 6 and 7 are similar plots for the LT orientation data. Note that in this case, in
contrast to the ST data, m increases with increasing temperature, from 1.6 at 252 OC to 3.8 at 360
OC. This trend with temperature implies that for the LT crack growth orientation, To < 252 OC. Figure
8 shows the effect of carbon concentration and crack growth orientation on To. Figures 9,10 and 11
show these plots for crack growth in the RL orientation for specimens taken from cold worked bar23.
Note that for crack growth in the RL orientation, m increases with temperature in a manner similar to

the ST data trend. The RL data show that m also decreases with increasing yield stress. This is
consistent with the HACF model prediction that m decreases with decreasing N, which decreases
with increasing yield stress, as shown in Figure 12.

CGR Sensitivity to Temoerature: Apoarent Activation Energv Q

Figure 13 shows an Arrhenius plot of the ST orientation CGR data for a range of increasing applied
SIF. Figure 14 shows that the apparent activation energy, Q, derived from the curves in Figure 13,
decreases rapidlywith increasing SIF, consistentwith the HACF model Equation 6. Figure 15is an
Arrhenius plot of the LT orientation CGR data for increasing room temperature yield stress. Figure
16 shows that for the LT orientation, there is a smaller decrease in the apparent activation energy
with increasing yield stress. This figure also shows that the effect of yield stress on Q is larger for
crack growth in the RL orientation. Decreasing Q with increasing yield stress (decreasing strain
hardening) is consistent with the HACF model, equation (11). The lower sensitivity of Q to yield
stress for the LT orientation data, compared to the ST CGR data, is due to the smaller contribution
of Qmech to Q for the LT crack growth orientation. Figure 17 shows that the drag-free activation
enthalpy, AHO, increases with increasing carbon concentration.
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HAF Model Fit to HTA-ST Data
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Figure 2. HACF Model Fit to HTA-ST
CGR Data. Conventional log-linear plot
emphasizes near threshold behavior.

Figure 3. HACF Model Fit to HTA-ST CGR
Data. Log-log plot emphasizes temperature
dependence of the SIF exponent.
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Figure 4. Temperature Dependence of the
SIF Exponent for HTA-ST CGR Data.

Figure 5. HACF Model Fit to HTA-LT
CGR Data. Significant differences exist
between LT and ST sensitivities to
applied SIF.
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HAF Model Fit to HTA-LT Data
0.063 w/o C, Sy = 826 MPa
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Figure 6. HACF Model Fit to HTA-LT
CGR Data.

Figure 7. Temperature Dependence of
the SIF Exponent for HTA-LT CGR Data.
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Figure 9. HACF Model Fit to RL CGR
Data. Both temperature and yield stress
(cold work) effects on CGR are shown.
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HACF Model Fit to RL Data
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Figure 10. HACF Model Fit to RL
CGR Data. Temperature
dependence of the SIF exponent is
similar to that of HTA-ST data.

Figure 11. Temperature and Yield Stress
Dependence of the SIF Exponent for RL
CGR Data.

.

Strain Hardening
0.8 .

z
C6

a)

Cl)

0.7 - *0.063C

0.6 - . 0.045 C

0.5 A£0.020C

.0.100C0.4 - mdl

0.3 -.

0.2 -

0.1 I

0.0
0 200 400 600 800 1000 1V

RTYield Stress, MPa

Apparent Activation Energy, Q
ST Orientation, 0.063 w/o C

350

300 Sy = 826 MPa

250 -

° 200 -

a 150 -

100 -

50

0
0.01 0.1

Normalized Effective SIF, KR
.

Figure 12. Strain Hardening Exponent
as a Function of Yield Stress for Cold
Worked Alloy 600.

Figure 13. HACF Model Fit to HTA-ST
CGR Data. Temperature dependence is
an apparent function of the applied SIF.
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Temperature Dependence of Crack
Growth Rate
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Figure 14. Temperature Dependence
of HTA-ST CGR Data. The apparent
activation energy decreases with
increasing SIF.

Figure 15. HACF Model Fit to HTA-LT
CGR Data. Temperature dependence
is an apparent function of yield stress.
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DISCUSSION

Aqueous stress corrosion cracking is a complex phenomenon that has been under investigation for
over 100 years. Progress in modeling SCC has been slow due to the large number and complexity
of the processes that contribute to SCC crack advance. Thermally activated chemical and
electrochemical processes take place within the aqueous environments established in the bulk
water, the crack enclave and within the water-oxide-metal interface. As engineering materials
possess included phases of varying and interacting corrosion characteristics, and given the
possibility of a sequestered crack tip environment, the crack tip corrosion processes are the more
complex. These aqueous environments and products of the corrosion processes interact with a
structurally inhomogeneous material that is subject to complex, thermally activated mechanical and
physical processes that operate within the stress field of the crack tip zone. These interacting
processes cause embrittlement of the crack tip leading to local fracture and crack advance.

Phenomenological SCC modeling provides one means for making more rapid progress than may be
possible by development of purely fundamental models. The significant advantage provided by
phenomenological modeling is that not all process are included; only those that are judged to
contribute most significantly to crack advance. Phenomenological SCC models are developed from
observations, as opposed to being derived from a priori arguments, and mathematically describe
the observed sensitivities of the phenomenon of SCC crack growth to mechanical stress,
temperature and electrochemical potential. These sensitivities are modeled using mathematical
descriptions of the sub-processes that are judged to make greatest contribution to crack advance.
Phenomenological SCC models may reflect a significant level of fundamental and mechanistic
understanding and, by adjustment of the model fitting parameters, often can be applied more
generally to other materials undergoing SCC in different environments by the same mechanisms.
The level of confidence that can be developed in phenomenological models increases with the
number and complexity of the observable phenomena that can be explained and simultaneously
correlated. The approach strives to minimize complexity of expression but allows for increasing
complexity as added data and observations not predicted by the model become available. Model
development typically continues as long as added data expand coverage of the model variables.

The HACF model appears to describe adequately the SIF and temperature sensitivities of the Alloy
600 SCC data presented here. There are other CGR data in the literatures'5 that demonstrate many
of these stress and temperature dependencies but have ambiguous specimen processing histories
and are thus not included in this study. Much of the remaining literature data have been obtained
using specimen geometries that do not meet the requirements for obtaining ASTM valid SCC CGR
data 2 and are not included here.

The higher temperature, limiting form of the HACF model attributes the observed temperature, yield
stress, carbon concentration and crack growth orientation dependencies of the SIF exponent and
apparent activation energy to mechanical and physical processes. Although stress-dependent
corrosion processes have been proposed, the full range of observed apparent activation energies
for PWR SCC of Ni base alloys cannot be reconciled with those observed for corrosion processes.
Moreover, the observed dependence of the apparent activation energy on applied SIF and yield
stress implies a mechanical rather than an electrochemical process as the rate-determining step.
The HACF model predicts that stress-independent corrosion processes will have a major influence
on the CGR rate through the rate constant, a,.
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Morton et al.13 have pointed out that activation energies are properly obtained by conducting CGR
experiments over a range of temperatures while holding the electrochemical potential (ECP) fixed.
This requirement is consistent with Equations (6) and (11) and the discussion of these equations,
above. The data reported here do not meet this requirement in that the coolant-bome hydrogen, not
the ECP was held constant. Therefore, both the SIF exponent, m, and the apparent activation
energy, Q, derived here by application of the HACF model to these data, are expected to differ from
the values obtained with ECP held constant. However, as a practical manner, constant coolant-
bome hydrogen is more representative of PWR plant operations so that the values obtained here
are more appropriate to the intended application.

Conclusions

The Alloy 600 SCC crack growth rate data presented and discussed above clearly show interacting
effects of stress and temperature on the CGR. Sensitivity to applied stress intensity factor is
dependent on temperature and yield stress and the sensitivity to temperature is dependent on the
applied stress intensity factor and yield stress. The yield stress is dependent on the alloy carbon
concentration and the amount of cold work. The magnitudes of these sensitivities are dependent on
crack growth orientation relative to deformation textures introduced by cold work. Data showing
these phenomenological behaviors are well correlated using the HACF model equations. Physically
based phenomenological models such as the HACF model provide increased confidence that
engineering data correlations used in the disposition of defect indications have been derived based
on an understanding of the mechanical, physical and corrosion phenomena contributing to SCC
crack growth.
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ABSTRACT
To investigate the primary water stress corrosion cracking (PWSCC) crack

growth rate (CGR) of nickel based alloy weld metal, many studies have been
carried out on Alloy 182 and evaluation curves have been proposed. In Japan,
Alloy 132 has been used instead of Alloy 182 from the viewpoint of hot
cracking resistance. However, no PWSCC CGR data on Alloy 132 has been
reported. In this study, we investigated the PWSCC CGR of Alloy 132 in
comparison with the literature data on Alloy 182, and evaluated the effect of
loading condition on the PWSCC CGR ofAlloy 132.

We conducted SCC growth measurement tests on Alloys 132 and 82 weld
metals at 325 0C in simulated primary water. Then we examined the effects
of K value, periodic unloading interval and orientation of CT specimen on
CGR Based on the results obtained, we consider an evaluation curve for the
CGR ofAlloy 132 weld metal and recommended a test procedure of CGR
Conclusions.
1) PWSCC CGR for Alloy 132 weld metal was remarkably affected by K

value, from 20 to 35 MPanm.
2) The PWSCC CGR of Alloy 132 in this study was not larger than that of

Alloy 182 in the literature data.
3) The PWSCC CGR propagated along the dendrite was about 3 times

faster than that perpendicular to the dendrite.
4) The periodic unloading method is not applicable for the PWSCC CGR

measurement of nickel based alloy weld metals, to maintain a straight
crack front

5) The effect of periodic unloading on PWSCC CGR was observed.
Periodic unloading is recommended to produce the inter-dendritic
pre-crack, but constant loading is recommend for CGR measurement
test with significant long holding time to eliminate the influence of
fatigue.
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L INTRODUCMON

In Japan, maintenance guide rule as ASME Sec.M for allowable stress corrosion cracking (SCC) flaw
size is not established except austenitic stainless steels for BWRs. In order to complete data base for the
maintenance guide rule for allowable SCC flaw size, the Japanese national project on SCC crack growth
rate (CGR) measurement test program on the Alloy 600 and its weld metals of Ni based alloys for
PWRs and BWRs has been started from April 2000. Before starting this project, authors have checked
the propriety and applicability of periodic unloading method for the primary water stress corrosion
cracking (PWSCC) CGR measurement test

In western PWR plants, Alloy 182 is used for shielded metal arc welding (SMAW) method to Alloy
600 at the boundary of the reactor pressure vessel. In Japanese PWR plants, NIC 70A (trade name) was
used for different welding method as the SMAW and consideration of resistance of hot cracking. The
difference welding method means the difference of welding electric current as direct current for Alloy 182
or alternating current for NIC 70A. This welding material is nearly the same as Alloy 132 inAWS.

Alloy 82 is used for tungsten inert gas (TIG) or metal inert gas (MIG) or metal active gas (MAG)
welding method.

Chemical compositions of Alloys 182, 132 and 82 are 670/oNi-l5Cr%/o-80/oFe-70/oMn-l.8/oNb-0.5/oTi
700/oNi-15 0/oCr-90/oFe-1 0/oMn-2.5 0/oNb, and 710/oNi-20 0/oCr-2 0/oFe-30/oMn-2.5/oNb-0.50/oTi, respectively.
The chromium content of Alloy 82 is about 5% higher than that of Alloys 182 and 132. But, efficiency
about the stabilization of solute carbon based upon niobium and titanium content is higher than that of
Alloys 182 and 132.

The effect of chemical composition on the PWSCC susceptibility for Ni-Cr-Fe alloy as Alloy 600 is
reported as follows;

The PWSCC susceptibility decreases with an increase of chromium content for Ni-Cr-Fe alloy, as shown
in Figure 1(l) This reason is thought that the anodic dissolution of Ni-Cr-Fe alloy shall be restrained and also
grain boundary chromium carbide as M23C6 must be dominant, with increasing of chromium content (l) The
PWSCC susceptibility increases by the addition of niobium for Alloy 600, as shown in Figure 2(2) This
reason is thought that the chromium carbide as M23C6 hardly precipitate due to the niobium addition for the
Alloy 600, because the niobium stabilizes the solute carbon as the NbC carbides. B2)The effect of titanium
addition on the PWSCC susceptibility for Alloy 600 is not reported, but the stabilizing effect of titanium
addition is basically same as niobium addition for Alloy 600. So, it can be easily estimated that the PWSCC
susceptibility increases by the addition of titanium for Alloy 600. From the view point of efficiency about the
stabilization of solute carbon, weight percentages of niobium has the same efficiency as the twice of the
weight percentages of titanium, because the mass of niobium is about twice of that of titanium.

Therefore, the PWSCC susceptibility of Alloy 82 may be not so low.
The chromium content and efficiency about the stabilization of solute carbon based upon niobium and

titanium content of Alloy 132 are basically same as them of Alloy 182. Therefore, the PWSCC susceptibility
ofAlloy 132 shall be same as that ofAlloy 182.

In this study, we compared the PWSCC crack growth rate (PWSCC CGR) of Alloy 132 with the PWSCC
CGR literature data on Alloy 182 We summarize this test and recommend PWSCC CGR
measurement test techniques.
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IL TEST METHODS

ILA. Material
A dissimilar metal welding model for the first stage of Japanese domestic PWR pressure vessels (PV)

was manufactured by the shielded metal arc welding rod Alloy 132, as shown in Figure 3. That is, the
dissimilar metal welding between type 316 austenitic stainless steel and SA508 cl.2 steel was perfonned
by the shielded metal arc welding rod ofAlloy 132 after the buttering ofAlloy 82 on the SA 508 cl.2 steel.

The welding direction of the shielded metal arc welding by Alloy 132 is perpendicular to the cross
section in Figure 3.

The specimens of Alloy 82 welded metal for PWSCC CGR measurement test were taken from the
deposited metal coupon, as shown in Figure 4.

The post weld heat treatment was not conducted after the shielded metal arc welding in this model. All
the specimens for PWSCC CGR measurement test were taken from Alloys 132 and 82 welded metals of
this model.

The chemical composition and tensile properties of the Alloy 132 welded metal of this model are shown
in Tables 1 and 2, respectively. The specification ofthe chemical compositions for Alloys 132 and 182 are
also shown in Table 1. Alloy 182 contains titanium and niobium, but Alloy 132 does not contain titanium.

IL B Test specimen

1/2 TCT specimens were machined from the above Alloy 132 weld metal in accordance with ASTM
standards E 399 as shown in Figure 5.

The specimen orientations are LS and TS when SCC propagation direction is along the dendrite, and LT
when SCC propagation direction is perpendicular to the dendrite as shown in Figure 6. The specimen LS
and LT orientations share a common crack plate, although the crack directions relative to the dendrite are
different

These specimens were slit by electrodischarge machining (EDM) and pre-cracked by fatigue in air, prior
to SCC testing. The fatigue pre-crack was generated at a stress intensity factor range (delta K) of about 15
MPam , which is below 800% of K level at SCC test condition, 20 MPaim The pre-crack length was
controlled to about 1 mm. After introducing of fatigue pre-crack, the specimens were I10% side grooved and
washed with ultra-sonic wave cleaning system over 30 minutes in acetaldehyde to eliminate impurities.

IL C PWSCC test methods

The schematic of the SCC test equipment is shown in Figure 7. Water chemistry was controlled in the
controlling tank. The water was pressurized by the high-pressure pump and then heated up to the test
temperature by heater. The heated water was flowed into the autoclave for the SCC tests. The water was
cooled by cooler and passed through the filter to remove contamination. The flow rate of the test water
was about 20 liters per hour. The specimens were tested in refreshed autoclaves with simulated reactor
coolant system (RCS) water chemistry of 1800ppm as boron, 3.5ppm as lithium and 30cc/STP kg H20
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hydrogen. Dissolved oxygen was kept less than 5 ppb to meet the water chemistry at the beginning of the
fuel cycle in typical Japanese PWRs. The water in the controlling tank was adjusted once per two weeks to
meet target water chemistry. The test temperature near the specimen was measured by thermocouples in
the auto-claves. The test temperature was controlled by the heaters located at the outside of autoclaves, to
meet within ± 1 0C of the target temperature. The SCC tests were performed at 325 OC to meet the upper
boundary of the target components in Japanese PWR plants.

SCC CGR measurement tests were conducted in active loading condition with K1 values of 20, 35 and
60 MPaim based on the test data using 1/2 T CT specimens.( The KY values of specimens for SCC CGR
measurement were calculated using the formulations in ASTM standards E 399 and E 813.

The autoclave facility loaded the specimens and measured the SCC length using the reverse direct
current (DC) potential difference technique. Figure 8 shows a schematic of the direct current potential drop
method (DC PDM) system The system consisted of a DC power supply, DC solid-state switch, voltmeter
and computer. The specimen was electrically isolated from the auto-clave, DC current was 5 ampere and
the interval of measurement was 3 minutes. Platinum wires, which had high corrosion resistance and small
electric resistance, were used for current and voltage lead wires. It is difficult to measure accurate voltage
of DCPDM in high temperature water due to the pseudo signal of thermo-electromotive force. So,
reversed DCPDM was signal of thermo-electromotive force. So, reversed DCPDM was used to eliminate
the effect of the pseudo signal.

The SCC length was estimated from the DC potential data using the master curve. The curve, which
shows the relation between the DC potential and crack length, was obtained in air However, the accuracy
of the DCPDM for weld metal specimens is not always good because of the non-uniform crack front. So,
the calculated crack lengths using reverse DCPDM were compared with SCC length measured by
scanning electron microscopy (SEM). The average crack depth, which was obtained with dividing the
area of SCC by the integrated length of PWSCC initiation grown from the fatigue pre-crack, was used for
CGR calculation.

The loading conditions involve maintaining a constant load during the test with an unloading and
reloading cycle of R = 0.7 (R ratio = minimum load / maximum load). The load increasing duration for
starting up was 3 minutes and the unloading / reloading as periodic unloading was accomplished during 5
seconds, after each holding time of constant loading.

mI TEST RESULTS

The results of CGR measurement test are summarized in Table 3. Figure 9 shows the correlation
between the K value and PWSCC CGR for Alloys 132, 82 and 182 weld metals. The testing parameters
are the K value and orientation of the specimens, as TS and LS.

m A The effect of K value on the PWSCC CGR

In the PWSCC CGR measurement test for the initial K value of 20 MPaim, the PWSCC did not grow
from the fatigue pre-crack in the specimens, during 1000 hours of SCC tests. Figure 10 shows the results
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of crack length estimated from PDM signal versus testing time for the TS specimen. Vertical axis shows
the crack length estimated from PDM signal. Constant loading was applied to these specimens from the
starting point to 200 hours. But, the PDM signal was not changed during 200 hours testing. So, the
periodic unloading technique, which R was 0.7 and holding time was 9000 sec, was applied to these
specimens after constant load testing during 200 hours. However, the changing of PDM signal as growth
of PWSCC was not observed during 1000 hours. Also, no IGSCC was observed at post-test destructive
examination. The estimated CGRs of these specimens were evaluated less than 5.6 x 10-12 (m / s), based
on 0.02 mm as the detection limit of SCC growth by PDM.

In the PWSCC CGR measurement test for the initial K value of 35 MPalm, the PWSCC was grown
from the fatigue pre-crack in the specimens under the periodic unloading condition. Figures 11 and 12
show the results of crack length estimated from PDM signal vs. testing time for the TS and LS specimens
respectively. The vertical axis shows the crack length estimated from the PDM signal corrected based on
SEM measurements of the crack depth. The PDM signal changed as the growth of PWSCC was observed
after the initial K value of 35 MPaim for the TS and LS specimens. The estimated CGRs of these
specimens were scattered in a two-digit range according to material conditions.

In the PWSCC CGR measurement test for the initial K value of 60 MPaim, the PWSCC was grown
from the fatigue pre-crack in the specimens under the periodic unloading condition. The estimated CGRs
of 60 MPaqm are nearly equal to those of 35 MPaa'm in the LS specimen

fL B The effect of the kind of material on the PWSCC CGR

Within the data in this study, the CGRs of Alloy 132 were revealed to be higher than the CGRs of Alloy
82 as shown in Figure 9. Compared with the same oriented specimen along the dendrite direction (LS
direction), the CGRs of Alloy 132 (LI) were accelerated by a factor larger than 2 to 8 from the CGRs of
Alloy 82 (0).

11. C The effect of the dendrite direction on the PWSCC CGR

The CGR along the dendrite direction ([S, TS) was about 3 to 10 times larger than that perpendicular to
the dendrite direction (L). However, no significant difference observed between the CGR along to the
same parallel to the dendrite direction (LS, TS).

m. D Comparison of the CGRs between Alloys 182 and 600

In this study, the CGRs of Alloy 132 were basically same as the evaluated CGR curve of Alloy 182 [2]

(da/dt=l.40 x 1011 (K-9)'*16) and larger than that of Alloy 600 (da/dt-2.23 x 10-12 (K-9) 1.16) That is, the
evaluated CGR curve forAlloy 182 can be used to estimate CGRs forAlloy 132 andAlloy 82 welds.

355



m. E Fractography

Figures 13, 14 and 15 show typical results of fractography by SEM on the fracture surface of LS and TS
specimens after testing, respectively.

On these fracture surfaces, the PWSCC was grown from the fatigue pre-crack and the cracks were grown
along the inter-dendrite boundary. But the crack front of these inter-dendritic PWSCC (ID PWSCC) was not
uniform and the area of no ID PWSCC initiation zone was also observed at the fatigue pre-crack tip. Figure
15 shows that the crack propagation path was inter-dendrite and parallel direction for dendrite.

The average crack depth of ID PWSCC was obtained by dividing the area of SCC by specimen
thickness, as described above. The average crack depths of ID PWSCC for TS and LS specimens were 0.7
mm and 1.3 mm, respectively. D.C. potential crack growth rates for these specimens were corrected based
on these values.

Figures 16 and 17 show the fractographic features for LT specimen of Alloy 132. The PWSCC was also
observed to have grown from the fatigue pre-crack in this specimen, but the propagation path of the cracks
was complicated SCC propagated perpendicular to dendrite direction and its front was not uniform We
will continue the study regarding to the relation between SCC growth mechanism and orientation of test
specimen.

IV. DISCUSSION

The effect of periodic unloading on the PWSCC CGR of nickel based Alloy 132 weld metal in
simulated PWR primary water was evaluated based upon the above results, from the viewpoints of
maintaining a straight crack front, effect of the holding time on accelerating the SCC CGR, and reducing
the SCC incubation time.

IV A The maintaining of the straight crack front

A straight crack front was not gained for all tested specimens of the Alloys 132 and 82 in spite of
periodic unloading. The same tendency was reported by Brown forAlloy 82 (6)

In the PWSCC CGR measurement test with the periodic unloading technique for mother metal Alloy
600 in simulated PWR primary water, a straight crack front was reported by Andresen and Foster et al.,(9 lo)
but in this study, a straight crack front was not obtained for weld metal Alloys 132 and 82 in simulated
PWR primary water in spite of periodic unloading. The reason for this difference seems to be the affect of
the grain size and the residual stress. That is, PWSCC susceptibility is influenced by the metallurgical state
of the grain boundaries, such as crystal direction and segregation!") In the weld metal, the metallurgical
state of the grain boundaries is complicated and residual stress remains in the weld metal after cutting the
specimens.

Future research on the effect of grain size and residual stress on the shape of PWSCC front for weld
metal is required to maintain straightening of the PWSCC crack

IV. B The effect of the holding time on acceleration of the SCC CGR
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The relation between the holding time and PWSCC CGR for the Alloy 132 is shown in Figure 18. In the
LT orientation, CGRs at 360 and 1080 sec. holding times are about three times greater than at 9000 sec.
But CGRs at 9000 sec. holding times are comparable with those obtained under constant load. In the LS
and TS orientations, CGRs at 9000 sec. holding times is about twice greater than the constant load. The
holding time effects for LS and TS orientations are greater than LT orientation. Vaillant et al also reported
that CGRs under periodic unloading condition were greater than that under constant loading
condition."'43"'41 In this study, it is also estimated that the CGRs decrease with an increase of holding time,
in this range as shown in Fig. 18.

The CGR of Alloy 82 under periodic unloading condition was nearly equal under constant loading
condition, compared with that of Alloy 132. However, the CGR data of Alloy 82 is limited. Further data is
required to perform quantitative analysis on the CGR of Alloy 82.

IV. C Reducing SCC incubation time

In this study, the PWSCC CGR measurement test was performed under constant loading, and then due
to no change of the PDM signal, under periodic unloading. As a result the PDM signal was immediately
changed after converting to periodic unloading from constant loading. The ID PWSCC pre-crack under
the periodic unloading technique is useful for shortening the incubation time for PWSCC initiation.

On the other hand, the PWSCC CGR measurement test was performed by constant loading after being
converted to periodic unloading due to no change of the PDM signal by constant loading. The PDM signal
was immediately changed after converting to periodic unloading from without periodic unloading.

EdF/CEA reported that the use of cyclic loading as a periodic unloading technique significantly
increases the CGRs.(12) They indicated that the CGRs depend on the yield strength level of the materials
[12] and the CGRs for low susceptible materials under periodic unloading technique were three times larger
than that by constant loading, but the CGRs for the high susceptible materials under periodic unloading
technique were the same as that under constant loading.(121

It is necessary to consider not only the influence of periodic unloading but also the influence of yield
strength at PWSCC CGR

It is suggested by these results that recommended holding times will vary for different materials and
specimen orientations. In figure 16, Alloyl32 (LT orientation) and 82 are small influence of fatigue in
9000sec holding time. But Alloyl32 (LS and TS orientations), SCC CGRs in 9000 sec holding time are
greater than CGRs of constant load.

Periodic unloading is recommended for producing the ID pre-crack for the PWSCC CGR measurement
test. But, the effect of periodic unloading on the real PWSCC CGR is not always well known. So, it seems
that the ID PWSCC CGR measurement test should be conducted under constant loading or trapezoidal
wave with a sufficiently long holding time to eliminate the influence of fatigue.

V. CONCLUSIONS

This study conducted CGR measurement tests on Alloys 132 and 82 under several conditions of
periodic unloading. The main conclusions are as follows:
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(1) PWSCC CGR for Alloy 132 welded metal was remarkably affected by K value. The PWSCC was
grown at 35 and 60 MPaImof K value, but not grown at 20MPaim of K value at 325 0C.

(2) The PWSCC CGR of Alloy 132 in this study was basically same as that of Alloy 182 reported in the
literature.

(3) The PWSCC was propagated along the dendrite, CGRs of the TS and LS specimens were about 3 to
10 times larger than that ofthe perpendicular direction LT specimen.

(4) The crack front of PWSCC on the fracture surface of specimens was not uniform, even under
periodic unloading.

(5) Periodic unloading is recommended for producing the ID pre-crack for the PWSCC CGR
measurement test But, the effect of periodic unloading on the real PWSCC CGR is not always well
known. So, it seems that the ID PWSCC CGR measurement test should be conducted under constant
loading or trapezoidal wave with sufficiently long holding time to eliminate the influence of fatigue.
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Table 1 Chemical compositions of Alloy 132 and 82 weld metal

ChemQica Coimposi (Io)

C Si Mn P S Ni Cr Ti Nb Cu Fe

Alloy 132 <0.08 <0.5 2.0-3.5 <0.015 <0.015 >68.0 13-17 - 1.5-4.0 <0.5 <11
Specfication _

Alloy 132 0.04 0.22 2.9 0.003 0.001 71.0 14.5 - 1.85 0.02 9.49
Check I _I

Alloy 182 <0.10 <1.0 5.0-9.5 <0.03 <0.015 59.0 13-17 <1.0 1.0-2.5 <0.50 <10
Specification mil

Alloy 82 <0.10 <0.5 2.5-3.5 <0.03 <0.015 67.0 18-22 <0.75 2.0-3.0 <0.50 <10
Specification _ ____L

Alloy82 0.04 0.25 2.86 0.005 0.001 72.87 19.03 0.40 2.44 0.03 BaL
Check _

Table 2 Tensile pmperties of Alloy 132 and 82 weld metal

UTS a) 0.2%YS "a) Elongation
Alloy 132 >551 >241 >30

Test Results 608 379 45
Alloy 82 Specification >550 _ >30

Test Results 1 678 422 46
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Table 3 Summnaly of Alloy 132 and 82 crack growth rate measurement test

Envimon- Speci- Onienta- K Periodic Testing IGSCC area CGR Modified TP
Mateial ment men tion (MPa'In) Unloading Tume /thickness (%/o) Wdt (m/s) CGR da/dt No.

_ _ _ _ _ _ _ _ _ _ _ _ _ _ _ _ _ _ _ _ _ _ _ _ _ u s) d w t(m is) _ _ _

R=0.7, Holding Tfie 9000s. 1000
1/2TCT

l/2TCT

20 <5.6E-12

Not grown

<5.6E-12

Not grown
MG7-1

Constant Load 200
TS + 4 4 - 4 - _____

R=0.7, Holding Time 9000sec. 950
35 75.6

2.4E-10

Not grown

3.2B-10

Not grown
MG7-2

Constant Load 200

cW
m Alloyl32

Sinulated
PWRPinnary

Water
DO<5ppb

DH=30cc/kg

B:1800ppm

Li:3.5ppm
325°C

1/2TCT 20 R=0.7, Holding Time 9000s. 1000 <5.6E-12 <5.6E-12 MG7r-I

LS Constant Load 200 Not grown Not grown
1/2TCT 35 R=0.7, Holding Time 9000s. 800 61.8 5.5E-10 8.9E-10 MG7r-2

Constant Load 200 Not grown Not grown

R=0.7, Holding Time 1080s. 200 1.67E-10 3.3E-10
1/2TCF 35 50.0 132-2

LS R=0.7, Holding Time 9000s. 200 5.6E-11 1.E-10

1/2TCT 60 R=0.7, HoldingTime 9000s. 439 67.6 4.OE-10 5.9E-10 132LS-1
R=0.7, Holding Time 9000s. 800 65.0 2.5E-10 3.9E-10

l/2TCT TS 35 MG7-5
ConstantLoad 650 65.0 1.lE-10 1.7E-10

R=0.7, Holding Time 1080s. 350 50.6 8.3E-11 1.6E-9
1/2TCT 35 R=0.7, Holding Time 9000s. 950 50.6 2.2E-11 4.4E-10 MG7L-1

LT Constant Load 600 50.6 2.5E-11 4.9E-10
R=0.7, Holding Time 360s. 800 8.3E-11 8.3E-11

I/2TCT 35 100 132-LT2
R=:0.7, Holding Time 9000s. 300 2.8E-1 I 2.8E-l1

Alloy82

12TCr

1/2TCT

35 R=0.7, Holding Time 9000s. 349 4.5 4.9E-12 l.lE-10
4 + t 4

LS R=0.7, Holding Time 9000s.

82-3

400 3.3E-11 3.1E-10
35 10.7 82-2

Constant Load 100 3.3E-11 1 3.1E10L U .1. J ________________________________________________________ U .1. ___________________
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Thickness:70mm

Figure 3 Welding joint configuration of dissimilar metal arc welding model by Alloy 132

Figure 4 Machining orientations of Cr specimens from deposited metal model of TIG welding by Alloy 82

I3i1| Unit; mm

Figure 5 Configuration of 1/2 Cr specimen
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Figure 6 Terminology used for ofientation of cracks in the test specimens with respect to the weld

High pressue

Figure 7 Schematic of the SCC test equipment

Figure 8 Schematic of the CGR on-line monitoring system
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Pre-crack

EDM slit

Figure 13 Fractography of LS specimen (K=35MPaNi, TP.No.MG7T-2)
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Figl13

Pre-crack |

EDM Slit

Figure 14 F tography of TS specimen(K=35MPaIm, TP.No.MG7-5)

Figure15 Magnification of TP. No. MG7-5 (Pamilel to dendrite)

368



I EDM Slt I

Figure 16 Fractography of LT specimen (K=35MPain, TP. No.
132-LT2)

pre-crack

Figurel7 MagnificationofTP.No. 132-LT2 (Perpendicularto
dendrite)
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Figure 18 The effect of holding time for cyclic loading on CGRs
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The Stress Corrosion Crack Growth Rate of Alloy 600 Heat Affected Zones
Exposed to High Purity Water

George A. Young, Nathan Lewis, and David S. Morton
Lockheed Martin Corporation
Schenectady, NY 12301-1072

Abstract

Grain boundary chromium carbides improve the resistance of nickel based alloys to primary
water stress corrosion cracking (PWSCC). However, thermal cycles from fusion welding can
solutionize beneficial grain boundary carbides, produce locally high residual stresses and strains,
and promote PWSCC in the heat affected zone (HAZ). The present research investigates the
crack growth rate of an A600 HAZ as a function of test temperature and of electrochemical
potential. The A600 HAZ was fabricated by depositing EN82H filler metal onto a mill-annealed
A600 plate via gas tungsten arc welding. Fracture mechanics based, stress corrosion crack
growth rate testing was performed in high purity water between 600'F and 6800 F at an initial
stress intensity factor of 40 ksiqin. The HAZ samples exhibited significant SCC, entirely within
the HAZ at all temperatures tested. While the HAZ samples showed the same temperature
dependence for SCC as typical A600 base material (HAZ: 29.8 + 11.2 195s kcal/mol vs. A600
Base: 34.7 i 4.21 1 95% kcal/mol), the crack growth rates were -30X faster than the A600 base
material tested at the same conditions. Similar to A600 base metal, the A600 HAZ exhibited a
maximum crack growth rate when tested near the Ni/NiO phase transition. The increased crack
growth rate of the A600 HAZ relative to the base metal is attributed to fewer intergranular
chromium rich carbides and to increased plastic strain in the HAZ.
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Background

Nickel-chromium-iron alloys such as Alloy 600 (A600) and Alloy 690 (A690) are often used in
nuclear environments due to their resistance to general corrosion, localized corrosion, and to
stress corrosion cracking (SCC). When used in deaerated primary water environments, A600
and A690 are heat treated to precipitate chromium rich carbides on the grain boundaries to
maximize the resistance of these alloys to primary water stress corrosion cracking (PWSCC). In
A600, the carbide can be Cr7 C3 or Cr23 C6 , while in A690, the Cr23C6 precipitate is most common.
However, fusion welding can solutionize grain boundary carbides and produce increased residual
tensile stresses in the HAZ [1] that may render the heat affected zone (HAZ) more susceptible to
primary water stress corrosion cracking (PWSCC) than the unaffected base metal.

Primary water SCC has been reported in commercial A600 control rod drive mechanism
(CRDM) head penetrations near the A600 / E-182 weld interface [2-6]. In the commercial
CRDM cracking, an as welded, partial penetration shielded-manual-arc-weld produces locally
high residual tensile stresses on the order of 100 ksi [1] and may solutionize intergranular
chromium carbides adjacent to the weld deposit [2]. The CRDM cracking appears to exhibit
three distinct locations of cracking: (1) from the A600 head penetration ID toward the OD [2, 3],
(2) in the E-1 82 J-groove weld [3, 7], and (3) near the interface of the A600 penetration OD and
the E-182 J-groove weld (i.e. near or possibly in the A600 heat affected zone) [4, 5, 8].

In spite of concerns with HAZ SCC, limited data exist for the crack growth rates of heat affected
zones. In part, this is due to the small scale of material affected, typically on the order of -1 mm
in width for gas-tungsten-arc-welding (GTAW). Furthermore, a HAZ is not uniform in its
structure or composition since there is a temperature gradient from the edge of the fusion zone
into the base metal. Near the fusion zone, welding temperatures can solutionize precipitates,
cause local melting via constitutional liquation, induce recrystallization, and promote diffusional
segregation of alloying elements or environmental contaminants (e.g. hydrogen). Similarly,
thermal cycles from multi-pass welds or from post-weld heat treatments may cause precipitation
or elemental segregation to grain boundaries.

Given the complex thermal history of a multi-pass weldment, fabrication of a bulk HAZ sample
(typically via Gleeble methods) is a difficult task. The distance away from the fusion zone that is
of interest must be defined, since this will dictate the relevant thermal cycles. Once the distance
from the fusion zone is selected, parameters that must be defined include: (1) the peak
temperature, (2) the hold time at the peak temperature, (3) the appropriate mechanical conditions
during thermal cycles, (4) the cooling rate, (5) the thermo-mechanical effects of subsequent weld
beads and (6) the appropriate post weld heat treatment. Since there is no a priori way of
determining the precise distance away from the fusion zone that is most susceptible to SCC,
testing of simulated HAZ's likely involves multiple samples with a range of thermal histories.

Instead of testing a simulated HAZ, the present research elected to test samples machined from
an actual weldment. The challenge of this method is to (1) precisely machine the notch of the
compact tension specimen in the HAZ and (2) to ensure that the fatigue precrack remains in the
HAZ. Once the end of the fatigue precrack is in the HAZ, it is believed that SCC will seek the
most susceptible path in terms of microstructure, microchemistry, and residual stresses and
strains. In this manner, reliable data can be obtained to characterize the growth rate of PWSCC
in HAZ's [9, 10].
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Experimental Procedure

Materials
The compositions of the A600 and EN82H weld wire used in this study are given in Table 1.
The HAZ specimens were machined from the interface between the 3" thick A600 plate and a 3"
thick multi-pass, automatic gas-tungsten-arc-weld (GTAW). The GTAW was deposited with the
parameters given in Table 2. The weld deposit was approximately 3" high x 3.25" wide x 15"
long while the base plate was nominally 3" thick x 12" wide x 24" long. No post weld heat
treatment was employed.

Table 1. Chemical Compositions of A 600 and EN82H Filler Metal

Alloy Heat Ni Cr Fe c Mn Si Cu Nb+Ta Ti

A600 44639 76.37 14.74 7.35 0.071 0.350 0.31 0.020

EN82H YM7553 71.5 20.1 2.39 0.04 2.88 0.08 0.010 2.3 0.47

Table 2. Summary of Welding Parameters Used to Make the EN82H Weld Deposit

Filler Metal Polarity Shielding Gas Current Voltage Travel Speed Wire Feed
I S g (Amps) (Volts) (in./min.) (inimin.)

0.045" dia. EN82H DCSP 95%Ar/5%H2 310 12.5 6.5 180

Stress Corrosion Testing

Compact tension (CT) specimens (LOT) were machined from the base material and the heat
affected zone in the S-L orientation. In the HAZ samples, the notch root of the CT specimen was
in the HAZ as shown schematically in Figure 1. In order to facilitate precise location of the
notch, oversized machining blanks were polished and etched prior to machining. After
machining, the specimens were fatigue precracked approximately 100 mils beyond the machined
notch and tested in hydrogen deaerated water under constant load to determine their SCC growth
rate. The nominal conditions of the SCC testing are given in Table 3. The dissolved hydrogen
concentrations were chosen to be at an approximately constant electrochemical potential (-0 to
+lOmV) relative to the Ni/NiO phase stability line. Additional details of the NiINiO phase
stability can be found in References [11, 12].

Table 3. Parameters Used in the High Purity Water Stress Corrosion Tests
Initial Stress

Temperature Hydrogen Approximate AECP Intensity Factor
(OF *C) (scc/kg) from Ni/NiO (mV) i

600/316 9 +2 40
1 41 40

640/338 18 +6 40
120 +56 40

680 /360 30 +6 40
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| Base Plate itS C ^ / S T

| RollingDirection L J L

Figure 1. Schematic of the HAZ specimen and base metal specimen orientation relative to the weld
deposit. For the HAZ specimens, the notch tip lies in the HAZ. The sketch is not to scale.

Results and Discussion

Specimen Fabrication
For the HAZ samples, post-test inspection revealed that all of the machined notches, fatigue
precracks, and subsequent SCC were located within the HAZ. The location of a typical notch
and precrack is shown in Figure 2. For some specimens, the notch and precrack were located
closer to the EN82H weld metal. As will be shown below, it appears that in the weld
investigated, the preferred SCC plane is approximately 20 mils (-0.5 mm) from the EN82H /
A600 interface.

ffi 11|1A600
Fatigue Precracklil l

Ilk -- zf1 ~ ea

_ l mm
EN82H

Figure 2. Light macrograph of the CT specimen notch and fatigue precrack. Note that the
precrack is entirely within the A600 HAZ 8:1 Phosphoric Acid, Electrolytic Etch.
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A600 Base and A600 HAZ Crack Growth Rates
In-situ instrumentation of the crack mouth opening displacement was conducted with linear
variable displacement transducers (LVDT's). The LVDT instrumentation was used to define the
start of crack growth. However, instrumentation was not used to determine the crack growth
rates. Since out of plane cracking and extensive crack branching were observed with the HAZ
samples (and likely bias the instrumentation) crack growth rates were calculated from visual
measurements of the crack lengths. To facilitate crack measurement, the samples were heat
tinted prior to measurement and thirty separate measurements across the CT specimen width
were used to determine the average and maximum crack lengths. The SCC test results are
summarized in Figure 3 and show that the crack growth rates for HAZ samples range between
-0.5 mils/day at 600'F to -3.6 mils/day at 680'F. Relative to the A600 base plate (squares) the
HAZ samples (circles) crack approximately 30X faster.

6800 F 6400 F 6000F

in

Co
4..10

0
E

0

10.00

1.00

0.10

IK=4Oks!Vin, -O to +10 mV from NiINiON
0.01 .

0t
sz

Ipo

1 I Temperature (K )
Figure 3. Comparison of the A600 HAZ data (blue points) with a prediction for typical high
temperature annealed A600 (i.e. the unaffected base material).
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Figure 4. Cross section of the fatigue precrack and SCC crack plane from an A600 HAZ sample at
6800F. GBT refers to the grain boundary topography.

Activation Energy Analysis
Primary water stress corrosion cracking often follows Arrhenius-type temperature dependence.
The slopes of the trend lines in Figure 3 are proportional to the apparent activation energy for
crack growth. Table 4 and Figure 5 summarize the apparent activation energy (QApparen,) for
crack growth between the A600 base metal and the A600 HAZ. For comparison, the A600 base
metal Q was calculated at both constant dissolved hydrogen concentration in the water
(40 sccH /kg,,,) using the data of Morton et al. [11]. Comparing the data at constant potential,
the A600 HAZ material exhibits an activation energy of 29.8 ± 11.2 kcal/mol, which is in good
agreement (95% confidence) of the QApparent for SCC in low temperature annealed (LTA) A600
base metal (34.7 ± 4.21 kcal/mol). Note that the HAZ data are not compared to the apparent
activation energy for the A600 base metal tested in the present study due to the limited data
available. Instead, comparison is made to a much larger dataset.

If the apparent activation energy were calculated at constant dissolved hydrogen, instead of
constant potential, the Q value may be biased high. The effect of the dissolved hydrogen level
on SCC has been discussed previously by Morton et al. [11] and is shown schematically in
Figure 6. Since the crack growth rate is influenced by the proximity to the Ni/NiO phase
transition, testing to determine the "true" activation energy for crack growth should be conducted
either at constant electrochemical potential or far into the Ni metal or NiO stability regimes. As
shown by the schematic in Figure 6 at a constant hydrogen level of 40 scc/kg, crack growth rate
data above -580'F will be biased toward faster crack growth rates relative to tests done farther
into the nickel metal stability regime. It should be stressed that Figure 6 is a schematic and the
precise location, width, and magnitude of the peak can vary with different alloys.
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Table 4. Summary ofApparent Activation Energies: a = A, exp(- QAP,,, / RT)

Apparent Activation Q4,,,,,, 95%
Material Energy, Q Confidence R2

(kcal/mol) / (kJ/mol) (kcal/mol) / (kJ/mol)
HAZ 29.8 /125 ± 11.2/±47.0 0.93148

LTA A600 Base Material at Constant 34.7/145 4.21/±17.6 0.86363
Electrochemical Potential

LTA A600 Base Material at Constant
Dissolved Hydrogen (40 SCCH, /kgI, 0 ) 42.1 / 176 ± 4.25/ ± 17.8 0.88860

LTA = Low temperature annealed (i.e. <1850"F)
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Figure 5. Comparison of the apparent activation energies for primary water SCC between
typical low temperature annealed (LTA) A600 base metal (gray) and the A600 HAZ (striped).
Note the good agreement between base metal and HAZ Q calculated at constant
electrochemical potential, while the Q from constant hydrogen concentration (40 scc/kg) is
biased high.
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Schematic Illustration of the Effect of the Ni/NiO Phase Transition
on the SCCGR of A600-type Alloys in High Purity Water

10 Cons tan
Hydrogen-*| Ni/NiO Phase
40 scc/kg& Transition at

Y ~Constant Potential
fro

Contan Potent

Figure 6. Schematic illustration of the effect of the Ni/NiO phase transition on the stress corrosion
crack growth rate of A600-type alloys in high purity water. When determining the activation energy forcrack growth, testing should be done at constant potential (dashed line) or far into the Ni metal stabilityregime to avoid biasing some of the data to faster crack growth rates and larger apparent activation
energies.
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HAZ Microstructure
A typical HAZ microstructure is shown in Figure 7 where the edge of the EN82H weld is on the
right and unaffected base metal is toward the left. When viewed with Nomarski differential
interference contrast illumination, the grain boundary topography is flat, indicative of little
intergranular chromium carbide precipitation. Near the SCC crack, the ASTM grain size is
approximately 3.6 or -100 pam diameter grains. While extensive secondary cracking was
observed in the HAZ, no cracking was observed in either the unaffected base metal or in the
EN82H weld metal.

The HAZ region was also investigated via transmission electron microscopy (TEM), as shown in
Figures 8, 9, and 10. In Figure 8, TEM shows that there are fine, discontinuous M7C3 and
M2 3C6-type carbides on many of the HAZ grain boundaries. In contrast, the unaffected A600
base metal shows extensive inter- and intra-granular M7C3-type carbide precipitation. One likely
scenario is that the first welding pass solutionized (or partially solutionized) the M7C3 carbides
while subsequent welding passes acted to precipitate the M23C6 carbides.

HAZ Microchemistry

Compositional profiles of unaffected base metal and HAZ grain boundaries show the effect of
the difference in chromium carbide structure on the near grain boundary composition (Figure 9).
The HAZ shows a much narrower Cr depleted zone, consistent with the fewer, finer Cr23C6-type
carbides relative to the extensive Cr7C3 carbide precipitation in the base metal. The near grain
boundary chromium concentration is likely important to crack tip corrosion processes and to the
fugacity of hydrogen produced via corrosion. For example, the higher average chromium
concentration near the HAZ grain boundaries likely increases the fugacity of hydrogen produced
during the corrosion reaction A600+H 20(l) -(Ni,Cr,Fe)O(s)+H 2(g), where Cr can substitute
into the NiO-type oxide. The types of crack tip oxides and the resultant hydrogen fugacities are
discussed elsewhere [13].

HAZ Deformation
In addition to the difference in carbide structure, TEM examination also showed that the HAZ
contained significantly more plastic strain than the unaffected base metal. Figure 10 shows TEM
micrographs between the HAZ (left) and the base metal (right). The HAZ micrographs show
both increased dislocation density and the accumulation of low angle boundaries relative to the
unaffected A600 base material. Plastic strains in the HAZ were further characterized via
microhardness and electron backscatter diffraction. A microhardness traverse (Figure 11) shows
that the hardness trend is EN82H (KHN=255) > A600 HAZ (KHN=242) > A600 Base Metal
(KHN=228).

Figure 12 shows a map of the intra-grain, plastic strains for the A600 base metal, HAZ, and the
EN82H weld adjacent to the HAZ. The base metal shows very low strains (blue) while the HAZ
and weld show significant plastic strain (green through red), in agreement with the TEM
findings. The increased strain in the HAZ is also consistent with its SCC susceptibility and its
higher strength and decreased ductility as discussed below. In Figure 12, the white points are
areas where no diffraction pattern could be determined.
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The EBSD data can also be used to quantify the amount of residual plastic strain in the HAZ [14-
18]. However, strain quantification requires a suitable calibration curve that relates the average
intra-grain misorientation or "amis" parameter to the plastic strain. Calibration curves for
annealed A600, annealed EN82H weld filler metal, and for high purity nickel are given in Figure
13. The amis parameter measurements for the unaffected base metal, the HAZ, and the EN82H
weld metal adjacent to the HAZ are 0.30, 1.5°, and 1.40 respectively. These amis values
correspond to -0% plastic strain in the base metal, -6% in the HAZ and -4% in the weld metal
adjacent to the HAZ.

Figure 7. Light micrograph of a HAZ SCC crack. Note the intergranular crack path and
crack branching. 8:1 phosphoric acid, Nomarski, DIC.
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Figure 8. Transmission electron microscopy of the A600 HAZ (left) and the A600 base material
(right). Note the few M23C6-type carbides in the HAZ (arrows) while the unaffected base material
displays extensive inter- and intra-granular M7C3-type carbides.
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Figure 9. Comparison of chromium depletion near unaffected base metal (solid blue points)
and the heat affected zone (open red points). The HAZ shows a much sharper Cr depleted zone,
consistent with the fewer, finer Cr, 3C6-type carbides relative to the extensive Cr7 C3 carbide
precipitation in the base metal.

381

I



A600 BaseA600 HAZ

1dm
d

Figure 10. Transmission electron microscopy of the A600 HAZ (left) and the A600 base material (right).
Note the increased dislocation density and the bend contours in the HAZ while the A600 base material is
relatively strain free.
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Figure 11. Microhardness traverse across the EN82H weld, A600 HAZ and A600 base metal. Knoop
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- A600 HAZ -* E

Figure 12. Electron backscatter diffraction maps of the intra-grain strains. The A600 base
metal (left) shows very little strain while the HAZ and the near HAZ weld show significant
strains.

A600 Base Metal: amis -0.3 (0% strain)
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Figure 13. Calibration curves relating the applied tensile strain at room temperature to the
average intra-grain misorientation (amis) parameter. The HAZ samples exhibited -6% plastic
strain.
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Effect of Coolant Hydrogen
As discussed previously, many nickel-base alloys exhibit a maximum in SCCGR in primary
water near the Ni/NiO phase transition [II]. For wrought A600 with significant precipitation of
intergranular chromium rich carbides (typical of mill annealed A600 base metal), the SCC crack
growth rate exhibits a maximum approximately 2.8X faster than rates measured far into the
nickel metal regime as shown in Figure 14 [I 1]. Other nickel base alloys (X-750 Condition AH
and EN82H weld metal) show a larger effect of coolant hydrogen on the SCCGR, on the order of
8X and the maximum crack growth rate is shifted into the NiO stability regime [11]. The
available data for A600 HAZ material (circles in Figure 14) indicate that the HAZ behaves
similarly to the A600 base material with the maximum crack growth rate occurring
approximately at the Ni/NiO phase transition and with a magnitude of -2.8X.
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Figure 14. Comparison of the effect of electrochemical potential on the crack growth rate of
A600 base material and on the A600 heat affected zone, showing almost identical response.
See reference [II] for additional information.
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Conclusions

* Relative to high temperature annealed base material, A600 HAZ's are highly susceptible
stress corrosion cracking in high purity, high temperature water. The increased susceptibility
of the HAZ is attributed to their microstructure (fewer, finer intergranular chromium
carbides) and to increased levels of plastic strain (-6% for the HAZ tested).

* The apparent activation energy for SCCGR of A600 HAZ material in primary water 29.8 i

11.2 195% kcal/molwhich is within experimental error of the value for typical low
temperature annealed A600 base metal (34.7 i 4.21 195% kcal/mol).

* Similar to A600 base metal, the A600 HAZ exhibits a maximum in crack growth rate near
the Ni/NiO phase transition. The maximum magnitude of the effect of electrochemical
potential on the SCC rate is estimated to be 2.8X.

* When stress corrosion cracking of A600 heat affected zones is a concern, welding heat input,
inter-pass temperatures, and post weld heat treatments should be engineered to promote
intergranular chromium carbide precipitation and to minimize residual plastic strains.
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ABSTRACT

Although there has been no general agreement on the mechanism of
primary water stress corrosion cracking (PWSCC) as one of major
degradation modes of Ni-base alloys in pressurized water reactors
(PWR's), common postulation derived from previous studies is that the
damage to the alloy substrate can be related to mass transport
characteristics and/or repair properties of overlaid oxide film. Recently,
it was shown that the oxide film structure and PWSCC initiation time as
well as crack growth rate were systematically varied as a function of
hydrogen partial pressure in high temperature water, supporting the
postulation. In order to understand how the oxide film composition can
vary with water chemistry, this study was conducted to characterize
oxide films on Alloy 600 by an in-situ Raman spectroscopy. Based on
both experimental and thermodynamic prediction results, Ni/NiO
equilibrium condition was defined as a function of electrochemical
potential and temperature. The results agree well with Attanasio et
al.'s data by contact electrical resistance measurements. The
anomalously high PWSCC growth rate consistently observed in the
vicinity of Ni/NiO equilibrium is then attributed to weak
thermodynamic stability of NiO. Redox-induced phase transition
between Ni metal and NiO may undermine the integrity of NiO and
enhance presumably the percolation of oxidizing environment through
the oxide film, especially along grain boundaries. The redox-induced
grain boundary oxide degradation mechanism has been postulated and
will be tested by using the in-situ Raman facility.
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INTRODUCTION

Primary water stress corrosion cracking (PWSCC) is one of major degradation
modes that have been observed to occur predominantly along grain boundaries in a Ni-
base Alloy 600 for steam generator (SG) tubes and penetration nozzles in the primary
circuit of PWR's. Such an intergranular stress corrosion cracking (IGSCC) has been
observed under specific combinations of materials and environmental conditions.' The
PWSCC of Alloy 600 components is directly related with safety concerns as the root
cause of potential rupture of SG tubes or nozzle ejection despite the fact that they have
relatively large safety margins. With increasing number of plants operating beyond their
design lives, rapidly growing numbers of PWSCC are observed in Ni-base components
that are critical to the plant reliability.

The PWSCC phenomenon of Alloy 600 has been extensively studied primarily to
establish empirical models for predicting the crack initiation time and crack growth
rates for field components.2 '7 In order to formulate more fundamental solutions, it is
necessary to understand PWSCC mechanism. Mechanistic models proposed to date are
based on slip-dissolution/oxidation 2 , corrosion-enhanced plasticity3, internal oxidation4'5

and creep6'7. Even though there is no satisfactory agreement as to the mechanism of
PWSCC, one common postulation is that the damage to the alloy substrate can be
related to mass transport characteristics, rupture and/or repair properties of overlaid
oxide film.

Earlier studies have shown that dissolved hydrogen concentration in high
temperature water affects the PWSCC susceptibility of nickel base alloys.3 8 1' These
results have highlighted that the crack growth rate at a given stress intensity factor and
temperature displays a bell-shape peak in the vicinity of dissolved hydrogen
concentration that corresponds to thermodynamic equilibrium between nickel metal (Ni)
and nickel oxide (NiO), as shown in Figure 1.10 More recently, it was also shown that
the oxide film structure, PWSCC initiation time and crack growth rate were
systematically varied as a function of hydrogen partial pressure in high temperature
water.'0-'

2 These observations are believed to constitute strong evidences that the nature
of oxide film on the surface of Alloy 600 plays a key role in the process of PWSCC.

To date, oxide film characterizations for Alloy 600 exposed to PWR water have
been made only by ex-situ methods. 10,12,32 Since domains of oxide stability changes
significantly with temperature and water chemistry, as evidenced in the case of Ni/NiO,
an in-situ examination is highly desired. The present study is aimed at a direct
characterization of the chemistry and structure of oxide film by in-situ Raman
spectroscopy under PWR primary water conditions in order to verify earlier results and
obtain basic information conducive to mechanistic understanding. In-situ Raman
spectroscopy can be conducted by analyzing oxide film properties using reflected laser
beam through a hermetically sealed window in various conditions exhibiting different
PWSCC susceptibilities The Raman system developed in this study is capable of
examining the effect of temperature, dissolved hydrogen concentration, strain and
impurity concentration on oxide film behavior at temperature of up to 3501C and
pressure of up to 18 MPa. Observed results were compared with thermodynamic
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calculations for the thermodynamically stable oxide phases so that meaningful
conclusions can be drawn.

EXPERIMENTAL

A. Materials for Raman Spectroscopy

The Alloy 600 used in this work for analysis of the oxide films have been produced by
Sumitomo Metals, Inc. following typical specification of a reactor pressure vessel
(RPV) head penetration nozzles in PWRs, for the EAC-J round robin test under the
auspice of the International Cooperative Group on Environmentally Assisted Cracking
(ICG-EAC). Chemical composition of Alloy 600 used in this study is given in Table 1.
The material was supplied in the condition of solution-annealed at 10501C for 2 hours
followed by water-cooling. Its microstructure showed partially solutionized carbides
with an average grain size of about 50 pm. Alloy 600 specimens for the in-situ Raman
spectroscopy was machined by electro-discharge machining (EDM) in the form of a
disk with 7 mm diameter and 1 mm thickness. All the machined specimens were
mechanically polished down to lpm A1203 powder, then rinsed with ethanol, and finally
with deionized water prior to installation in the high pressure cell.

To obtain reference Raman spectra, the commercial high purity powders of NiO
(99.998%), NiFe2O4 (99%), Cr2Q3 (99.998%), and NiCr2O4 (90%) were loaded on the
developed Raman system and measurements were made in room temperature and air
condition. Average particle size of high purity powder was 44pm for NiO, 200 Pim for
NiFe2O4, 800jim for Cr203, and 150im for NiCr2O4. Powder color was dark green for
NiO, brown for NiFe2O4, and green for Cr2O3 and NiCr2O4. Powder samples were
mixed with deionized water, placed in the recess of sample holder, and finally dried to
obtain aggregate deposition on the sample holder.

B. Test Conditions

For the surface oxide formation, the Alloy 600 specimens were exposed to
simulated PWR primary water environments inside the high-pressure cell. The cell for
the in-situ observation at high temperature and pressure condition was constructed with
a custom-designed I liter-capacity autoclave. The cell was made of Alloy 690 and a
water-mixing tank was made of titanium. The head of a water-charging pump was made
of titanium and balls of check valves were made of sapphire. All other components
exposed to high temperature water including compression fittings and tubings were
made of Alloy 600. The nominal flow rate to the cell was maintained at 4 liters per hour
during experiments.

The cylindrical cell was machined with two penetrations in the sidewall to
accommodate optical windows for the Raman spectroscopy. The initial window
assembly, composed of 4.5 mm thick sapphire with gaskets to seal high-pressure water,
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was designed after Hurst et al. 's work. 14 In this work, gaskets were made of gold-plated
Ni-base Alloy 718. Because the optical surface of the sapphire was degraded by pitting
corrosion in high temperature water during the study, a 0.25 mm thick CVD diamond
disk was placed on the water side of the sapphire window and this has greatly reduced
surface attack on the sapphire window. The Alloy 600 specimen was held in the recess
of an oxidized zirconium metal by an Alloy 718 washer with the gasket of an oxidized
zirconium sheet in order to electrically insulate the specimen for the cell.
The Raman spectroscopy system is consisted of an excitation laser source, a
spectrometer and optical components including mirrors and filters. Figure 2 shows the
layout drawing of optical system with near backscattering geometry including optical
cell and water chemistry loop used in this work. A more detailed description for the
developed Raman system is given elsewhere.' 5

The chemical condition of a typical PWR primary water was used. Water with a
resistivity of 18 MD-cm was mixed with chemicals to produce 1,000 ppm boron in the
form of boric acid (H3BO3) and 2 ppm lithium in the form of lithium hydroxide (LiOH).
Two different levels of hydrogen concentration were prepared with corresponding
dissolved hydrogen concentrations of 2.68 ppm and 0.089 ppm (30 cm3(STP)/kg or 1
cm3(STP)/kg) at 25 C, respectively, according to the solubility data.13 The operating
pressure was about 18 MPa and the temperature was increased from room temperature
to 350°C. Measurements were after stabilizing temperature at 250, 290, 320 and 350 C,
respectively. At the conclusion of experiment the cell was cooled and a specimen was
analyzed by the Raman system in room temperature air.

C. Morphology of Oxide Film on Alloy 600

Upon the completion of in-situ Raman spectroscopic measurements, the Alloy 600
specimens was removed from the cell for microstructural examinations. Figure 3 shows
the morphology of the surface oxide film observed by a field emission scanning electron
microscope (FE-SEM) after series of exposures that ended at 3501C PWR water for 110
hours. The surface oxide film is composed of a compact layer by small crystallites of
few tens of nm in diameter. Scattered crystallites of about 200 nm in diameter are
present on the compact layer.

Figure 4 shows the transmission electron micrographs on a cross-section of Alloy
600 specimen oxidized in simulated PWR water with 30 cm3(STP)/kg of dissolved
hydrogen concentration for 71 hours. The thickness of oxide film on Alloy 600 was
observed to be in the range of 12 - 180 nm. Compact layers and other crystalline phases
on Alloy 600 observed by TEM have the same morphology as those in the FE-SEM
micrographs of Figure 3.
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RESULTS

A. Reference Raman Spectra for High Purity Oxide Powders

The first series of experiments were conducted to obtain reference Raman spectra
on pure oxides using powder samples. Results were compared with literature data in
order to verify the developed system. The results of experiments with nickel and
chromium oxides and spinels in room temperature air environment are summarized in
Table 2. As shown in Table 2, the Raman features of the reference spectra for high
purity powders show good agreements between the measurement in this work and

16-'5literature data 16-19. Further details of results in this study are given elsewhere 15,

B. In-situ Raman observation in PWR Water with 30 cm3(STP)Ikg of
Dissolved Hydrogen Concentration

To maintain the dissolved hydrogen concentration (DH2) of 30 cm&(STP)/kg in the
simulated PWR water, pure hydrogen gas was injected into the water storage tank with
the cover gas pressure of 170 kPa. Based on Henry's law, a dissolved hydrogen
concentration of 2.68 ppm is expected.' 3 The operating pressure was about 18 MPa and
the temperature was gradually increased from room temperature to 3501C at an average
rate of 40 'C/hour. Temperatures at which Raman spectra were collected with the
remained time length are summarized in Table 3.

Figure 5 shows the in-situ Raman spectra of Alloy 600 specimen obtained by
holding temperatures at 250, 290, 320, and 350 C, respectively, while temperature
increased. Peaks observed at ca. 417 cmn', 743 cmn' in the in-situ Raman spectra were
originated from the sapphire window. A feature in the range of ca. 546-587 cm'l in the
spectrum acquired at 2501C was known to be attributed to a-CrOOH based on Maslar
et al.'s work.' 9 According to the explanation described in Ref. 19, [Cr"'0 6J octahedral
are common structure to both Cr2O, and a-CrOOH 21. Therefore, one might reasonably
expect the Raman wavenumbers of cz-CrOOH to be observed in approximately the same
wavenumber range as those of Cr2O3, i.e., ca. 300-613 cmnf.

The crystallographic structure of the Cr2O3,nH2O powder is yet unknown. The
Cr2O3nH2O XRD pattern does not match any chromium hydrate/hydroxide reference
patterns.' 9 The broad XRD peaks are typical of a hydrate consisting of a mixture of
different metastable hydrates/hydroxides. This result is consistent with a report on the
Cr2O3nH2O possessing variable water content.22 While the observed Raman peaks for
Cr2O3-nH 2O cannot be attributed to a particular structural characteristic, the
Cr2O3-nH20 Raman spectrum illustrates that the Raman peaks of some hydrated Cr"
oxide are observed in approximately the same wavenumber range as those of Cr2O3.
Additionally, the infrared (IR) spectrum of cc-CrOOH exhibits features in this wave
number range, i.e., peaks at 525 and 610 cm'1.23 Therefore, the shared structural features
of Cr203 and a-CrOOH and the wavenumber range of the Raman features in the Cr2,3
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and Cr2O3-nH2O reference spectra are consistent with the assignment of the measured
Raman features to a-CrOOH.

Several intense peaks are also observed in the 840-880 cm~' range of spectra in
Figure 5. According to the extensive discussion by Maslar et al.'9, this feature would be
attributed to Crv' or crystalline Crm/Crvh species assuming a chromium species is
responsible for this feature. This explanation can account for the weak signature
observed in the 340-350 cm-' range in the spectra of the specimen at 250 C. Chromium
oxide features in this wavenumber range are generally attributed to CrV'-oxygen
terminal stretching modes or mixed Cr"/Crv` oxide vibrational modes.24 Hydrated
surface chromate species have been reported to exhibit a vibrational mode at ca. 865 cm7
1 25 The most intense peak in the aqueous HCrO4 -Raman spectrum was reported from ca.

89 M1.26,2880 to 899 cm>' 27 A number of mixed Cr"'/Crz oxides have been identified during the
thermal decomposition of various chromium-containing materials. Crystalline
chromium oxide compounds such as Cr3O8, Cr2O5, and XCr3O8 (X = Na, K, Rb) exhibit
their most intense Raman spectral features in the ca. 820-904 cm-' range at room
temperature. The most intense Raman spectral feature of an amorphous Cr1 /Crv'
compound has been observed at 859 cmn'. In the spectra obtained at 250 "C and
290 "C, weak features appeared at 704 cmn' that were attributed to nickel ferrite spinel
(NiFe2O4) features.

In the spectra obtained at 320 "C, features of pure chromium oxide including a-
CrOOH, Crv" and crystalline Cr?1 /Cr"' compounds become weaker, while nickel oxide
features are firstly observed and become more apparent in subsequent spectra up to
350"C. The features at 550 cm' and 910 cmn' were attributed to NiO phase. Also,
features of nickel chromium spinel (NiCr2O4) were detected in this temperature range.
The features at ca. 682 cm-' and 430 cm- were attributed to NiCr2O4 phase.'7"8 Also,
nickel oxide and nickel chromite phase were still detected on the specimen surface as
exposure time increases at 350[1. The NiCr2O4 is one of thermodynamically stable
phases in a reducing aqueous environment with the range of hydrogen overpressure at
about 300°C. A more detail study that was performed to identify thermodynamically
stable phase of nickel base alloy in high temperature water was described in ref. 28.

C. In-situ Raman observation in PWR Water with I cm3(STP)/kg of
Dissolved Hydrogen Concentration

To maintain the dissolved hydrogen concentration of 1 cm 3(STP)/kg in water, 5%
hydrogen gas balanced with 95% helium gas was injected into the water with the
overpressure of 0.7 atm and it made a dissolved hydrogen concentration of 0.089 ppm in
this study.'3 Temperatures at which Raman spectra were collected with the remained
time length are summarized in Table 3.

Figure 6 shows the in-situ Raman spectra of Alloy 600 specimen obtained at the
lower hydrogen concentration while temperature increased. A feature in ca. 546-587 cm7
' range in the spectrum acquired at 250°C was attributed to a-CrOOH from the same
rationale as that described earlier in the result with DH2=30 cc/kg. Also, the intense
peaks feature that would be attributed to Cry' or crystalline C?'/Cr~v species was
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observed in the 840-880 cm-' range.
As temperature increased, clear features in 550 and 910 cm'1 which were attributed

to nickel oxide (NiO) were firstly appeared and became weaker in subsequent spectra up
to 350°C. After 23 hours at 3501C in this condition, the features of nickel oxide phase
were still detected on the Alloy 600 specimen surface at 350W.

D. Effect of Dissolved Hydrogen Concentration Change in PWR Water

To investigate the effect of dissolved hydrogen concentration on the formation of
oxide film of Alloy 600 in high temperature water, dissolved hydrogen concentration
was increased from 1 to 30 cc/kg, immediately following the measurement at 1 cc/kg.
In-situ Raman spectroscopic measurement of Alloy 600 surfaces was made both before
and after the change of hydrogen concentration.

Figure 7 shows the change of Raman spectra with the increase of dissolved
hydrogen concentration in water at 3501C. In high temperature water with I cc/kg of
hydrogen concentration, features of pure chromium oxide including a-CrOOH, CrVy and
crystalline CrUH/Crv' compounds and nickel oxide (NiO) features were observed at the
oxide film of Alloy 600 specimen. With the increase of dissolved hydrogen
concentration, nickel chromium spinel (NiCr2O4) features were appeared in the
observed Raman spectrum.

E. Comparison between in-situ and ex-situ Raman spectra

Figure 8 represents the ex-situ Raman spectrum for the surface film on Alloy 600
specimen obtain in room temperature air after it was cooled down from high
temperature observations. Results are compared with the in-situ Raman spectrum oxide
film of Alloy 600 in 350"C water with DH2=30 cc/kg. As shown in Fig. 8, it can be seen
that only the intensity of a peak at ca. 870 cm7' in the ex-situ spectra was weakened
comparing with that in the in-situ spectra.

According to earlier work by Gui and Devine29 and Melendres et al.30, the feature
appeared at ca. 870 cm 1 was known to be attributed to the total symmetric stretch
vibration of borate ions located in the water. Also, the feature appeared at this range of
wave number was known to be originated from chromium oxides, as previously
explained at the part of in-situ experimental results in this study, following the extensive
discussion in Maslar et al.'s work'9. Consequently, it can be concluded that Cr-oxide
peak and borate peak coincided with each other at -870cmn' and the intensity of the
Raman peak at ca. 870 cm1' in the ex-situ spectra was weakened by the absence of
borate ion.
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DISCUSSION

A. Observation vs. Prediction of Oxide Film Composition

Table 4 summarizes the experimental observations of surface oxide phases of Alloy
600 in 3501C water in comparison with literature data'0" 2' 33 at each dissolved hydrogen
concentration. At higher dissolved concentration, NiFe204 precipitates reported in ref.
10 and 30 could be made by Fe ion dissolution from high temperature flowing system
including autoclave, tubes and fitting for longer exposure time than this work. At lower
dissolved concentration, the observed oxide phases agree well with those reported in
literature.

From the viewpoint that electrochemical potential-pH diagrams can be useful in
predicting thermodynamically stable phases, thermochemical calculations can provide
very much meaningful information to explain the corrosion behavior of Alloy 600 in
high temperature water. Although the pH was not measured at high temperature and
pressure during this investigation, this value can be estimated using aqueous
thermochemical calculation softwares. In this work, pH values of primary water in PWR
were calculated as a function of temperature using MULTEQ8.32 Electrochemical
potential value was calculated by using the Nernst equation assuming that the surface of
Alloy 600 behaves as a hydrogen electrode in the hydrogen-containing water
environment. The potential of hydrogen electrode is given as below;

EH, -,H (T) = EH , (T) - 2.303 RT [log fH+ 2 pH]

= -2.303 RT [log fH2 + 2 pH] vs. SHE (T)

Table 5 summarizes the comparison between experimental observations and
thermochemical prediction of oxide phases of Alloy 600 at each condition of
temperature and hydrogen concentration. It can be known that the consideration of
formation of chromium oxide hydroxide (CrOOH) and nickel spinels can make
differences in the thermochemical prediction results, regardless of dissolved hydrogen
concentration in 350"C water. At both conditions of dissolved hydrogen concentration,
nickel ferrite (NiFe2O4) phases that were predicted to be thermodynamically stable
assuming that nickel spinels can be formed in this system were not experimentally
detected. When the observed oxide phases are compared with the predicted stable
phases of Alloy 600 at 3501C, all the observed oxide phases but Cr-oxides are included
in predicted stable phases. But the thermochemical predictions with CrOOH and Ni
spinels do not agree with the observed results at both hydrogen concentrations in 3501C
water. In contrast, the predicted Ni/NiO equilibrium line is in good agreement with the
observed results. This suggests that relatively simple oxide phases identified by in-situ
Raman spectroscopic investigation can be used to verify thermodynamically stable
phases.

In-situ Raman spectroscopy is shown to be a very useful experimental tool that can
provide valuable information about oxide films and the SCC behavior of Alloy 600 in
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high temperature aqueous environments. In this work, dissolved hydrogen concentration
was experimentally known to play an important role on the formation of oxide films on
the Alloy 600 in high temperature water. Different compositions of oxides were
produced at different conditions of dissolved hydrogen concentration in high
temperature water.

B. Ni/NiO Equilibrium

From the results of in-situ Raman spectra measurements of Alloy 600 with the
increase of temperature, dissolved hydrogen concentration is one of the most important
experimental parameters in this study. While nickel oxide was observed at 3201C or
higher at the higher hydrogen concentration, nickel oxide was observed at 2901C or
higher at the lower hydrogen concentration. To compare experimental results with
calculations, thermochemical calculations for Alloy 600 were made as a function of
temperature, as described in ref. 28. In this calculation, for simplicity, it was assumed
that nickel oxide could be produced whereas spinel oxide could not form. Figure 9
summarizes both the experimental results of in-situ Raman observation with two
different levels of dissolved hydrogen concentration and the thermochemical calculation
of Ni/NiO equilibrium as a function of temperature. In Figure 9, dashed line represents a
previous experimental result of nickel/nickel oxide transition using a contact electric
resistance (CER) instrument by Attanasio et al.33 By comparison between this and
previous results, it can be seen that a good agreement was found between in-situ Raman
results and those from contact electrical resistance (CER) measurements on Ni/NiO
equilibrium

C. Implication to PWSCC Mechanism

Previous studies'0 'd showed that there exists a critical dissolved hydrogen
concentration at high temperature corresponding the maximum susceptibility of Alloy
600 to PWSCC. The present in-situ Raman spectroscopic study showed that the phase
changes between nickel metal (Ni) and nickel oxide (NiO) and the thermodynamic
equilibrium of Ni/NiO were clearly observed over relatively narrow range of dissolved
hydrogen concentration in high temperature water. Under experimental conditions in the
vicinity of Ni/NiO, it is likely ECP can fluctuate due to uncontrollable variations in
temperature, hydrogen concentration, and water pH. Similar variation can be expected
during actual PWR operations. Therefore it is conceivable that electrochemical
condition of PWR water can cross Ni/NiO equilibrium repeatedly.

It was previously reported that oxide phase change from one to another can cause
stress-induced degradation of oxide integrity and hence is responsible for an accelerated
corrosion in zirconium alloys34 and Cu35 in nuclear power plants. Recently, it was
clearly demonstrated that the PWSCC sensitivity of Alloy 600 was increased in high
temperature water with dissolved hydrogen concentration corresponding to Ni/NiO
equilibrium condition.36 Considering large difference in their molar volumes, alteration
of water chemistry cross Ni/NiO can severely undermine oxide integrity due to high
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stresses involved.
From the observed PWSCC behavior, it can be postulated that repeated phase

changes between Ni metal and NiO occurs more rapidly along grain boundaries due to
faster diffusion. Consequently, degradation of oxide integrity can enhance the
percolation of oxidant preferentially along grain boundaries to accelerate PWSCC.
The redox-induced grain boundary oxide degradation mechanism is depicted in Figure
10. To verify this postulation, a series of PWSCC testing can be performed with cycling
of dissolved hydrogen concentration from lower (higher) DH2 via DH2 corresponding to
Ni/NiO equilibrium to higher (lower) DH2 in high temperature water. From the
mitigation standpoint based on redox-induced oxide degradation and percolation, it may
be suggested that the dissolved hydrogen concentration in water should be controlled
more precisely and/or should be maintained at relatively lower contents far away from
Ni/NiO equilibrium condition in order to reduce PWSCC sensitivity of Alloy 600 in
nuclear power plants.

CONCLUSIONS

In-situ Raman spectroscopic investigation has been conducted for surface oxide
films on a nickel-base Alloy 600 exposed to simulated PWR primary water with 1,000
ppm boron and 2 ppm lithium at a pressure of 18 MPa, for temperatures ranging up to
3501C and dissolved hydrogen concentrations ranging from 1 to 30 cc/kg in an
optically accessible high-pressure cell. From this study, following conclusions are made:
1. An in-situ Raman spectroscopic system was developed successfully to provide

valuable information for the oxide film in PWR water conditions.
2. At the lower dissolved hydrogen concentration (1 cm3(STP)/kg), nickel oxide(NiO)

phase was detected on the specimen surface at temperature ranges between 290 and
3500. Nickel oxide phase appeared to be stable over a long period of time (21 hours)
at 350 El.

3. At the higher dissolved hydrogen concentration (30 cm3(STP)/kg), chromium oxide
hydroxide (CrOOH) phase was detected on the specimen surface at relatively low
temperature ranging from 250[1 to 2900. Also, features attributed to the phase of NiO
and NiCr2O4 were observed at 320 EW or higher.

4. Some unique observations were made, compared with earlier ex-situ results;
A. CrOOH phase, undetected by ex-situ methods, was observed under most

conditions.
B. NiFe204 usually found in precipitate layer was not observed, conceivably

due to the suppression of precipitate layers in this work.
5. NiO, Cr2O3 and NiCr2O4 phases were observed, in reasonable agreement with ex-situ

results.
6. Ni/NiO equilibrium was determined as function of dissolved hydrogen concentration

and temperature.
A. Comparison of observed results with thermodynamic predictions showed a

good agreement on Ni/NiO equilibrium at the temperature range from 250
to 350 degree C.
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B. A good agreement was found between in-situ Raman results and those
from contact electrical resistance (CER) measurements on Ni/NiO
equilibrium.

7. From the result of this study, a new postulation that redox alteration between Ni metal
and Ni can enhance oxide degradation presumably along grain boundaries and
facilitate the percolation of oxidants to accelerate. A test of the postulation is
planned using the in-situ Raman system.

ACKNOWLEDGEMENTS

The authors would like to express their gratitude to Dr. J. Maslar and Dr. W. Hurst of
the National Institute of Standards and Technology, Gaithersburg, MD, USA.
Professor Y.W. Kim of Seoul National University kindly helped electron microscope
examinations. This work was supported by the National Nuclear Mid- and Long-Term
R&D programs of the Korean Ministry of Science and Technology.

REFERENCES

1. J.M. Gras, "Stress corrosion cracking of steam generator tubing materials - review
and assessment", Parkins Symposium on Fundamentals Aspects of Stress Corrosion
Cracking, TMS, 1992, p. 411.
2. T.M. Angeliu, P.L. Andresen and F.P. Ford, "Applying slip-oxidation to the SCC of
austenitic materials in BWR/PWR environments", Corrosion 98, NACE (1998), Paper
No. 262.
3. T. Magnin, J-M. Boursier, D. Noel, R. Rios, and F. Vaillant, "Corrosion-deformation
interaction during stress corrosion cracking of alloy 600 in primary water", Proceedings
of the 6th International Symposium on Environmental Degradation of Materials in
Nuclear Power System - Water Reactors, TMS, 1993, p.669.
4. P.M. Scott and M. Le Calvar, "Some possible mechanisms of intergranular stress
corrosion cracking of alloy 600 in primary water", Proceedings of the 6 International
Symposium on Environmental Degradation of Materials in Nuclear Power System -
Water Reactors, TMS, 1993, p. 657.
5. P.M. Scott, "An Overview of internal oxidation as a possible explanation of
intergranular stress corrosion cracking of alloy 600 in PWRs", Proceedings of the 9*
International Symposium on Environmental Degradation of Materials in Nuclear Power
System - Water Reactors, TMS, 1999, p. 3.
6. G Was, T.M. Angeliu, and J.K. Sung, "Deformation and intergranular cracking
behavior of Ni-Cr-Fe alloys at high temperature", Proceedings of the "Specialist Meeting
on Environmental Degradation of Alloy600", Airlie House, VA, April 1993, EPRI Report
TR-104898, 1996, p. 24-1.
7. M.M. Hall, "Therrnally activated low temperature creep and primary water stress
corrosion cracking of NiCrFe alloys", Proceedings of the "Specialist Meeting on
Environmental Degradation of Alloy600", Airlie House, VA, April 1993, EPRI Report

397



TR-104898, 1996, p. 6-1.
8. R.S. Pathania, and A.R. McIlree, "A review of the effect of hydrogen on stress
corrosion cracking of alloy 600 in 3601C water", Proceedings of the 3rd International
Symposium on Environmental Degradation of Materials in Nuclear Power System -
Water Reactors, AIME, 1987, p. 551.
9. T. Cassagne and A. Gelpi, "Crack growth rate measurements an alloy 600 steam
generator tubing in primary and hydrogenated AVT water", Proceedings of the 8th
International Symposium on Environmental Degradation of Materials in Nuclear Power
System - Water Reactors, TMS, 1993, p.6 79 .
10. C. Soustelle, M. Foucault and P. Combrade, "PWSCC of alloy 600: a parametric
study of surface film effects", Proceedings of the 9"h International Symposium on
Environmental Degradation of Materials in Nuclear Power System - Water Reactors,
TMS, 1999, p. 105.
11. T. Cassagne, B. Fleury, F. Vaillant, 0. De Bouvier, and P. Combrade, "An Update of
the Influence of Hydrogen on the PWSCC of nickel base alloy in high temperature water",
Proceedings of the 8t' International Symposium on Environmental Degradation of
Materials in Nuclear Power System - Water Reactors, TMS, 1997, Vol. 1, p. 307.
12. D. Caron, PhD. Thesis, INSA-Lyon Scientific and Technical University, France, 2000.
13. D.M. Himmelblau, "Solubilities of inert gases in water 0C to near the critical point
of water", J. Chem. Eng. Data 5, 1 (1960): p. 10.
14. W.S. Hurst, M.S. Hodes, W.J. Bowers Jr., V.E. Bean, J.E. Maslar, and K.A. Smith,
"Optical flow cell and apparatus for solubility, salt deposition and Raman spectroscopic
studies in aqueous solutions near the water critical point", Journal of Supercritical Fluids
22 (2002): p. 151.
15. J.H. Kim and I.S. Hwang, "Development of in-situ Raman spectroscopic system of
surface oxide films of metals and alloys in high temperature water conditions", submitted
to Nuclear Engineering and Design (2003).
16. J.E. Maslar, W.S. Hurst, W.J. Bowers Jr., J.H. Hendricks, and M.I. Aquino, "In situ
Raman spectroscopic investigation of nickel hydrothermal corrosion", Corrosion 58
(2002): p. 225.
17. J.E. Maslar, W.S. Hurst, W.J. Bowers Jr., and J.H. Hendricks, "In situ Raman
spectroscopic investigation of stainless steel hydrothermal corrosion", Corrosion 58
(2002): p. 739.
18. M.D. Cunha Belo et al., "Composition, structure and properties of the oxide films
formed on the stainless steels 316L in a primary type PWR environment", Corrosion
Science 40 23 (1998): p. 447.
19. J.E. Maslar, W.S. Hurst, W.J. Bowers Jr., J.H. Hendricks, M.I. Aquino and I. Levin,
"In situ Raman spectroscopic investigation of chromium surface under hydrothermal
conditions", Applied Surface Science 180 (2001): p. 102.
20. R.L. McCreery, Raman spectroscopy for chemical analysis, (Wiley-Interscience,
2000).
21. A.F. Well, Structural inorganic chemistry, 5th ed., (Oxford: Clarendon Press, 1984).
22. F.A. Cotton, and G Wilkinson, Advanced inorganic chemistry: A comprehensive test,
5th ed. (New York, NY:Wiley, 1980).
23. R.G Snyder, and J.A. Ibers, "O-H-O and O-D-O potential energy curves for

398



chromous acid", J. Chem. Phys. 36 (1962): p. 1356.
24. J.E. Maslar, W.S Hurst, T.A. Vanderah and I. Levin, "The Raman spectra of Cr3O8 and
Cr2O5", J. Raman Spectrosc. 32 (2001): p. 201.
25. B.M. Weckhuysen, I.E. Wachs and R.A. Schoonheydt, "Surface chemistry and
spectroscopy of chromium in inorganic oxides", Chem. Rev. 96 (1996): p. 3327.
26. J.B.B. Heyns, J.J. Cruywagen and K.T. Carron, "Raman spectroscopic investigation
of chromium (VI) equilibrium-another look", J. Raman Spectrosc. 30 (1999): p. 335.
27. G Michel and R. Machiroux, "Raman spectroscopic investigation of the Cr2O4

2

/Cr2 O47
2

- equilibrium in aqueous solution", J. Raman Spectrosc. 14 (1983): p. 22.
28. J.H. Kim, Ph. D. Dissertation, Seoul National University, Republic of Korea (2003)
29. J. Gui and T. M. Devine, "The influence of sulfate ions on the surface enhanced
raman spectra of passive films formed on iron", Corros. Sci. 36 (1994): p. 441.
30. C. A. Melendres, J. Acho and R. L. Knight, J. Electrochem. Soc. 138, (1991): p. 877.
31. T. Nakagawa, N. Totsuka, T. Terachi, and N. Nakajima, "Influence of dissolved
hydrogen on oxide film and PWSCC of alloy 600 in PWR primary water," Journal of
Nuclear Science and Technology 40, 1 (2003): p. 39.
32. "MULTEQ: Equilibrium of an electrolytic solution with vapor-liquid partitioning,
Volume 3: Theory manual", EPRI NP-5561-CCML, Vol. 3, EPRI, Palo Alto, CA, 1992.
33. S.A. Attanasio, D.S. Morton, M.A. Ando, N.F. Panayotou and C.D. Thompson,
"Measurement of the nickel/nickel oxide phase transition in high temperature
hydrogenated water using the contact electric resistance (CER) techniques", Proceedings
of the 10"' International Symposium on Environmental Degradation of Materials in
Nuclear Power System - Water Reactors, NACE, 2001.
34. E. Hillner, in: Zirconium in the Nuclear Industry: ASTM STP 633, Philadelphia, 1977,
p. 211.
35. B.G. Park, I.S. Hwang, et al., "Corrosion induced clogging and plugging in water-
cooled generator cooling circuit", International conference on water chemistry in nuclear
reactors systems, Chimie 2002, Avignon, France, April 22-26, 2002.
36. D.S. Morton, S.A. Attanasio and GA. Young, "Primary water SCC understanding and
characterization through fundamental testing in the vicinity of the nickel/nickel oxide
phase transition", Proceedings of the 1 0t International Symposium on Environmental
Degradation of Materials in Nuclear Power System - Water Reactors, NACE, 2001.

399



TABLE 1. Chemical Composition of Alloy 600 Used in This Study (wt.%).

Element Composition

C 0.06

Mn 0.26

Fe 8.31

S 0.001

Si 0.3

Cu 0.12

Ni 75.12

Cr 15.25

Al 0.16

Ti 0.36

Nb 0.04

P 0.09

B 0.02

N 0.01
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TABLE 2.
Nominal Raman Peak Wavenumbers for Oxide Powdersa Measured in Room

Temperature Air Environment.

Oxide This workb Ref. A' Ref Bc

NiO 1,074 1Q274 16

910 913 16

725 727 16

532 535 16 490 16

400 370 16

NiFe2O4  702 705 7 700o 18

654sh 655 17 655 18

595 592 17

574 57017 18

492 488 17 490 18

460 457 17 4338

Cr2 O3  610 613 19 585 19

550 552 '9 554 '9

528 527 19 488 '9

352 350 '9 387 19

302 300 '9 352 '9

NiCr20 4  687 685 17 686 '

616 17

585 17

550-560 554 17

513 514 17 512 18

429 430 17

a The most intense peak(s) in each spectrum is underlined.
b The wavenumber of a well-resolved peak has an associated uncertainty of ±2 cmn'.
c The excitation laser with 647.1 nm wavelength was used.

401



TABLE 3.
Temperature and Exposure Time of Alloy 600 Specimen Prior to In-Situ Raman Spectra

Measurements in High Temperature Water.

Total exposure time prior to Hold time at each

(ck T r first measurement at temperature prior to first

temperature (h) measurement (h)

30 250 28 2
290 33.5 3
320 42 7

350-I 47.5 3.5
350-I1 69.5 20.5

1 250 40 33
290 45 3
320 48 2

350-I 51 2
350-II 74 23
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TABLE 4.
Summary of Experimental Observations of Surface Oxide Phases Of Alloy 600 in
3501C Water in Comparison with Literature Data at Each Dissolved Hydrogen
Concentration.

This work Soustelle" Caron'2  Nakagawa30

Method In-situ GDOS+EDS Synchrotron XRD +
Raman TEM

Temperature
350 360 330 320

(0C)

Exposure 70 300 1869 1000
time (hrs)

CrOOH
Oxide(s) at Cr-Oxide Compact layer (NiCr2O4)+ . (Ni+Cr-rich) oxide +

Ni-O+idrOe rcptae N~ 2 4  NiCr2O4high DH2  Precipitates (NiFe204) Precipitates (NiFe2O4)

CrOOH
Oxide(s) at

Cr-Oxide Compact layer (NiCr2O4) NiO NiO
low DH2 NiO
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TABLE 5.
Summary of in-situ Raman Observations and Thermochemical Predictions of Surface
Oxide Phases of Alloy 600 in 350 C Water with the Assumption of Different Oxides.

Predicted at 350 °C
Observed

With Ni Without Ni at 350°C

\ spinels spinels

With CrOOH CrOOH NiO

DH2= CrOOH NiFe2O4  NiO NiCr2O4

30cc/kg Without NiCr2O4  NiO CrOOH

CrOOH FeCr2O4  FeCr2O4  Cr-Oxide

With CrOOH CrOOH
NiO

DH2= CrOOH NiFe2O4  NiO
CrOOH

1cc/kg Without NiCr2O4  NiO Cr-Oxide

CrOOH FeCr2O4 FeCr2O4
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FIGURE 1. Influence of hydrogen concentration on the crack growth rate of PWSCC in
Alloy 600 at 3600C.'0 "'
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FIGURE 2. Layout of in-situ Raman spectroscopic measurement system in high
temperature aqueous environment.
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FIGURE 3. Field emission scanning electron micrographs of oxide film on Alloy 600
after 110 hours exposure in simulated PWR water.

4

FIGURE 4. TEM micrographs of oxide film on Alloy 600 after 71 hours exposure in
simulated PWR water.
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FIGURE 5. In-situ Raman spectra obtained for Alloy 600 by holding at 250, 290, 320

and 350°C, respectively, during heating up to 350 IC in PWR water condition with
DH2=30cc(STP)/kg.
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FIGURE 6. k-situ Raman spectra obtained for Alloy 600 by holding at 250, 290, 320
and 3501C, respectively, during heating up to 3501C in PWR water condition with
DH2=lcc(STP)/kg.
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FIGURE 7. In-situ Raman spectra obtained for Alloy 600 at 350°C in PWR water as the
DH2 in water was increased from I to 30 cc/kg.
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Results of Accelerated SCC Testing of Alloy 82, Alloy 182 and
Alloy 52M Weld Metals

R. J. Jacko, R. E. Gold, G. V. Rao,
Westinghouse Electric Company LLC

K. Koyama, Mitsubishi Heavy Industries, Ltd.
A. Kroes, Westinghouse Electric Europe

SUMMARY

Accelerated stress corrosion cracking tests were performed in a 4000C
doped steam environment on weld metal specimens of Alloy 52M and
Alloy 182. All specimens were tested as flat plates, bolt-loaded to strains
of 0.35% and 1.0% in a four-point bent beam configuration. Alloy 600
specimens, prepared from archived sections of a CRDM nozzle, were
included as control specimens. In exposure times equivalent to more
than forty years at operating temperatures, Alloy 52M exhibited complete
resistance to stress corrosion crack initiation. Stress corrosion cracking
initiated in the Alloy 182 specimens in exposure times less than one-fifth
the total exposure time of the Alloy 52M specimens. Crack initiation was
also observed in the Alloy 600 control specimens.

In a separate but related evaluation, Alloy 82 and Alloy 182 weld metal
specimens removed from the V.C. Summer reactor vessel nozzle safe-
end that cracked in service in 2000 were tested in simulated primary
water environments. Crack initiation tests were performed using four-
point bent-beam specimens stressed in tension to loads equivalent to
surface stresses of 400 and 500 MPa. These tests were performed at
3600C for total exposure times of 3522 hours. Crack initiation was not
observed for any of the bent-beam specimens.

Crack growth rate tests were performed at 3250C on these weld metals
using actively-loaded 0.5T-compact tension specimens. Nominal stress
intensities of 20 and 35 MPaim were used. Careful post-test
examinations indicated only the presence of minor welding defects.
Only small differences were observed in the crack growth rates of the
fatigue-precracked Alloy 82 and Alloy 182 compact tension specimens
although the Alloy 82 specimens were tested with the weld dendrites in a
more susceptible orientation.

INTRODUCTION

Three separate cracking events occurred in PWR reactor vessel outlet nozzle-to-pipe safe-end
welds in 2000. These occurred at the Ringhals 3 and 4 units in Sweden and at the Summer
PWR in the United States. Detailed destructive examinations were performed on specimens
removed from the Ringhals 4 and Summer nozzles. The former examinations were done by
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Studsvik AB in Sweden, and the latter examinations were done at the Westinghouse Science
and Technology Department Remote Metallographic Facility.

At both Ringhals 4 and Summer, the full-section butt welds were made by "buttering" the face of
the alloy steel nozzle with Alloy 182 and completing the weld with a multipass filler weld using
Alloy 182 and/or Alloy 82. The Ringhals 4 degradation consisted of several deep axial cracks in
the Alloy 182 weld (Ref. 1). At Summer, where considerable through-wall leakage had occurred,
Westinghouse identified a 6.86-cm long axial crack on the OD surface, and several other
indications on the ID surface of the weld (Ref. 2).

Repairs were made at Ringhals using Alloy 52M1, and at Summer using Alloy 52 and Alloy 152.
Weld qualification mockup preparations at Ringhals, involving both Alloy 52M and Alloy 182
multipass welds, provided test material for this program. The availability of a large ring section of
the entire Summer circumferential nozzle weld afforded the further opportunity for stress
corrosion cracking tests of the Alloy 82 and Alloy 182 welds from that plant. These materials
were used for a variety of crack initiation and crack growth tests, the results of which are
presented in this paper.

SCOPE OF THE EXPERIMENTAL PROGRAM

The research reported here was conducted to examine the following issues:

* Crack initiation in Alloy 52M (and controls of Alloy 182 and Alloy 600) used for the recent
Ringhals repairs,

* Crack initiation in Alloy 82 and Alloy 182 weld metal specimens removed from the
Summer outlet nozzle safe-end that cracked in 2000, and

* Crack growth rates in the Alloy 82 and Alloy 182 safe-end weld metals.

All crack initiation tests were performed using four-point bent beam specimens, and the crack
growth rate tests were performed on actively-loaded 0.5T-compact tension specimens. A
summary of the overall test matrix is shown in Table 1. Note that Alloy 182 was tested both from
the Ringhals mockups and from the Summer nozzle safe-end.

The 4000C (752 0F) crack initiation tests were performed in a doped steam environment,
containing 30 ppm each of the chloride, fluoride and sulfate salts of sodium, in addition to a 76
kPa partial pressure (approximately 11 ppm) of hydrogen in 20 MPa steam. These four-point
bent beam specimens were tested at top-surface strains of 0.35 and 1.0%, corresponding to
average stresses in these materials of 360 MPa (52 ksi) and 500 MPa (73 ksi), respectively.

The 3600C (6800F) crack initiation tests were performed in simulated primary water [2.0 ppm Li,
500 ppm B, 30-35 cm3 (STP) H2/kg HO] with applied loads equivalent to surface stresses of

' Alloy 52M is a modified version of Alloy 52, the product used for gas tungsten arc, or gas metal arc,
welding of Alloy 690 (Ref. 3).
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400 and 500 MPa (58 and 73 ksi). The Summer Alloy 82 and Alloy 182 weld specimens were
prestrained to permit testing at this stress level.

Table I - Overall Test Matrix

Material Crack Initiation 0.5T-CT Crack

4000C 3600C Growth at 3250C

Alloy 52M [Ringhals] X - -

Alloy 182 [Ringhals] X - -

Alloy 600 X - -

Alloy 82 [Summer] - X X

Alloy 182 [Summer] - X X

Photographs showing typical test configurations for the 4000C tests are shown in Figure 1; the
Ringhals Alloy 52M and Alloy 182 specimens were 9-mm thick. In addition to the Alloy 52M and
Alloy 182 prepared for the Ringhals mockups, several Alloy 600 specimens were prepared from
available CRDM archived material; these were tested as 3.8 mm thick plate in the four-point bent
beam configuration. Photographs of the Summer weld specimens, loaded in preparation for the
3600C crack initiation tests are presented in Figure 2. The thickness of the Summer weld
specimens used for these tests was in the range 2.4 to 3.2 mm.

Crack growth rate tests of the Summer Alloy 82 and Alloy 182 welds were performed at 3250C
(617 0F) in a simulated primary water environment containing 3.5 ppm Li, 1800 ppm B and 30-35
cm3 (STP) H2/kg 160. The specimens were fatigue pre-cracked in air at a stress intensity less
than 15 MPaa1m and subsequently tested at stress intensities of 20 and 35 MPaIm. Crack
growth was actively monitored in situ using the reverse DC potential drop method. Tests were
conducted consistent with the guidelines specified in ASTM E399-90.

The specimens were periodically unloaded to a value 0.7 times the full applied load, in order to
break any oxides that might compromise the accuracy of the DC potential drop measurements.
The specimens were side-grooved in an attempt to keep the cracking generally in the intended
plane. There is no standard terminology for the orientation of weld specimens. Adopting the
ASTM terminology for plates, the Alloy 82 weld specimens were tested in the T-S direction. The
crack direction was aligned with the dendrite direction in the Alloy 82 weld metal. Because of
differences in the welding orientation for the Alloy 182 butter passes, the Alloy 182 butter passes
were tested in the T-L direction where the crack growth direction was perpendicular to the
dendrites.

TEST MATERIALS
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The chemical concentrations for all test materials are summarized in Table 2. The chemical
analyses reported for 'Alloy 182 - Ringhals' and Alloy 52M were provided by Uddcomb

Table 2 - Chemical analyses for test materials

Element Alloy 600 Alloy 182 Alloy 52M Alloy 82 [NO6082] Alloy 182 [W86182]
[NO6052] I

WF 147 Ringhals ERNiCrFe-7 Summer ERNiCr-3 Summer ENiCrFe-3

C 0.033 0.042 0.020 0.10 max 0.10 max

Si 0.29 0.43 0.03 0.13 0.50 max 0.73 1.0 max

Mn 0.78 6.63 0.92 3.29 2.5-3.5 6.88 5.0-9.5

P 0.009 0.004 0.003 n.d. 0.03 max n.d. 0.03 max

S 0.001 0.002 0.001 n.d. 0.015 max n.d. 0.015 max

Al 0.08 0.65 1.63

B 0.004 r
Cr 15.69 13.95 30.13 19.61 18.0-22.0 15.57 13.0-17.0

Cu 0.02 0.01 0.03 n.d. 0.50 max n.d. 0.50 max

Fe 9.65 8.04 8.50 5.20 3.0 max 8.03 10.0 max

Mo 0.02

Ni 73.07 68.90 60.10 69.01 67.0 min 64.61 59.0 min

Ti 0.47 0.22 0.60 0.75 max 0.93 1.0 max

Zr 0.006

Nb + Ta 1.41 0.93 1.37 2.0-3.0 1.54 1.0-2.5

Co 0.18 0.12 max 0.12 max

Sources Test Rpt. Test Rpt. Test Rpt. EDS ASME EDS ASME

Engineering, who manufactured the weld mockups for the Ringhals repair qualification program,
and provided the materials tested (Ref. 4). The Alloy 600 material was from an archived CRDM
penetration; this heat (WF147) had exhibited moderate resistance to stress
corrosion cracking in previous testing. The microstructure of this material is shown in Figure 3,
where it can be seen that a substantial density of carbide precipitation exists at current or prior
grain boundaries.
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Actual chemical analyses were not available for the Summer Alloy 82 and Alloy 182 weld metals.
The values reported in Table 2 are those determined by EDS analyses performed on the
scanning electron microscope; for comparison, the values from Section II of the ASME
Code are shown beside these analyses. Some difference are noted; however, it was based on
the analyses shown that supported the conclusion that the materials tested were in fact
correctly identified (see, for example, the correspondence for Mn and Cr, two elements that vary
significantly for these weld metals).

TEST RESULTS

Crack Initiation Tests - 4000C Doped Steam

The four-point bent beam specimens of Alloy 52M, Alloy 182 and Alloy 600 were tested at 4000C
for a period equivalent to more than forty years of operation at the 322.80C Ringhals outlet nozzle
operating temperature. This time-correlation, with an acceleration factor of 195 in the doped
steam environment, was derived from similar tests of Alloy 600 in which it was observed that in-
service degradation after 89,000 effective full power hours at 317 0C was essentially duplicated in
289 hours in doped steam [the resulting acceleration factor of 308 was adjusted to 195 to
account for the temperature difference] (Ref. 5).

The results of the 4000C tests are summarized in Table 3. The times at which interim
inspections were performed, and the equivalent efpy at the Ringhals service temperature, are
shown in the left columns. As indicated, the terms 'low" and "high" refer to the strain level.

Table 3 - Summary of crack Initiation tests in the 4000°C doped steam environment

Exposure Time Alloy 52M Alloy 182 Alloy 600

AC, Equiv. Low 1 High Low High Low High
hours efpy

124 2.8 0/2 0/2 0/2 0/2 0/2 0/4

214 4.8 0/2 0/2 - 2/2 - -

269 6.0 0/2 0/2 0/2 2/2 0/2 1/4

418 9.3 0/2 0/2 - 0/2 1/4

450 10.0 0/2 0/2 2/2 - 2/4

598 13.3 0/2 0/2 2/2 0/2 3/4

889 19.8 0/2 0/2 0/2 3/4

1343 29.9 0/2 0/2 0/2 3/4

1801 40.1 0/2 0/2 0/2 3/4

2051 45.6 0/2 0/2 Not Not
exposed exposed
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Low 0.35% strain; High = 1.0% strain
XIY = no. with SCC/no. tested; AC = autodave

After 2051 hours, crack initiation was not observed in any of the Alloy 52M specimens. In the
inspection after a cumulative exposure of 1343 hours, short (0.16 and 0.20-mm in length)
indications were observed on the surface of the two high-strain Alloy 52M specimens. These
indications did not change in subsequent exposures. Subsequent metallographic cross-
sectioning indicated these to be shallow hot-microfissures that were present from the weld
preparation, but had not been clearly identified in the earlier examinations. Such hot cracks are
generally distinguishable from shallow SCC by their characteristic rounded, as opposed to
sharp, morphology. It was noted that these features did not serve as initiation sites for SCC, nor
did they propagate during the tests.

Four Alloy 182 weld specimens were tested; two at low strain and two at high strain, Table 3.
After a cumulative exposure of 214 hours (equivalent to 4.8 efpy in service), a number of cracks
were observed in each of the high-strain specimens. These cracks ranged from as short as
0.25 mm to 3.0 mm in length. The low-strain specimens first exhibited stress corrosion cracking
at the 450-hour interim inspection. During a subsequent 148-hour exposure, these cracks grew
to a maximum length of 4.0 mm.

The Alloy 600 controls cracked only at the high-stress condition with the first failure occurring at
269 hours. Normally, it would be expected that the Alloy 600 specimens would crack before the
Alloy 182 weld metal. However, this heat of Alloy 600 had previously exhibited moderately high
resistance to stress corrosion cracking (Ref. 6).

Crack Initiation Tests - 3600C Primary Water

The four-point bent beam specimens prepared from the Summer Alloy 82 and Alloy 182 welds
were exposed for a total of 3522 hours in the 3601C primary water environment. Careful post-
test visual inspections did not reveal any indications of crack initiation. This exposure is
equivalent to approximately 4.0 efpy at the Summer outlet nozzle temperature of 325.60C; the
cracking at Summer was detected after 14.3 efpy.

Crack Growth Rate Tests - 3250C Primary Water

At the conclusion of the crack growth rate testing, measurements made on the fracture surface
using a combination of SEM fractography and optical microscopy to determine the rate of
cracking. The reverse DC potential data were used to estimate trends in the SCC growth rate
with time. Optical and scanning electron micrographs of the fracture surface of an Alloy 182
specimen is presented in Figure 4.

The measured crack growth rates determined for the Summer nozzle Alloy 82 and Alloy 182
weld metals are shown in Figure 5. Included in Figure 5 are curves corresponding to the 75th
percentile data for Alloy 600 from MRP-55 (Ref. 7), and a preliminary EPRI model for crack
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growth in Alloy 182 (Ref. 8). The current program results are within the range expected from
previous industry experience.

Only small differences were observed between the Alloy 182 and Alloy 82 welds. Recall that
there was a difference in specimen orientation between the Alloy 182 butter welds tested in the
T-L orientation and the Alloy 82 welds tested in the T-S orientation. Crack growth rates have
been reported to be 2 to 5 times higher (Refs. 9, 10) when the cracks were parallel to the
dendrites (T-S) rather than perpendicular to the dendrites (T-L). The differences between the
crack growth rates measured for Alloy 82 and 182 in the current program are well within the data
scatter. However, if these materials were tested in the same orientation, the Alloy 82 growth
rates may be one-half to one-fifth those of the Alloy 182 rates. It is concluded from these tests
that the V. C. Summer CRDM nozzle weld metals do not exhibit unusually low resistance to
environmental crack growth.

CONCLUSIONS

Crack Initiation - 4000°C Doped Steam

• In four-point bent beam tests, Alloy 52M welds, prepared to simulate the Ringhals 4 field
repairs of the reactor vessel outlet nozzle, exhibited complete resistance to stress
corrosion crack initiation in laboratory exposure times exceeding 45 efpy equivalent service
time. Small microfissures on the surface of the Alloy 52M welds, stressed in tension, did
not serve as initiation sites for environmental degradation, nor did they propagate during the
tests.

* Stress corrosion cracks initiated in specimens prepared from the Ringhals 4 Alloy 182 weld
qualification mockups in exposure times less than one-fifth the total exposure time of the
Alloy 52M specimens.

* Crack initiation was observed in specimens of archived Alloy 600 CRDM nozzle material in
the doped steam environment.

Crack Initiation - 3600C Primary Water

* The four-point bent beam specimens prepared from the Summer Alloy 82 and Alloy 182
welds were exposed for a total of 3522 hours in the 3600C primary water environment with
no indications of crack initiation. This exposure is equivalent to approximately 4.0 efpy at
the Summer outlet nozzle temperature of 325.60C.

* It is concluded that these materials do not exhibit unusually poor resistance to crack
initiation in primary water environments

Crack Growth Rate Tests - 3250C Primary Water
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* The results of crack growth rate tests of 0.5T-CT specimens prepared from the Summer
reactor vessel outlet nozzle Alloy 82 and Alloy 182 safe-end weld metals, tested at stress
intensities of 20 and 35 MPa'lm, were consistent with the existing database.

* The crack growth rates measured in the Alloy 82 welds in the T-S orientation were similar to
the crack growth rates reported on the Alloy 182 welds in the T-L orientation.

* These materials do not exhibit unusually low resistance to environmental crack growth.
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Figure 1 - Photographs of Alloy 52M (Upper 1 thru 4), Alloy 600 (600-1 thru-4), and
Alloy 182- 4 (lower photo) bent beam test specimens. [Specimens with suffixes -1

and -2 were strained 0.35%; those with suffixes -3 and -4 wee strained 1.0%]
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Figure 2 - Photographs showing the carousel-type arrangement used for the bent beam

tests of the Summer Alloy 82 and Alloy 182 nozzle safe-end weld metals.

Figure 3 - Microstructure of Alloy 600 Heat WF147
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Figure 4 - Optical (top) and SEM (bottom) micrographs of an Alloy 182 crack growth specimen, showing the
precrack and environmental crack extension across the face of the specimen.
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Metallurgical Investigation and Root Cause Assessment of the Reactor Vessel Head
Penetration Alloy 182/82 J-groove Weld Cracking in Rotterdam Vessels

G. Rao, Westinghouse Electric Company, Pittsburgh, PA
J. Bennetch, Dominion Generation,

G. Embring, Ringhals AB, Sweden, and
W. Gahwiller, Westinghouse Electric Company, Pittsburgh, PA

This Paper reviews the results of metallurgical investigation of cracking in the Alloy 182/82 J-
groove welds of the Reactor Vessel Head Penetrations at North Anna 2 and Ringhal 2 Units to
establish the origin and root cause of the cracking. The investigations were centered on boat
samples containing cracking detected during scheduled outage inspections. The investigations
included surface examinations, metallographic and fractographic assessments, chemistry and
dilution assessments. Based on the results mechanistic and root cause assessments were
conducted. Brief discussion of the repair methods employed for the cracks is also briefly
provided.

The results of the investigations revealed the presence of two different types of cracking;
namely, fabrication related hot cracking and service related PWSCC. Based on the results of the
mechanistic assessments and a review of the fabrication records, the relation between the two
types of cracking and their root cause of occurrence was established. The repair methods adapted
for the two plants were discussed.

Manuscript was not available for publication in the Proceedings
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Abstract

This paper presents the experience feedback and views of the French Regulatory Authority (ASN) and of the
technical support institute (IRSN) on PWSCC prevention since the initiation in 1989 of the "Inconel Zones Review"
requested by ASN to Electricit6 de France (EDF), the national operator of a fleet of 58 PWRs.
This proactive requirement, launched before the discovery, in September 1991, of the only CRDM nozzle leak in
France, on Bugey unit 3, was then triggered by the recurrence of many alloy 600 rapid degradations and leaks, world
wide, and also in France in the late 1980s, particularly on steam generator tubes and on some pressurizer
penetrations.

Thus, the ASN requested that EDF, perform a comprehensive (generic) proactive assessment on all the nickel-base
alloy components and parts of the main primary circuits, which of course included vessel head penetrations and
bottom vessel head penetrations, and some other zones as a first priority.

This proactive "review" did, a minima, include the following tasks and actions:
o Update and complete, by an extensive R&D program, the understanding and characterization of the Ni base

alloys prone to PWSCc,
o Analyze the various materials, metallurgical features, mechanical stresses, and physicochemical conditions

of the parts exposed to primary water, in order to predict the occurrence of PWSCC initiation and
propagation,

o Provide a prioritization of the zones to be inspected,
o Implement by improved NDE techniques a practical inspection program on the 58 PWRs,
O Prepare and implement any needed mitigation actions as a result of the components conditions assessment.

The present paper relates the main features of the French regulatory experience over more than 13 years and recalls
the main principles of the assessment, which were applied by ASN. These principles, which are formalized in the
current regulation rules revised in 1999, are briefly listed hereunder:

o It is based on avoiding and preventing any leaking on the main primary circuit.
o In service inspections (ISI), including volumetric and surface NDE, have been agreed upon between ASN

and EDF for all vessel head penetrations, with a re-inspection schedule.
o The preexisting regulatory hydraulic testing program was carefully implemented, which implied the removal

of thermal insulation on the vessel heads.
o A comprehensive R&D program had to be conducted by EDF, the main progress reports and presentations

had to be regularly submitted to DGSNR and IRSN staff.
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o The assessment and the ranking of the sensitivity of the different nickel base alloy zones, derived from R&D
and empirical models, would have to be confirmed by a comprehensive ISI program, including bottom head
penetrations, steam generator partition plates, and more specific weld metal zones.

o ASN reviewed the various mitigations and preventive measures proposed by EDF, either temporary, such as
leak detection systems, anti-ejections devices, interim repairs, or long term commitment of the French
operator to replace in due time the vessel heads comprising the most affected CRDM penetrations.

This paper also presents the ASN's follow up of the domestic and international feedback, such as the occurrence of
PWSCC cracking (initiation and propagation) in the weld materials, whose occurrence is rather limited in France.

1. INTRODUCTION:

Ironically in a country where the sensitivity of alloy 600 to Stress Corrosion Cracking (SCC) in Pure
Water, the source of a very long controversy across the Atlantic, was evidenced as early as 1959 in the
French Atomic Energy Commission Laboratories in Saclay by Henri Coriou1 and coworkers, and later
confirmed repeatedly in unpolluted water and Primary Water (hence the acronym PWSCC), it took a very
long time and considerable industrial applications to realize that PWSCC was no longer a laboratory
curiosity.
As recalled in an IRSN review paper in 1995 , the recurrence of various worldwide numerous
degradations of Steam Generator tubing and tube plugs by PWSCC, lead to the obvious conclusion that
the PWR industry was facing a generic SCC problem even in nominal primary water conditions, on
components or local zones submitted to high levels of residual and/or operational stresses which were
not all covered in the past by regulatory NDE requirements and operational surveillance.

The advent of rapid through wall cracking for pressurizer penetrations in the USA, and in France, as early
as the first fuel cycle for Inconel 600 instrument penetration nozzles of 1300 MWe units pressurizer in the
late 1980s, together with the occurrence of circumferential through wall PWSCC cracking of thermally
treated alloy 600 tubing on top of the tube sheet during the first fuel cycle in NOGENT unit in 19895, were
perceived by EDF (the national operator of a fleet now amounting to 58 PWRs) and the French Safety
Organizations (now DGSNR and IRSN) as severe warnings.

Consequently, at the strong request of the French Safety Authority (Autorift de SOret6 Nucleaire),
which will be referred to as ASN), a proactive approach to the "generic problem of "Inconel
Zones" sensitivity to PWSCC" was launched by EDF and Framatome, without any delay as soon
as 1989, under the name "Inconel Zone Review", which in fact was initiated and developed
sufficiently ahead of time before the discovery in September 1991 of a leaking vessel head
penetration on BUGEY unit 3 during its first regulatory decennial hydraulic test.

2. OBJECTIVES OF THE INCONEL ZONE REVIEW FOR THE FRENCH FLEET OF 58
PWRs

Actually the preliminary conclusions from the first version of the Inconel review submitted to ASN in
summer 1991 did not rank the CRDM zones second to the pressurizer penetrations, but fourth in

3decreasing sensitivity, after the SG divider plate, and the vessel head vent central penetration .
This course of PWSCC events, the complexity and uncertainties to actually rank the sensitivities of the
various zones and predict the occurrence of PWSCC crack initiation on actual components showed that
the Inconel zone review should not remain an academic exercise and should be comprehensively
restarted with a multiple integrated approach, with the following objectives, which had been requested by
ASN:

o Review and document all the existing "Inconel zones" in contact with the primary water,
characterize and rank their sensitivities toward PWSCC.
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o Assess all the technical issues and data relevant to the fitness for service of the reviewed Inconel
components in alloys 600, 182 and 82.

o Develop NDE inspection techniques and tooling.
o Implement timely a comprehensive NDE inspection program for the most PWSCC prone zones.
o Justify the various aspects of the Inconel zone review by a comprehensive R& D effort.
o Review and refine the descriptive PWSCC empirical models and input data to ensure a more

reliable prediction and ranking of the Inconel zones crack initiation.
o Verify the specific "Inconel Zones" lifetime predictions by a sufficient amount of NDE inspection,

either full scale or according to an agreed sampling rate.
o Anticipate any further degradation of these zones and perform a safety assessment for each zone

in case of failure or leaks caused by through wall cracking.
o Prepare for mitigation techniques including PWSCC prone components repairs or replacements.

All those stringent and comprehensive requirements developed in the early nineties were justified to
guarantee both safety and availability of a large fleet of 58 PWRs, should an untimely treated generic
degradation plague most units, which have generic common design and construction features (fleet
effect), but also some differences as described briefly in § 4.
Most of those early requirements, devised to master PWSCC issues, are forerunners for the new more
general regulatory rules which has been further developed, expanded and formalized recently in a new
ministerial order on November 10 th, 1999, devoted to the surveillance in operation, which revised and

threplaced Part IlIl of the initial ministerial order of February 26 , 1974.

3. MAIN REGULATORY FEATURES AND PRINCIPLES TO ENSURE THE INTEGRITY OF
THE MAIN PRIMARY CIRCUITS DURING OPERATION

3.1) General features

In France, these principles are now formalized in one document, dedicated to the surveillance in
operation of the main primary and secondary circuits, referred to as "the ministerial order of November
1 oth, 1999", (supplemented by a ministerial circular that explicates it and provides guidance for its

thimplementation), which revised and replaced Part IlIl of the initial ministerial order of February 26 , 1974,
which, otherwise dealt then mostly with the design and fabrication aspects of the main nuclear pressure
retaining components.

The new ministerial order emphasizes and describes more thoroughly the responsibility of the operator to
maintaining the integrity of the main primary and secondary circuits during operation, which implies the
assurance that the pressure boundaries would retain their properties, in operation and under various
ageing processes, to confine the primary and secondary fluids.
This means principally:

o Precluding the occurrence of leaks other than those leaks, normally collected, allowed by
conception in some joints (pumps for example).

o Excluding the presence and development of flaws whose noxiousness might be excessive
in normal, incidental, or accidental operating conditions, thus preventing break and any
uncontrolled and "unmonitored" leaks, whatever the degradation mechanisms which might be
involved.

Consequently, the operator is in principle required to repair every flaw, which could lead to a break
or a leak during operation and take appropriate measures to prevent the recurrence of those damages to
the secondary and primary circuit.

One exception to the principle of precluding any leak was allowed for some steam generators tube
bundles with a large number of tiny (a few mm long but some through wall) longitudinal cracks usually by
PWSCC at the roll transition, with very low leak rates, where it was impossible to identify the tubes (to be
plugged) contributing most to the overall leakage.
This exception would only hold for SG regularly inspected by sensitive NDE techniques capable to detect
and size accurately defects whose degradation mechanisms, orientation and kinetics are fully identified
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such as axial PWSCC cracks at the roll transition, namely on steam generators which follow a low leak
rule management pending the SG replacement, knowing that all SG are equipped with continuous N16
leak monitoring.

The recently formalized French main regulatory principles to be applied are the following:

The operator has to anticipate and take into account, in service, any possible form and/or
mechanism of degradation and their combinations, which might affect the integrity of the
components of the primary circuit, (such as thermal ageing, embrittlement, creep, fatigue, erosion,
wear, corrosion, Stress Corrosion Cracking [SCC], Corrosion fatigue [CF], and other environmental
effects including, local chemistry, operational, residual stresses, gamma and neutron irradiation
effects...), in particular, through the careful analysis of:

o Design files (i.e. stress analysis report of complex assemblies, reinvestigating relevant materials
properties),

o Fabrication records, materials deviations from conformity and batch specific features,
o Complex loads or environmental conditions, for example: thermal fatigue caused by mixing

fluids, Stress Corrosion Cracking (SCC) and/ or Corrosion Fatigue (CF), or particularly in singular
complex locations,

o Operation feedback analysis, both domestic and international, such as materials properties
alterations, investigating the cause and magnitude of flaws or indications detected by NDE, which
should be further characterized on removed components, parts or samples affected by the given
degradation,

o Components or parts failure/degradation reporting and analysis,
o Through appropriate R & D programs, needed to identify the conditions of occurrence of the

degradation mechanisms, and evaluate the quantitative effect of the influential parameters on the
degradation kinetics.

The different zones of the main primary system have then to be ranked according to their sensitivity to the
different damages taken into consideration, in particular, when establishing maintenance and In Service
Inspection (ISI) programs, which have to be submitted with justifications to ASN.

3.2) In Service Inspection (ISI):

According to the French regulation, an in-service inspection program has to be defined, for the
various types and categories of zones and must be devised and implemented in view of a
preventive policy, in order to avoid the failure or loss of integrity, whether it be a leak or the break of the
component.
The operator must take the necessary measures to detect early enough the anticipated degradations, in
general flaws, adapt the tools and select the proper NDE techniques to implement the regulatory required
ISI program capable to detect those flaws before they reach a critical size.

The new regulation provides some differences of treatment with regard to ISI requirements according to
two broad categories of zones, respectively "sensitive zones" & "non sensitive zones".

"Sensitive zones":
They may belong to the following categories:

o Zones identified as sensitive from the design and safety overall studies,
o Zones where, from the domestic and international experience feedback, the occurrence of

degradations are proven or most likely to occur, which usually imply the implementation of a
specific maintenance and in service Inspection program,

o Zones where the environmental stressors are complex involving usually some specific
combinations of factors among those, mechanical, physicochemical, hydraulic, thermal factors...
The operator has to:

o Determine which zones are sensitive,
o Define their localization and their extension,
o Identify and characterize the degradation mechanism,
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o Determine the flaw critical size (with security margins).

The preventive nature of the ISI program implies that it be applied to all the sensitive zones on all
components and units of the French PWR fleet concerned by the considered degradation process.
The ISI program and schedule depends on the critical size and the growth rate of the defects, in
order to make sure the flaw can be detected prior it reaches the critical size. Thus, the utility has to
choose the appropriate NDE method and performances and to make a qualification of the method.
Two types of qualification are considered:

o A "specific" qualification, when the characteristics of the suspected flaws are known, and
usually have already been observed and measured on real components,

o A "general" qualification", when flaws are suspected, but not yet observed.

During the ISI program implementation, if an indication is detected, the utility has to issue a deviation
report with deviation analysis, which is usually followed by either a specific justification for its innocuous-
ness, a proposal for a temporary or a definitive repair, or replacement of the part.

Precursor zones: under specific conditions however, some "precursor sensitive zones" might be
selected for a first round of inspections within a population of zones of similar sensitivity to a given
degradation.
To be considered a precursor, a sensitive zone has to be fully representative with some
anticipation of its family of sensitive zones. In other words, the zones of this family must be subject to
the same degradation mechanisms, which would occur in the same circumstances, except that the
precursor zone's rate of degradation initiation must be significantly more precocious and its flaw
propagation rate faster than the other zones of its family.
Of course, an extension rule has to be defined in the ISI program that sets down additional NDE to be
done on the family, if degradation is detected on the precursor zone.

"non sensitive zones":
For the zones, "a priori judged non sensitive zones", the French regulation requires that some sample
checking be performed on non-sensitive zones. ISI in these zones aims at collecting information in order
to confirm the conclusions of the degradation sensitivity analysis, in other word at verifying that there are
no flaws.

3.3) Periodic requalification for the primarv circuit components:
th

This principle, which was already included in the original ministerial order from February 26 , 1974, and
lead to the discovery of the Bugey 3 CRDM penetration degradation and small leak, has been maintained
and further developed in the new surveillance ministerial order and implementation circular that stipulates:

The components must be submitted to periodic requalification steps, which include:
o A complete visit of the primary circuit
o A hydro test at least at 1.2 times (207 bar) the design pressure (172.5 bar) instead of the

normal operating pressure (155 bar),
o An examination of the safety dedicated circuits and set ups.

A first primary circuit requalification is required no later than 3 years after the first fuel core
loading followed by periodic requalifications at ten year intervals, usually during the "extended
decennial outages".
The requalification regulatory requirements to be performed at last during the decennial outages
constitute an Important step, since all the primary circuit is concerned and, in particular, thermal
insulation should be removed for visual, video inspections and leak detection:

o For an overall in-depth defense policy against unanticipated flaws and degradations,
o For an extensive review of the fitness for continued service,
o Following the implementation of maintenance or replacement operations, on components

or parts.
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3.4) French Nuclear Safety Decisions:

The Advisory Group on Nuclear Pressure Vessels (SPN) has studied four times the issue of Inconel
zones in France: first in April 1994, then in 1996, in 1997 and the last time in March 2000. The final
French nuclear safety decision was published (httP:/lwww.asn.qouv.fr) and sent to the French utility in
March 2001. The requests refer much to the 'ministerial order of November 1999". The main requests are
the following:

o Steam Aenerator partition plate: inspection of the weld of the partition stub (without stress
relieving treatment) and triple point zone, of 26 SGs, and one SG with many loose part impacts,
and 9 other random SGs, before 2008,

o Bottom vessel head penetrations: inspection of all penetrations with UT and ET on twelve
reactor vessels before 2008,

o M shaped core support pads: an inspection method is being developed and qualified in order to
detect and size possible PWSCC cracks. The method must be used during the 30 year outage,

o Local Inconel repairs in vessel nozzle inner radius: inspection of Inconel 182 repairs in hot leg
nozzle inner radius must be done during the 30 year outage (17 nozzles in 7 reactor vessels) and
an inspection method to detect and size cracks in cold leg nozzle inner radius must be performed
and qualified.

4. INITIAL FEATURES OF INCONEL ZONES TROUGHOUT THE 4 MAIN FRENCH PWR
SERIES

The present fleet of the 58 PWRs, now in operation in France, commissioned for industrial service from
1977 to 1999 were in fact designed and constructed, as part of standardized series, during a crash
program initiated in the early 1970s, which did not allow easily for early major materials modifications,
which the experience feedback might have suggested. Partly as a result of the Westinghouse patent,
applied by Framatome, some Nickel base alloy parts made of Alloy 600 and of related weldments made
from Alloys 182 & 82, have been extensively used in the primary circuits of the French PWRs, some of
which ensuring the integrity of the pressure retaining boundaries. These are schematically shown in the
following figure:

Dcision BCCN/MP/ARno/010067, March 05/2001,on ASN web site (http://www.asn.gouv.fr)
"Zones en alliage "Inconel 600" sur les reacteurs a eau sous-pression d'EDF. Programme de
maintenance"
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Figure 1, by courtesy of EDF, (this conference 12)
Showing the main Inconel Zones locations in the primary circuit and some close-ups

The main 4 series of PWR units had initially, with a few exceptions, at the design stage the following
features:

L3 Vessel Head Penetrations for Control Rod Drive Mechanisms (CRDM) were made from thick
forged alloy 600 bars and welded with alloy 182 without any post weld stress relief treatment. The
first units whose vessel head penetrations were constructed in the workshop with alloy 690 are
the latest 4 N4, 1450 MWe units,

j Vessel Bottom Head Penetrations, (namely Bottom Mounted Instrumentation [BMI]
Penetrations) having a smaller diameter, were made from hot rolled alloy 600 bars welded with
alloy 182, but were submitted to a 600 0C treatment, normally typically needed for low alloy
components stress relief. Only the last 2 N4 units were originally constructed with alloy 690
penetrations,

L3 Central Vessel Head Vent Penetrations, usually made from the same hot rolled alloy 600 bars
used for BMI, were not stress relieved at all,

Li Steam Generator divider plates, normally made of alloy 600, are welded to the channel head
partition stub with alloy 182 without any stress relief treatment,

L Steam generator tubing (SGT) made from alloy 600 MA or later on more recent units with more
SCC resistant alloy 600 TT, with the exception of the last 5 units which benefited from alloy
PWSCC resistant 690 SG tube bundle,

U Some Bimetallic junctions between the ferritic components (Reactor Vessel, Pressurizer,
Steam generators) and main stainless steel primary loops piping, as a standard were made of
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stainless steel, except for the last three N4 reactor vessel safe end/to the main coolant piping
Dissimilar Metal Welds (DMW) made by a hot alloy 82 wire TIG process,

o Pressurizer penetrations (heater sleeves, and instrumentation nozzles) normally made in 316L
stainless steel, except for the 1300 MWe units, whose instrumentation nozzles made of alloy 600
did fail rapidly within the first to the fourth fuel cycle, and were replaced by 316 L penetrations in
the 1990s,

o M shaped core support pads in alloy 600 welded to the vessel walls with alloy182, and then
submitted to the vessel stress relief treatment.

o Some repaired underclad defects in some vessel nozzles were repaired with alloy 182 &
stress relieved in plant with the vessel;

The main specific differences and features among the 4 PWR series were the following:

o The oldest 6 CPO units (3 loops, 900 MWe) on the sites of Fessenheim & Bugey commissioned
in the years 1977-1979, including Bugey 3 (1978) initially equipped with Mill Annealed Alloy 600
SG tubing, operated under hot upper vessel plenum conditions at the estimated temperature of
3150C.

o 28 CP1- CP2 units (3 loops, 900 MWe), commissioned in the years 1981-87, some of which were
equipped initially with Alloy 600 TT Steam Generator tubing (SGT), operated initially under low
temperature upper vessel plenum (estimated around 290 'C).

o 20 P4-P'4 units (4 loops 1300MWe), commissioned in the years 1984-93, all with Alloy 600 TT
SGT (except Penly unit 2 and Golfech 2, with alloy 690 SGT), were initially operated under high
temperature upper plenum (estimated at 315-3200C). As opposed to the general use of AISI 316
L stainless steel for the pressurizer penetrations for the other series, the P4-P'4 series was
equipped with pressurizer instrumentation penetrations made of alloys 600 welded with alloy 182,
which failed rapidly by PWSCC between the first and fourth fuel cycle and consequently were
replaced by 316 L penetrations.

o 4 N4 units (4 loops, 1450 MWe) commissioned in the years 1996-1999, initially designed with
alloys 600/182 & 82 penetrations for the vessel heads were re-equipped before commissioning
with alloys (690/52 & 152) vessel head penetrations. The last 2 N4 units were built with alloy 690
Bottom Mounted Instrumentation (BMI) Penetrations Their original Steam Generators were
designed with alloy 690 tubing.

o However on three N4 units, stress relieved Dissimilar Metal Welds (DMW) were made with alloy
82, joining the reactor vessel to the cold and hot leg primary circuit piping, instead of the
otherwise general use in France of stainless steel for DMWs.

5. THE TREATMENT OF THE VESSEL HEAD PENETRATIONS IN FRANCE, IN RELATION
WITH THE ASN POSITIONS

The implementation of the "Inconel Zones Review" has been performed in various stages since the
discovery of the BUGEY 3 CRDM penetration leak in 1991, with the benefits of the CRDMs failure
investigations, the first assessment of the penetration deformations induced by welding, and the results of
a first round of CPO units NDE inspections.

5.1) Lessons learned from the Bucqev 3 failure investigation1 :

Risk of OD circumferential SCC re-initiation and cracking:
The examinations of the failed Bugey 3 penetration T54, which entailed a very low leak rate, less than 1
kg per hour, characterized by primary ID initiated longitudinal cracks, did show, that once some crack got
through wall above the weld, they could later trigger in the outer annulus between the vessel bore and the
penetration, a new PWSCC like secondary OD cracking process, this time of circumferential orientation,
more critical in terms of safety consequences.
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Risk assessment of Potential leaks:
This incipient form of OD re-initiated circumferential degradation, in case of a continuously low rate
leakage, difficult to detect in operation, as observed in Bugey 3, also exemplified at a more advanced
stage of propagation some ten years later on Oconee in the USA was then judged safety significant so as
to potentially entail a control rod ejection event.
This added to the original concern that uncontrolled higher leak rates would, in worst case
conditions, entail rapid wastage or erosion corrosion processes to the vessel low alloy steel, as
observed in the USA on ferritic components and lately on Davis Besse vessel head.
Those field examples world wide, of various primary water leaks, demonstrate, just like laboratory or
mock-up corrosion tests, that the damages incurred by low alloy steel could vary in a very large range
(typically from zero for dry salts conditions, up to some cm/year, or possibly more than 10 cm/year in case
of erosion corrosion), as a function of the leak rate and leak thermo-hydraulic conditions on hot vessel
walls.
IRSN, which reviewed some early data and crude models supplied and analyzed by EDF trying initially to
demonstrate the acceptability in terms of safety of some leak scenarios, realized the complexity and
uncertainty of the simplistic and fragile assumptions that had to be made in such a complex location in

8order to predict the consequences of a leak .
IRSN, came to the conclusions that the defense-in-depth concept should be applied in order to preclude
the occurrence of through wall longitudinal cracks, whose leak rate would remain uncontrolled, usually
difficult to detect early enough under the insulations, and whose consequences could not be mastered
and would ultimately worsen the safety scenarios, involving the risk of a control rod ejection.

5.2) Strategv of leak prevention: precluding the occurrence of through wall cracking

Consequently, after consultation of IRSN, of the Standing Groups of Experts for Reactor Safety (GPR)
and of the Standing Nuclear Section (SPN), the Safety Authority required that the main immediate course
of action to treat the Inconel vessel penetration in France should be based on the principle of preventing
any further penetration leak, with a safe margin. This requirement strongly oriented the "Inconel Zones
Review" actions toward the implementation of a comprehensive NDE program as the base line for the
Inconel Zones treatment.

5.3) First stage of the "Inconel Review"

In 1991, the only available PWSCC data base source was derived from the laboratory testing and field
experience worldwide on SG tubing, characterized by a strong dependence of time to cracking with
temperature between the hot leg and cold leg, and a well recognized scatter due the "Inconel" heat to
heat variations. 6 oldest 900 MWe (CP0) units with a supposedly high temperature plenum estimated
then at around 315 °C, would be affected with a sufficient lead time with regard to the following 900 MWe
units (CP1- CP2) operating at a "low temperature plenum" estimated in the range 288-290 IC.
The then younger twenty 1 300 MWe (P4-P'4) hot plenum units, whose temperature was estimated in the
range 315-3201C, were initially considered "too young' to be inspected on a first priority. In other words,
only time/temperature and absence or presence of a final stress relief treatment were considered to rank
the "Inconel Zones".
However, with the agreement of EDF, ASN requested additional NDE investigations on a sampling basis
for the initially judged low risks units.

5.4) Development and refinement of the "Inconel Review":

From 1991 on, both EDF and the ASN agreed that the first crude PWSCC descriptive models had
to be reviewed, refined and include:

o The intrinsic metallurgical and PWSCC sensitivity characteristics of thick forged or hot
rolled alloy 600 materials: as closely as possible, those materials should be representative of
the French CRDM, vent, and bottom head penetrations, and thoroughly assessed with regard to
the effect of the heats characteristics, the chemical composition, and the history of the thermo-
mechanical treatments (derived from the fabrication records),

437



o A more accurate estimation of the stress fields and their uncertainties, particularly in the
singular geometries of the penetrations on the components, as fabricated, and a reasonable
assessment of the superficial stresses left behind by the final fabrication process.

ASN emphasized that the paramount sensitivity of the time to crack initiation t. on the actual surface and
bulk stress level a influencing tl at the power (on, with n = 4 ± ?), should be recognized and expressed in
terms of uncertainties for the estimation either of t- or of the relative stress index. Hence the need to
perform:
o A more accurate determination of the temperature dependence for PWSCC initiation time,
o A more accurate evaluation of the actual Inconel zone wall temperature at the location of the

highest stresses,
o A more realistic revision of the empirical description of the time to initiation, taking into

account the results of the extensive Inconel zones characterizations and the PWSCC initiation
experimental results on relevant material. The implementation of the latter goal required a
considerable R & D effort on conventional SCC specimen but also on mock-ups and weld

9
assemblies in order to determine the stress fields and stress magnitudes .

Use of PWSCC initiation deterministic models as a Dredictive tool?
An improved empirical PWSCC initiation model was needed, for integrating the various R &D data, NDE
field return of experience, international feedback, but, above all, since the operator wanted to base some
of its inspection priorities on a credible determination of precursor zones.
The data thus collected would be compared, and expressed either in terms of either relative susceptibility
indexes, or of relative life time projections, for providing general guidance and priorities for subsequent
NDE program, rather than for predicting absolute time to first cracking occurrence.

Actually the effects of stochastic processes involved in crack initiation are particularly noticeable for nickel
base alloys PWSCC, already characterized by long incubation times and a large scatter of time to crack
initiation.
Even if the main PWSCC controlling parameters are well determined, as for example in carefully
controlled laboratory conditions, where stresses and materials conditions can be mastered, the times to
initiation for the various individual identical specimen can be largely distributed over large time scale
factors which may range up to factors of 10, possibly 100.
Consequently, assuming that the stress level and metallurgical PWSCC sensitivity are known on the as
fabricated component, the determination of the absolute time to cracking for a particular "Inconel Zone"
cannot be ascertained from the empirical deterministic models without taking into account very large
time brackets. Ultimately, the final uncertainty brackets, whether expressed in time to crack initiation
estimates or zone sensitivity indexes should also include the uncertainty levels arising from the estimation
of the stress, temperature, metallurgical PWSCC sensitivity factors for a given component as fabricated.

Consequently, ASN and IRSN held the views that:
o The aggregate uncertainties in using the PWSCC initiation predictive models, compounded by

only best estimates for key input data such as superficial stress levels and material susceptibility
indexes, should be fully and clearly expressed before relying on assumed time to cracking figures
based on mathematical calculations to assess the PWSCC risk of cracking,

o Essential information such as crack orientation, location, number, size, depth, which are badly
needed can only be obtained by the recourse to a comprehensive NDE (incipient surface crack
detection, and volumetric detection and sizing) inspection program,

o In addition, the confrontation of NDE results and component PWSCC initiation predictions should
be used to further validate and improve the realism and the reliability of the empirical models as it
has been practiced several times by EDF and Framatome in the development of the Inconel zone
review9,10I

o A full NDE inspection program should be performed on a 100 % basis for the most PWSCC prone
components or alternatively on a sampling basis for less sensitive components, as initially guided
and prioritized by the best validated PWSCC models, awaiting for a completion of a NDE based
condition assessment of the various zones.
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5.5) Focus on the implementation of a comprehensive Inspection Program11.
The review by ASN and IRSN of the "Inconel Zones" technical assessment and treatment strategy, made
by EDF, lead the operator to focus its investigations and main actions toward the implementation of a
preventive maintenance approach based on actual Inconel zones early flaw detections and sizing by
NDE.

Extension of the initial NDE program to voungest or supposedly less sensitive units:
The assumed time to cracking high dependence on temperature, derived from early PWSCC initiation
models based on laboratory tests performed mostly in more aggressive conditions (High temperature
range, even in contaminated steam, on severely stressed specimen like "Reverse U Bends") lead to the
belief that low temperature plenum units (288-290 CC) would be less concerned by PWSCC occurrence.

However, the application of the principle of precaution, first initiated on a random sampling basis to
the supposedly low risk (only assessed by temperature/ operating time considerations) lead to the
discovery in the field (in BLAYAIS unit 1), that crack initiation times and propagation rates did not seem to
follow such a strong temperature dependence as it could be anticipated by the "predictive PWSCC
models" based on laboratory experiments.
Consequently, ASN and EDF agreed not to further differentiate between the data obtained from the
various series, all the more that the majority of plant (20 P4-P'4 units), which initially operated at a high
temperature plenum, were progressively converted to low temperature plenums.
Thus, a complete first fleet status assessment for all the vessel head penetrations conditions with
regard to cracking by PWSCC would have to be performed, whatever the assumed penetration
wall temperature.

EDF reviewed recently the temperatures estimates, following some additional thermo hydraulic
investigations, with the benefits of thermometric instrumentations on some CRDM penetrations, confirmed
that the "cold plenum penetration wall temperatures were close to 290 0C, but re-estimated the hot
plenum wall temperatures at the level of the weld at values close to 300 'C, thereby reducing the
temperature difference estimates to only 10 OC12.
Most vessel heads were found affected by a small ratio of cracked penetrations, mostly peripherically
located, where the residual stresses were estimated the highest. Some young 1300 MWe units just like
Cattenom did exhibit cracking as soon as after 30 000 hours of operation, whereas one the oldest French

12units (Fessenheim) did only show a first incipient crack after some 130 000 hours of operation

Since Vessel penetration cracking by PWSCC could not be at once mitigated for all vessel heads,
re-inspection schedules had to be determined:

L First, by the previous PWSCC degradation state assessed by NDE,
o Second, by the input of maximum CGR derived from laboratory testing and from some field crack

propagation data of shallow cracks left in service, sized by UT at periodic intervals.

5.6) Crack growth rates (CGR) data as a function of relevant materials, temperature range and
stress fields;

A crack growth rate database was progressively constituted by EDF and Framatome, mainly for the base
metal with the involvement of various European laboratories, and compared with worldwide data.
This allowed to include a reasonable scatter band either obtained from experimental laboratory
testing and/or by periodic sizing using the Ultrasonic NDE for some field cracks left in service in
some units, in particular mostly on BLAYAIS unit 1,and some other units which operated from the

13beginning in cold plenum conditions
This set of data allowed EDF with the agreement of ASN to define objective criteria (in terms of
maximum CGR) to safely leave in place acceptable flaws or cracks and set crack dimensions thresholds
beyond which penetration repair or replacement ought to be performed.
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The maximum in depth CGR measured in service (in Blayais 1) was 3.7 mm per one-year fuel cycle
(8000 hour) whereas most of mean CGR values were in the order of magnitude of 1.5-2 mm per year 12,
13,though many instances of crack arrest have also been observed.
Typically, one can expect some scatter, or uncertainties in determining the CGR (da/dt) as a function of
the assumed Stress Intensity level K1, as shown on figure 2, comparing field data to some upper bound
laboratory data.
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Fig. 2: Comparison between laboratory and field experience (by courtesy of EDF, this conference ref. 12),
Showing the representation of CGR versus the estimated K values for field and laboratory data,
expressed either at the assumed temperatures respectively of 3000C and 290'C, some data being
converted to 2900C.

5.7) Present NDE inspection program criteria, now in a phase of renewed inspection regime;

The present inspection interval rules, now proposed by EDF, which has been approved by ASN on the
basis of the CGR data obtained from the R &D program and from the field operational experience, are
derived on a maximum (in depth) CGR of 4 mm/8 000 hours as follows, respectively for a standard 12
month or prolonged 18 month fuel cycle:

Previous status of Vessel Head
degradation

Interval between 2 consecutive Inspections or action, as a
function of the length of the Fuel cycle

12 months 18 months
No previously detected cracks 3 years intervals 2 cycles
3 mm <Crack depth < 5 mm 2 years intervals I fuel cycle
Crack depth > 5 mm 1 year interval
When the remaining sound Immediate replacement of the vessel head
penetration ligament < 4mm

In the present situation, the maximum crack depth left in service is not currently exceeding 5 mm.

5.8) Mitigation measures:15
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Various mitigating measures have been proposed by EDF both as short term measures and for the
long term treatment, which have been carefully examined by the French Safety Authority and IRSN, some
of them being considered as interim measures: the most significant step being:

o Upper plenum temperature reduction,
o A speeded up qualification of base metal alloy 690 and related weld materials alloys 52 and 152

for penetration applications in line with the SG replacement applications already under way,
o Implementation of alloys 690/ 152 & 52 for vessel head penetrations on newly built units. (4 N4

units) and for BMI on the last 2 N4 units,
o Vessel Head replacement by new one with Alloy 690 penetrations welded with alloys 152/52,
o Reliance on a comprehensive NDE program to ensure that no further CRDM leak would occur,

awaiting the complete replacement of the vessel heads.

Interim measures:
Pending the implementation of those long-term countermeasures, some other interim measures have
been temporarily accepted by ASN in the initial transient periods in the early 1990s, such as:

o Temporary measures for CRDM leak detection using N13 gamma counting systems capable of
detecting a leak rate of about 1 kg per hour, if placed in the vicinity of the most suspected
penetrations,

o Temporary installation of anti-ejection devices,
o Temporary CRDM repairs.

Those temporary equipments and repairs have been later dismantled or removed as soon as the vessel
heads were replaced, or when the routine NDE program was put in place, giving the assurance that
PWSCC induced leakage could be excluded.

5.9) Vessel Head Replacements:

Very early in the review of the long term solutions which were discussed between EDF and DGSNR and
IRSN, many interim measures have been accepted by ASN, taking into account EDF's pledge to
suppress the root cause of PWSCC by elimination of the most PWSCC prone zone and replace the
vessel heads using this time alloy 690 penetration material, resistant if not immune to PWSCC associated
with 30 % Cr rich weld materials, 152 & 52 alloys.
The relatively young age of the French fleet, the financial and radiation exposure constraints and the
logistic burden of repeating regularly full scale NDE assessments of the vessel head integrity over a long
period of time, drove also obviously EDF to implement timely a planned vessel head replacement policy.
In addition to the first replacement of Bugey 3 vessel head, some reactor vessels in the Bugey 4, Paluel 4
and Flamanville I units, were repaired in 1992.
In practice, the repair process has been abandoned in favor of the program to replace progressively the
most affected, vessel heads, usually with some anticipation with regard to the replacement criteria.
So far, 42 vessel heads out of 54 original alloy 600 containing heads have been replaced, which
provides a definite improvement to significantly reduce the risks of pressure boundary failure and
leaks from PWSCC.

This approach is also comforted by the positive results of the Inspection of the Replacement
Steam Generators (RSG) equipped with a tube bundle in alloy 690 TT, put into service since 1990
(Dampierre 1), expecting now in 2003 a fleet of 11 units with RSG (33 SG) adding to the existing 6 units
(24 SG) originally equipped with alloy 690 tube bundle, so altogether, 57 SG for 17 units.

5.10) Inspection of Replaced Vessel Heads with Alloy 690 Penetrations:
Some inspections of the oldest replacement vessel heads have been programmed to confirm the
anticipated good behavior of the Alloy 690 penetrations and the soundness of the welds:

o In 2002, the full inspection by NDE of the BUGEY 3 replaced vessel head took place and did not
reveal any defect.

o The inspections of 2 other 'old" replacement vessel heads respectively for Blayais unit 2 and
Gravelines unit 4 which have been recently performed in 2003.did confirm, so far, the expected
good resistance to PWSCC.
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6. THE PRESENT STATUS OF THE INCONEL ZONE TREATMENT

After some 13 years of 'Inconel Zones" treatment and review and continuous assessment of the, so far,
remaining un-replaced 12 vessel heads, there is a reasonable confidence that the CRDM penetration
PWSCC problem will be soon definitively settled in France in the coming years.

Therefore the present focus is being laid upon the next priority zones as defined by the ranking of the
Inconel review based on the fabrication records, the material sensitivity to PWSCC, and the evaluation of
the stress state.

Presently the Inconel Review has already been implemented in priority on:
o The Bottom Vessel Heads (BVH), also called the Bottom Mounted Instrumentation (BMI)

Penetrations,
o The Steam Generator Partition Plate and its welded zones.

The examination or other Inconel Zones, which will be processed in more details at a later stage, will not
be reported here, since EDF is currently reviewing the safety consequences, the need for NDE
capabilities and for tooling adaptations, and in some cases, feasibility studies for possible repairs or
mitigation techniques.

6.1) Bottom Mounted Instrument (BMI) Penetrations:

The Inconel Review concerning the BMI reveals the following favorable characteristics and some
particular cases:

o The BVHP materials are estimated intrinsically more homogeneous, less PWSCC sensitive by a
factor close to 4 than most of the CRDM penetration base metal heats, due to a different
fabrication process, as determined by PWSCC experiments, on 0 rings representative of the
bottom penetrations and on welded mock-ups,

o The 600 'C stress relief post weld treatment, intended essentially for the low alloy steel welded
structure stress relief, reduces somewhat also the residual stress level of the penetrations,

o A small number of BVHP have been replaced after this partial stress relief, and did not benefit of
any final stress relief at all, some others were submitted to some mechanical straightening up
after the vessel post weld treatment.

BMI Penetrations NDE inspections:
Although a large investigation has been performed to assess the metallurgical features, the level of
residual stresses in all situations (stress relieved, non stress relieved replacement penetrations or
repaired after the vessel stress relief), in order to anticipate any unforeseen degradation, it has been
decided in France to proceed initially on a sampling basis to the inspection by NDE of all the bottom
penetrations of some vessels, with a priority to the units which comprise penetrations zones replaced or
repaired after the stress relief 14 , such as BUGEY 3 (14 penetrations out of 50).
These inspections by NDE techniques are aiming at:

o Detecting, localizing and sizing potential cracks initiated from the Internal Diameter or
alternatively on the outer BMI walls, whose orientation may be longitudinal or circumferential,

o Detecting flaws, which may be localized at the weld/BMI penetration interface, possibly due to
welding defects of the type "lack of fusion", which may cause, according to their numbers and
distributions, some partial leak path along the interface.

The following schematic drawing represents the extent of the anticipated BMI zones covered by the NDE:
o 1 search zone for OD initiated cracks,
o 2 zone where interfacial [weld/penetration] weld defects may appear,
o 3 search zone for ID initiated cracks) .
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Figure 3, showing schematically the BMI zones covered by NDE examinations

The following NDE techniques have been implemented as follows:
Li Eddy Current are being used to detect ID initiated cracks, whereas UltrasonicTestings (UT) are

implemented for both detection and sizing,
L OD initiated cracks can only be detected and sized by UT,
Li 0 degree longitudinal waves UT are used to detect and size the possible weld defects at the BMI

penetration/weld interface,
L3 High-resolution remote video inspections are also implemented for local singular examinations.

So far 15 BVH inspections have been performed (including the 1992, 94, 97 re-insDections on
Buaev 3) using eddy current and ultrasonic techniques together with high definition video examination.
So far, on the selected 12 older units comprising non-stress relieved penetrations, no indications
characteristic of PWSCC have been found, although some "non-surface breaking" indications could be
detected and related to the fabrication stage.

Continued Inspection Schedule:
Presently and in the near future, a continued inspection and re-inspection schedule is planned by EDF
until year 2008, at the initiative of an ASN decision issued in 2001, following the recommendation of the
Advisory Group on Nuclear Pressure Vessels (SPN), which required:

Li The NDE inspection of 12 BVH at higher risk of PWSCC, some before year 2005, the
remainder till year 2008,

o The periodicity for two successive NDE should not exceed ten years,
L In the frame of the preparation of the third complete visit (usually performed during the

third decennial extended outage), taking into account the latest experience feedback, the
operator would have to submit to ASN, for approval, a complete BVH penetration
inspection schedule for the whole fleet.

Preparation for mitigation and repair measures:
In line with the objectives of the "Inconel Review" the operator has undertaken by anticipation, some pre
studies to assess the feasibility of some mitigating measures; such as penetration plugging, repairs, or
replacements, which should be further studied and submitted to ASN, some of them being already
qualified.
N13 Leak monitoring:
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From 1994 on, the N13 leak monitor system, previously installed in Bugey 3, for the vessel head
surveillance, has been temporarily reinstalled under the bottom of the vessel to monitor any leak close to
the 14 non stress relieved penetrations, to check its performance, and serve as a reference for further
developments or installations, if need be.

6.2) Steam Generator Partition Plate (SGPP):
Although a postulated leak by PWSCC would not pose an immediate safety risk, the non stress relieved
SGPP plate zone close to the alloy 182 welds (in particular at the so called triple point), represents in the
Inconel Zone Review performed by EDF, a precursor zone relative to the stress relieved RBHP. The
SGPP can be rather easily inspected and deliver information on incipient cracking, thereby alerting the
attention for other Inconel zones to be further inspected. This could be the case for namely the Reactor
Bottom Head Penetrations materials that followed a final fabrication process by hot rolling very similar to
the basic process for the SGPP.
Hence the commitment of EDF to inspect by dye penetrant technique, retired SG partition plates, and
until year 2008, the 26 SG in service, also deemed precursor zones.

7. FUTURE PROSPECTS AND NEEDS

So far, in the "Inconel zones review" and its treatment in France, the focus has been laid mainly on base
metal degradations as they appeared in the field, in particularly in the vicinity of highly stressed zones,
which in many cases are adjacent to welds, in complex geometries.
Consequently, laboratory investigations were initially more developed to assess the base material and
component behavior toward PWSCC, although some similar laboratory works are now in progress in

15 16France , and worldwide to better assess the PWSCC sensitivity of the weld materials intrinsically, with
or without the effect of various stress relief states.

7.1) Focus in the future for Weld metal behavior:

In France, so far, the satisfactory resistance to PWSCC of the alloys 182 and 82 weld buttering and
deposits in the field is not yet fully understood, if we take into account the proved sensitivity of alloy 182,
comparable to alloy 600, assessed world wide at the laboratory stage.
Furthermore, a detailed analysis of the worldwide return of experience concerning PWSCC cracking
initiations and propagations observed abroad (in particular the USA and Sweden for the Dissimilar Metal
Welds made with alloy 182), and also recently in the USA in some CRDM welds themselves will be
needed and followed with care by EDF and the French Nuclear Safety.

7.2) Need to better assess the PWSCC temperature dependence. in the low temperature range:

From the French experience perspective, where most of the highest temperature zones with no stress
relief are in the process to be fully treated or replaced, the future focus should be placed on lowest
temperature zones, on a better assessment of the temperature dependence of both PWSCC initiation and
propagation, since the weak apparent difference observed in the field between "hot" and "cold " plenum
Vessel Head Penetrations cracking has not been fully understood. Some clarification in that area
would help to refine the prediction of bottom head penetrations and give more confidence to
define the In Service Inspection needs and priorities. One possible explanation might arise from a
"smaller than initially anticipated temperature difference in the field" (refer to § 4), between hot & cold
plenum wall temperatures, in the order of 10 0C, instead of some 25-30 0C

7.3) Ageing and life extension issues:

In the prospect of ageing issues, and life extension, safety organizations and operators would need some
further data and hard facts from the operational experience and NDE status of oldest components in the
world to better anticipate in the long term the PWSCC behavior of so far un-replaced components, which
might be less sensitive to cracking than presently vessel head penetrations. For that purpose, ASN is
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ready to follow up and take benefits from the experience feedback given by some failure investigations
performed in the world, and in particular in welded zones (North Anna 2) and on a South Texas Project
unit 1, for the Bottom Vessel Head penetrations.

7.4) Hence some suggestions for continued emphasis on the following areas of investigation to
fully exploit worldwide return of experience:

o Review and refine the assessment of temperature dependence for both crack initiation and
propagation from 325, 290 down to 250 0C,

o Review with more accuracy the assumed wall temperatures and perform measurements relevant
to the actual components wall temperature,

o Improve and extend the laboratory database for crack propagation as a function of temperature,
down to temperatures around 290 'C, and below, in particular for weld materials, as it has been
proposed within an international specialists group "ICG-EAC",

o Review the characteristics of the Bottom Head Penetrations (metallurgical features, residual
stress, temperature) and NDE results of those units that have been inspected following the
suspicion of bottom vessel leaks such as South Texas unit 1,

o Take into account the possible accelerating effect on PWSCC crack initiation and propagation of
superimposed low frequency cyclic loading/unloading, or ripple load effect, in particular for the

17low temperature components
o Improve, as already initiated by EDF, the characterization of superficial cold work and superficial

residual stresses, both for laboratory PWSCC database, and component stress assessment,
since the superficial stresses are controlling the time to initiation,

o Express both laboratory and plant CGR data not only in terms of mean CGR, but above all in
terms of maximum CGR, since it is important to preclude any unanticipated through wall cracking
and leak occurrence,

o For safe plant operation, more emphasis should be given to the improvement of crack initiation
anticipation methodology and to the early detection of incipient cracks in plants, since, so far, a
great emphasis has been given to crack CGR extrapolations from laboratory data.

7.5) Suggested focus for improving the PWSCC return of experience worldwide:

From the French perspective, the recurrence of PWSCC initiation and propagation in the welds
themselves observed abroad would constitute a unique source of return of experience, when the detailed
characteristics of the materials, stresses, and environmental conditions are available in order to better
predict the behavior of similar materials as they age.
A closer attention should be paid to the NDE results, the In Service Inspection programs in the world
concerning the Bottom Head Penetrations, their results, and the qualification of repair methods.

8. CONCLUSIONS

o Precluding leakage:
From the very beginning in 1991, the French Safety Authority did not accept the principle
proposed by some operators in the world to allow leakage through the vessel penetrations and
rely solely on boric acid deposits inspection as a means to detect the degraded components,
since the safety consequences of a leak would strongly depend on the evolution of the leak rate,
thus left uncontrolled, under thermal insulation,
Past experience, the Oconee and Davis Besse cases, illustrate the fact that some leak conditions
would worsen the mere safety case of a longitudinal near through wall ID initiated crack,
Actually, waiting for a leak to occur under insulation materials, all the more in absence of
sensitive leak detectors, would not provide an early warning with regard to the PWSCC status of
a given component, or PWR fleet, to anticipate timely the necessary corrective or mitigation
measures.
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o Regulatory hvdro test:
The first and only, early discovery of a CRDM penetration leak, in France, on Bugey unit 3 in
1991, during the decennial outage, was made possible by the French regulation requirement that
a hydraulic testing, at 207 bars, be performed after 10 years of operation, implying in principle the
removal of the thermal insulation and visual inspection of the external pressure retaining
boundary. The hydro test did fulfil its goal as an in-depth-defence disposition to detect any
through wall defect of the pressure retaining boundary which was unanticipated or at least not
covered by a specific periodic maintenance and surveillance program,

o Considerable R&D to support PWSCC initiation prediction:
The Bugey 3 event has triggered a steady and considerable investigation effort by EDF and

3,12Framatome in France , which started by the reactivation of the proactive project named
"Inconel Zones Review" requested by the French Nuclear Safety organisations.
An enlarged data base has been established to describe empirically a relative relationship
between crack initiation, temperature; heat characteristics, surface "effective' stresses, taking
also into account some effects of the mechanical surface treatment. It has been achieved through
a comprehensive PWSCC laboratory investigation carried out mainly on a large number of heats
of alloy 600 base metal representative of vessel penetrations and other thick components and
also on some alloy 82,182 weld materials.
In a complete review of the various PWSCC prone Inconel Zones for all the 58 PWRs, EDF and
Framatome have tried to feed the estimates of the above quoted parameters in the PWSCC
model and derived some estimates of the time to "detectable crack initiation" mainly for the
purpose to determine "precursor zones" and relative zones ranking,

o Limitations of PWSCC prediction to Inconel Zones ranking:
Despite the sophistication of the descriptive PWSCC models lately developed by EDF and
Framatome-ANP, which in turn require the input of Inconel zones PWSCC characteristics " as
fabricated" and their uncertainties difficult to quantify, IRSN and DGSNR concluded that this
"predictive approach alone " could not provide a reliable absolute prediction of time to cracking or
time for inspection, but rather constitute a rationale to integrate and compare PWSCC data, and
essentially a guide and a ranking tool to set priorities for the definition of the In Service Inspection
(ISI) program,

o Recourse to extensive ISI:
Instead, a policy of comprehensive implementation of the NDE techniques was judged as a
necessary step to ensure safe and controlled soundness of components since the predictability of
PWSCC initiation is confronted to large uncertainties. Once the degradation status of the PWSCC
prone components are established from ISI, a flexible re-inspection program can be adjusted,
using the upper bound values for crack propagation,

o Timely replacement of the PWSCC affected Vessel Heads:
The necessity to repeat a rigorous NDE program all over the remaining life time of the reactor
constitutes an incentive for the operator to resort to a more definitive timely mitigation by
eliminating the most PWSCC prone zones by component total or partial replacement, as
exemplified by EDF policy to replace timely all the vessel heads equipped with alloy 600/182
penetrations,

o Bottom Head Mounted Instrumentation (BMI) Penetrations:
An increased attention should be paid to review the present ISI requirements in all countries
(sampling rate, NDE periodicity for stress relieved and non-stress relieved bottom penetrations) in
the light of some leaks and crack suspicions discovered abroad, pending confirmation that
PWSCC is involved in the degradation of those Inconel zones.
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Belgian Activities on Alloys 600 and 182 Issues

R.Gerard, Ph.Daoust (Tractebel Engineering, Brussels, Belgium)

Abstract

Inspections have been carried out on the RPV head penetrations of the
7 Belgian PWR units since 1992, after cracking of these components
was first discovered in France. This led to the detection of significant
cracking in the base material Inconel 600 of several head penetrations of
a same heat in the Tihange 1 unit in 1998. Crack growth analysis made
it possible to justify the operation for one more 17-month cycle, and in
this period a new head was purchased and installed at the next outage
in 1999. Inspections in other units have shown some indications but to a
lesser extent and with relatively slow growth. The situation is monitored
by regular inspections.

The cracking events in VC Summer and Ringhals in the hot leg nozzle to
piping Inconel welds gave rise to the concern that a similar situation
might occur in the Belgian units, which also have Inconel 182 welds in
the reactor pressure vessel and pressurizer nozzle to safe-ends welds.
A detailed review of the fabrication procedures was performed, as well
as stress analyses to evaluate the operating stress level and fracture
mechanics analyses to evaluate the corrosion crack growth. Flaw
stability and leak rate through a postulated through-wall flaw were
evaluated in a defense-in-depth perspective. These studies concluded
that the situation was relatively favorable for the RPV nozzle to safe-end
welds, but that the pressurizer welds could be more sensitive and
required more frequent inspections.

Introduction

7 nuclear units are operated in Belgium by the Utility Electrabel, all of the PWR type, which
represent a total capacity of more than 5700 MW. In 2002 they generated 57.6% of the
country's electricity. The main characteristics of these units are summarized in Table 1. The
present paper summarizes the activities carried out in Belgium in relation with the Inconel 600
and 182 issues (inspections, analyses, general strategy).
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Unit Netto First NSSS
capcacity(Mw) operation designer

Doel 1 392.5 1974 Westinghouse

Doel 2 392.5 1975 Westinghouse

Doel 3 1006 1982 Framatome

Doel 4 985 1985 Westinghouse

Tihange 1 (1) 962 1975 Framatome

Tihange 2 1008 1983 Framatome

Tihange 3 1015 1985 Westinghouse

(1):owned jointly with EDF (50/50)

Table 1: Characteristics of the Belgian units

Inconel zones in Belgian RPVs

The location of the Inconel zones in Belgian reactor pressure vessels and pressurizers are
summarized in table 2. We have:

* Inconel 600 RPV head penetration and bottom penetrations with Inconel 182 buttering
and welds.

* Inconel 182 buttering and welds at the dissimilar metal welds between the low alloy steel
(SA508 CI.3) of the RPV nozzles and the SA182F316L stainless steel safe-ends. These
welds were stress relieved with the vessels.

* Inconel 182 buttering and welds at the dissimilar metal welds on the pressurizers (surge
line, spray line, safety valves). The buttering was stress relieved with the pressurizers
but the weld itself was made after the final heat treatment.

* On Doel 1-2 reactor pressure vessels (2-loop units), we have in addition two Inconel 600
safety injection nozzles welded on the vessel with Inconel 182 welds.
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Component Part Base Weld Buttering Cladding Units
material

Pressurizer Safe ends X X D3/T2/D4/T3

Partition plate X X D1/D2

Tube X X D1/D2

generator Tubesheet X D3/D4/T3
Drain D4/T3

Safe-ends welds X (82) X (82) T1

Safe ends X X D3/T2/D4/T3

Reactor Bottom penetrations X X X ALL
pressure Core support blocks X X X ALL
vessel

Safety Injection X X X D1/2
nozzles

RPV head Penetrations X X X ALL except

Table 2: location of the Inconel zones in the primary circuit of Belgian units
(D stands for Doel , T for Tihange)

RPV head inspection status (base material)

Inspections have been carried out on the RPV head penetrations of the 7 Belgian PWR units
since 1992, after cracking of these components was first discovered in France. The inspections
carried out on the different units are summarized in table 3, which also gives the number of
operating hours at the time of inspection as well as the operating temperature under the RPV
head. The only case of significant cracking was in Tihange 1, which is described in more details
later and led to the RPV head replacement. Some small cracks were also detected in Doel 1
and 2 RPV heads, and are followed by regular inspections, but the growth of these cracks is
slow, particularly in the depth direction. No indications were detected in the other units, except
one indication in Tihange 3 which cannot be confirmed as a crack and did not evolve in 3
successive inspections. In total 21 RPV head inspections by ET (in some cases combined with
UT for in-depth dimensioning) have been carried out since 1992. Recently high resolution
televisual inspections of the J-groove welds were added to the program.

453



Inspect. Unit Age EFP* To Inspector Inspected Inspect. Results
date * (hours) (0C) penetr. method

Oct. 92 Tihange 1 17 123 000 318 ABB-R 65 ET no crack
(1 indication)

March 98 Tihange 1 23 163 000 318 FRA 65 4- 1 ET 4- UT Several cracks
(1 heat)

Oct. 99 Tihange 1 24 RPV head replaced

Oct. 93 Tihange 2 1 0 81 000 287 ABB-R 65 + 1 ET no crack
March 00 Tihange 2 17 131 000 287 ABB-R 65 + 1 ET no crack
March 93 Tihange 3 8 59 000 318 ABB-R 65 + 2 4- 3 ET no crack
Dec. 96 Tihange 3 1 1 87 000 318 ABB-R 65 + 2 4- 3 ET I indication
June 98 Tihange 3 13 99 000 318 ABB-R 65 4-2 + 3 ET 1 indication
Sept. 01 Tihange 3 16 124 000 318 W-R( 3) 65 + 2 + 3 ET I Indication

No Propagation
Sept. 93 Doel 1 19 137 000 307 W 49 ET no crack

(11 indication)
Aug. 98 Doel 1 24 174 000 307 ABB-R 49 -4 1 ET + UT Several

indications
(small cracks)

Aug. 99 Doel 1 25 182 000 307 ABB-R 1 1 ET 4- UT small cracks
Aug. 01 Doel 1 27 198 000 307 W-R(3) 36 ET '- small cracks

4UT propagation
Sept.03 Doel 1 29 215 000 307 FRA 49 UT

+-visual
(welds)

May 94 Doel 2 19 125 000 307 W 49 ET 4- UT no crack(2)

May 00 Doel 2 25 170 000 307 W-R 49 + 1 ET 4- UT small cracks
June 03 Doel 2 28 194 000 307 FRA 49 UT small scratches

4-visual (not considered
(welds) as cracks)

June 93 Doel 3 10 82 000 287 ABB-R 65 4- 1 ET no crack
April 00 Doel 3 17 134 000 287 ABB-R 654 1 ET no crack
April 94 Doel 4 9 66 000 314 ABB-R 65 + 2 +3 ET no crack
June 99 Doel 4 14 100 000 318 ABB-R 654- 24-3 ET no crack

* At the inspection date
(1) Intercontr6le (IC) and A113-Vingotte
(2) Indications of original defects in the weld due to lack of fusion
(3) ex ABB-R

Table 3: RPV head inspection status (base material)
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Tihange 1 RPV head penetration cracking

The Tihange 1 RPV head exhibited significant cracking in one penetration, with an axial crack
extending below the weld all the way to the bottom of the penetration (figure 1). There was
however a ligament of more than 25 mm remaining between the upper crack tip and the triple
point of the weld (above which a leak would be possible). Other penetrations of the same heat
were affected to a lesser extent. Fracture mechanics and crack growth analyses demonstrated
that the crack would not grow beyond the triple point (which would result in a leak) in the next
17-month cycle and the unit was allowed to restart for one cycle. An inspection of the retired
head in 1999 confirmed that the crack growth was lower than the prediction and there remained
a 20 mm ligament between the crack tip and the triple point. A new head with Inconel 690
penetrations was installed at the next outage in October 1999.

Figure 1

of tenpeeto re ton
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Stress Corrosion crack growth in RPV head penetrations

Based on the few instances where a same crack was monitored in successive inspections in the
Belgian units, quite different crack growth rates were sometimes seen in the depth and length
directions. The length sizing is however rather less reliable than the depth sizing, the
extremities of the flaw being generally very shallow.
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The measured crack propagation was compared to crack propagation equation generally used
in the U.S. for the base material Inconel 600 15]:

da/dt = 2.89 10-12 (K,-9)1 16 m/s (at 3250C)

This equation can be adapted to other temperatures by means of an Arrhenius law with an
activation energy of 130 kJ/mole. Compared to the measures propagation, this law is
conservative for the crack growth in the depth direction, but it underestimates the growth in
length. This evaluation is based on a simple analysis with a constant stress level, but the
difference is too big to be explained by a non uniform stress distribution (especially since
stresses could be expected to decrease rapidly away from the weld). Another point that could
be discussed regarding the crack growth equation is the 1.16 exponent, which is probably
overconservative at high K,, where experimental results indicate a plateau-like behavior.

Bare metal visual inspections

5 units were inspected in 2002 and the last one in 2003. (Tihange 1 will not be inspected in the
near future since the head was replaced in 1999). Even though the accessibility was not always
as good as on figure 2 and it was not always possible to inspect visually 100% of the surface,
the heads were generally clean with locally some rusty streaks or small boric acid crystals
attributed to previous canopy seals leaks. No evidence of RPV head corrosion was seen.
The heads that could not be visually inspected at 100%, or where some of boric acid traces
from canopy leaks made the interpretation more difficult, will be reinspected at the next outage.

Figure 2
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Equivalent degradation years

The Belgian units were evaluated in terms of 'Equivalent degradation years" in accordance with
the MRP procedure ( by converting the Equivalent Full Power Years at the effective RPV head
operating temperature to 'Equivalent Degradation Years" at a reference temperature of 316"C,
by means of an Arrhenius law with an activation energy for crack initiation of 209 kJ/mole).
Based on the results, the units can be ranked by susceptibility. The results of the evaluation are
given in table 4.

Even though the EDY were quite high for Tihange 1 when the RPV head was replaced, there
was no leak at that time and the ligament between the crack tip and the triple point of the weld
was still more than 25 mm, which means that even with very conservative crack growth rates
the RPV head could have operated for at least 3 additional cycles before a leak would have
occurred.

Unit Temperature EDY

Tihange2 - Doel 3 287 1.9
Doel 1-2 307 12.7-11.6

Tihange 3 - Doel 4 318 18.3-17.6
Tihange 1 (head replaced 318 24

in1999)
Tihange 1 (new head) 318 4

Table 4: Equivalent degradation years for the Belgian units

Other components in Inconel 600

Inspections were also carried out on other Inconel 600/182 components, namely the safety
injection nozzles and the bottom penetrations in Doel I and 2. Since these components are at
the cold leg temperature (287"C), the risk of cracking and the crack propagation rate in case of
cracking are significantly reduced. Regarding the bottom penetrations, there were some
indications interpreted as fabrication defects (lack of fusion) at the weld/base metal interface.

There are some small surface indications in the safety injection welds, but they are not critical
due to the relatively low stress level and low temperature. In addition, there are fabrication
defects of the 'lack of fusion" type at the weld/base metal interface. The inspection plans for the
Bottom Mounted Instrumentation penetrations are currently being re-evaluated, following the
discovery of leaking penetrations at South Texas unit 1. The details of the inspections are
summarized in table 5.
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Inspect. Unit Age EFP* To Inspecto Inspected Inspect. Results
date * hours (0C) r penetr. technique

BMI Penetrations
May 95 Doel 2 20 132 287 TRC 13 ET + UT no crack(2)

000

May 00 Doel 2 25 170 287 W-TRC 13 ET + UT no crack(2)
000

SI Nozzles
Oct. 95 Doel 1 21 152 287 (1) 2 UT no crack(2)

000

August 99 Doel 1 25 182 287 IC 2 ET + UT small surface
000 indication + (2)

May 00 Doel 2 25 170 287 IC 2 ET + UT small surface
000 indication + (2)

* At the inspection date
(1) Intercontr6le (IC) and AlB-Vingotte
(2) Indications of original defects in the weld due to lack of fusion

Table 5: Inspection status of other components in Inconel 600

Alloy 182 safe-ends welds

The cracking events at VC Summer and Ringhals in the hot leg nozzle to piping Inconel welds
gave rise to the concern that a similar situation might occur in the Belgian units, which also have
Inconel 182 welds in the reactor pressure vessel and pressurizer nozzle to safe-ends welds in
the Doel 3 - Tihange 2 and Doel 4 - Tihange 3 units (the older units Doel 1-2 and Tihange 1
have stainless steel buttering and welds). The new Tihange 1 steam generators, installed in
1995, also have Inconel welds but in this case they are alloy 82, expected to be less sensitive to
cracking than alloy 182.

A detailed review of the fabrication procedures was performed, in order to identify weld repairs
and heat treatments carried out in fabrication. This review showed that for the reactor pressure
vessels, all the welds were made prior to the final heat treatment and stress-relieved with the
vessels. All repairs were made before the final heat treatment, except in one specific case,
which is fortunately on a cold leg.

For the pressurizer welds, the buttering was made before the final heat treatment and stress
relieved, but the weld itself was performed after and is not stress relieved. Combined with the
higher temperature, this obviously makes the pressurizer welds a more sensitive location which
deserves enhanced inspections.
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Finite element stress analyses were performed for all dissimilar metal welds with alloy 182, in
order to evaluate the normal operating stresses. Residual stress solutions available from the
literature for such relatively simple configurations were added to the operating stresses. A more
precise analysis including residual stress determination by welding process modeling is under
way. The stress analyses show very clearly that the hoop stresses are much larger than the
axial stresses, which is in agreement with the axial orientation of the defects detected in VC
Summer and Ringhals. This is also reassuring, since it makes a circumfe[Ential defect less
likely than an axial defect and does not invalidate the Leak Before Break analyses performed
on the primary loop piping.

Based on the calculated stresses, on the operating temperature, on the existence of weld
repairs and of course on the operating time, a semi-empirical ranking of the different locations
was made. Not surprisingly, this exercise identified the pressurizer to surge line welds as the
most critical locations, especially in Tihange 2 were a repair was made in fabrication. Even
though this repair was made from the outside and did not affect the inside surface, it could
influence the residual stress distribution in an unpredictable way, and it was considered
conservatively that the effect could be detrimental. The stress level in these welds reaches 300
to 350 MPa at the inside surface, which is close to the 350 MPa generally considered as a
threshold for the initiation of cracking in Inconel 182.

The second most critical locations are the Inconel 182 welds on the 4" and 6" lines (spray and
safety valves) on the pressurizer upper head. The risk of cracking is basically identical to the
surge line weld, but the potential consequences of a failure are smaller due to the smaller
diameter. The next position in the ranking is occupied by the RPV hot leg nozzle to piping
welds, and we included also in this group the cold led weld where a repair was made after the
final heat treatment. In these welds, the hoop stress level is of the order of 220 MPa at the
inside surface, which is sufficiently below the 350 MPa threshold to consider a crack initiation
unlikely. In the last group, we find the other RPV cold leg welds, where the hoop stresses are
comparable or lower and where the lower temperature makes initiation even more unlikely.

Defect Tolerance Analyses were performed for the RPV outlet nozzle and Pressurizer nozzles
welds in order to evaluate the size of acceptable defects as a function of the inspection interval,
and to define the qualification objectives for the inspection procedure. This raised the question
of the crack growth equation to be used. A review of the information available in the open
literature quickly showed that the experimental data on Inconel 182 cracking is rather scarce,
which reflects the generally good service experience with this material up to now. In addition
the crack growth data that is available covers only a limited range in K1. Although the
databases used for evaluations in the U.S, in Sweden and in France contain to a significant
extent the same data, it can be interpreted in very different ways.

In the U.S., the mathematical form of the Scott's equation (established initially for Inconel 600)
was used, with a K, threshold of 9 MPa1m and an exponent of 1.16. The justification for that is
very limited, and this choice seems mainly motivated by the fact that there is not enough Inconel
182 data to define a specific expression for this material. In the justification for VC Summer [1],
a coefficient of 1.4 10-11 was proposed, but in the Safety Evaluation Report [2] the NRC required
to increase this coefficient by 1.5, leading to the following expression:

da/dt = 2.1 10-11 (K,-9)11' 6 m/s (at 323"C)

A different expression was used in Sweden for the justifications performed for Ringhals [41. The
expression is given for a temperature of 320"C (these value must be increased by a factor 1.14
to convert of a temperature of 323"C, based on an Arrhenius law with an activation energy of
130 kJ/mole):
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da/dt = 5.70 1 -20 K, 9.3 mm/s for K, < 25 MPa'Im

da/dt = 6.00 10-7 mm/s for K, > 25 MPa'lm

EDF proposed in [3] a more complex expression, taking into account the cold work, stress-
relieved or non stress-relieved condition, orientation and type of loading (cyclic or constant
loading). For a non stress-relieved weld with cyclic loading and orientation parallel to the
dendrites (most penalizing combination), this leads for a temperature of 3230 C to the following
expression:

da/dt = 4. 10.10 (KI-9)01 m/s (at 323CC)

The different equations are compared on figure 3, which shows very clearly that the US
equation leads to very penalizing results for high K,, while both the French and the Swedish
laws indicate a plateau-like behavior and lead to results that are in good agreement above 25
MPa',m, but differ considerably below.

Figure 3

Upper bound crack growth rates - Inconel 182 at 3230 C
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Even for the RPV outlet nozzle weld, where the stresses and temperatures are moderate, the
analysis based on the crack growth equation recommended by the US NRC for the VC Summer
case results in small acceptable defects and fast crack growth rate once a defect is initiated. In
the absence of a defect, the situation can be considered as relatively safe since the initiation in
Inconel 182 is unlikely for the stress level present at the inside surface. The axial stresses are
much lower that the hoop stresses, which is in agreement with the axial orientation of the cracks
found in Ringhals and VC Summer.
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For the pressurizer welds, the temperature is close to 345"C, which leads to an acceleration
factor of 2.54 as compared to the equations established at 323"C. Combined with a rather high
hoop stress level (due mainly to the contribution of the residual stresses, since the weld is not
stress relieved), this leads to acceptable crack sizes that are extremely small for the axial
cracks. The situation is much better for the circumferential cracks due to the much lower
stresses in the axial direction.

Any axial crack of more that a few mm in depth leads to very fast crack growth and reaches the
maximum acceptable crack size in a few months, especially with the "NRC" equation with its
continuous increase in crack growth rates. This results from the very conservative nature of
these equations, which are designed to be an absolute upper bound. In reality, the scatter in
da/dt is such that the real growth rates could very well be a factor 100 lower. Postulating an
existing flaw is also very detrimental since the material is very resistant to initiation for stresses
below 350 MPa. This means that it would be totally unrealistic to define an inspection schedule
based on these results. It shows on the other hand that it is also not acceptable to stick with the
ASME Xl inspection frequencies and that an enhanced inspection (in terms of frequency as well
as performance) of the pressurizer welds is necessary.

As a result of this evaluation, the inspection schedule of the Belgian units was modified to
inspect the pressurizer welds earlier than initially foreseen, using a qualified automated UT
technique. This led in Tihange 2 to the discovery in October 2002 of a small axial flaw at the
inside surface, of 4x26 mm approximate size. The flaw is located close to the repair made in
fabrication, and might well be a fabrication defect that was undetected at the time. On the other
hand, we cannot exclude the possibility of a PWSCC crack. In both cases, calculating the crack
growth using the different equations currently available leads to very penalizing results and the
crack is predicted to go through-wall in a matter of months.

The flaw stability of a postulated through-wall axial flaw in an RPV outlet nozzle to safe-end
weld (limited to the Inconel 182 metal) was evaluated in a defense-in-depth perspective, as well
as the leak rate through this crack (figures 4 and 5). These studies concluded that the through-
wall crack was stable with large margins for a crack in the outlet or inlet RPV nozzle to safe-end
weld, but that the leak rate would be very small. Parametric studies performed for different
number of IGSCC crack turns and surface roughness yielded leak rates of an order of 2-5
kg/hour. The analysis was extrapolated to the pressurizer surge nozzle to safe-end weld.
Although the stability of the through-wall crack was still ensured, the margins were lower than
for the RPV nozzles. On the other hand the leak rate is about 5 to 6 times larger and could be
at the limit of detectability by the existing systems (at least for a sufficiently long observation
time).

On the basis of these analyses, the Safety Authorities gave the green light for the restart of the
unit for six months, an inspection being scheduled at mid-cycle in May 2003. In the meantime,
the Mechanical Stress Improvement Process (MSIP, AEA patented process to mechanically
contract the pipe on one side of the weld, replacing the residual tensile stresses with
compressive stresses) was validated for application on the pressurizer to nozzle weld. Repair
techniques are also investigated.

The weld was reinspected in May 2003 and no evolution was detected. It will be inspected
again in October 2003.
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Figure 4 Figure 5
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Strategy

• For the reactor pressure vessel heads, the only case with extensive cracking was
replaced in 1999 in Tihange 1. For the other units, inspections are carried out at
frequent intervals to detect and follow any crack growth. No systematic preventive
replacement is contemplated for the present time, but the repair/replacement options are
being evaluated. For the J-groove welds, high resolution visual inspections are
implemented since the 2003 inspections.

* For the BMI, the current policy was up to now to follow the ASME 151 programs. This is
presently being reevaluated following the South Texas event

* For the reactor pressure vessel and pressurizer dissimilar metal welds, detailed stress
and defect tolerance analyses were performed. A ranking of the most sensitive locations
was made and the inspections program was enhanced accordingly. More precise
evaluations of the welding residual stresses are planned or under way.

* For the other locations, the ASME ISI program is followed.

Conclusions

In conclusion, a RIPV head penetration inspection program is in place since 1992 in the Belgian
units and 21 inspections have been performed to date. Due to the significant cracking detected
in Tihange 1 in 1998, the head was replaced in 1999. Small indications in other units are
followed by regular inspections but the growth of these indications (if any) is slow.

A significant program on Inconel 182 safe-end welds started after VC Summer event and
involves fracture mechanics analyses, a ranking of the most critical locations and increased
inspections. These analyses show that the pressurizer safe end welds are the most critical
location since they are not stress relieved, and combine high residual stresses and high
operating temperature.
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Increased inspections were implemented on these welds, which led to the detection of a small
indication in Tihange 2 surge line weld in October 2002. Defence-in-depth analysis of through-
wall axial crack shows it would remain stable. A new inspection six months later did not show
any evolution, and this indication might very well be a fabrication defect present since the
beginning. The weld will be inspected again in October 2003. The Mechanical Stress
Improvement process was qualified for application on this weld, by extensive stress analysis
and validation on a mock-up, and the necessary equipment is available. Possible repair
techniques are being evaluated and the necessary materials were purchased preventively.

This proactive inspection and analysis program made it possible to detect defects early on, well
before they could lead to a leak.
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German Experience with RPV Head Penetrations

R. Bartsch, Nuclear Power Plant Obrigheim, Germany
R. Kilian, U. Wesseling, M. Winter, K. Degmayr, Framatome ANP GmbH, Germany

Summary

The 357 MW nuclear power plant Obrigheim (KWO) has been operated successfully and safely for the
last 35 years. The design of its reactor pressure vessel head penetrations is comparable to those
plants in which failures have occurred in the same area. Since the first occurrence of this type of
failure in 1991 in France many investigations, inspections and measurements have been performed in
Obrigheim to maintain and confirm the integrity of these components. The material quality,
manufacturing process, design of the nozzle flanges, and low in-service loads are the contributors to
the failure-free operation of the Alloy 600 nozzles. Two special local leakage indication systems have
been installed on the vessel head and in the area of the nozzle flanges to complement the global leak
detection system. In addition, the unrestricted access to the nozzles during outages as well as the
non-destructive testing techniques used on the vessel head and the nozzles enable a continuous
confirmation of the integrity of these components. Over the past 20 years only a few instances of very
small flange leaks have occurred, and to date no crack indications have been detected in the nozzles
or the vessel head.

With the exception of the NPP Obrigheim, the Siemens/KWU PWR designed plants exhibit
fundamental differences with respect to design, materials and manufacturing/fabrication of head
penetration nozzles in comparison to plants of other NPP suppliers. The primary difference in the
choice of material is the use of extruded compound piping comprising a carbon steel tube with a Type
347 cladding for all surfaces exposed to the coolant. Structural differences primarily include a
threaded rather than a shrink fitted design for the head penetrations. None of the inspections of
Siemens/KWU plants have detected any indications.
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I INTRODUCTION

As one of the first units in Germany, the nuclear power plant Obrigheim (KWO, see Figure 1) is a
Westinghouse licensed 2-loop plant that began commercial operation in 1968. It has been running
for more than 35 years with high availability.

Although the head penetration design is basically comparable to designs of plants that have
experienced leakages at those locations in recent years, similar failures have not been observed at
KWO. The following paragraphs summarize the investigations and actions taken to confirm the
structural integrity of the RPV head penetrations at KWO. The time frame covers a period from the
initial occurrence of CRDM nozzle cracking at Bugey 3 in 1991 until the KWO outage performed in
2002.

The in-service experience with other Siemens/KWU PWR plants since NPP Stade which have a
different design for the CRDM nozzles, is outlined as well.

PWR plant Country Year of Start up MWe Gross/Net

i Germa 198 . 357/340

StadeGermany 1972 672/640

Biblis A Germany 1974 1204/1146

Biblis B Germany 1976 1300/1240

Neckar I Germany 1976 840/ 785

Unterweser Germany 1978 1300/1230

Grafenrheinfeld Germany 1981 1300/1235

Grohnde Germany 1984 1395/1325

Philippsburg 2 Germany 1984 1349/1268

Brokdorf Germany 1986 1395/1326

Isar 2 Germany 1988 1400/1320

msland Germany 1988 1341/1270

Neckar 2 Germany 1989 1360/1225

Borssele Netherlands 1973 481/449

tucha I Argentina 1974 357/335

G6sgen Switzerland 1979 1020 / 970

Trilid Spain 1988 1066/1000

4ngra 2 Brazil 2000 1309/1229

Figure 1 NPPs with PWRs and Year of Start-Ups built by Siemens/KWU
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iI RVP HEAD PENETRATION NOZZLES AT KWO

II.A Materials and Manufacturing Process

The total of 49 head penetrations were manufactured from Alloy 600 with an OD of 85 mm and a
wall thickness of 10 mm. These dimensions are significantly smaller compared to similar plants. The
tubing manufacturing process included a seamless extrusion (hot-forming) followed by solution
annealing at 10500C. Thus the manufacturing-related residual stresses and SCC susceptibility were
minimized.
The welding of head penetrations into the RPV head was performed without buttering, using an Alloy
82/182 consumable, which is comparable to other plants of similar design. The substantial effort, and
what is believed to be the most decisive counter-measure to reduce SCC susceptibility, was a stress
relief annealing of the entire head for 10 hours at 600 OC. This post weld heat treatment (PWHT) was
performed after all penetrations were welded and therefore greatly reduced residual stresses.
Due to the angular position of head penetrations at the very outer circumference compared to the
inner RPV surface the welds are relatively non-symmetrical (Figure 2). This resulted in non-
symmetrical shrinkage and ovality of penetration tubing up to 2mm. This in turn generated hoop
stresses, that reached levels well beyond the yield strength if not properly stress relieved annealed.
Thus, in the early 1990's the first cracking in plants Bugey 3, Bugey 4 and Fessenheim occurred
exclusively in penetrations located at the outer circumference of the RPV head. At KWO these
penetration locations are to date free of cracking.

KWO-Centre Penetration KWO-Outer Peneteratlan

22 NIMoCr3 7
buftered 1.4551

Figure 2 Weld layout at different locations of head penetrations in the RPV head

467



11.B Operational Loading

In combination with a detailed finite element analysis (FEA) an operating temperature of 2950C of
the weld area at the penetrations was calculated. In comparison to plants that have suffered from
cracking the operating temperature at KWO is approximately 20 K lower resulting in a significantly
decreased probability of stress corrosion cracking.

The combined effects of pressure testing, normal operation and the state of assembly were taken
into account in order to determine operational hoop stresses. These were calculated to be at levels
of approximately 200 MPa (located at weld areas). This corresponds to approximately 75 % of the
material's yield strength in the solution-annealed condition.

Fatigue analysis of the penetration weld area for a 40 year service life showed a 24% utilization of
the component's fatigue life. The calculation included conservative assumptions with respect to the
type and frequency of load transients. In total the mechanical loading of penetration tubing is
relatively low.

IL.C Assessment of PWSCC Behavior

It is well known that Alloy 600 is susceptible to PWSCC. One of the most important factors affecting
the PWSCC behavior is the microstructure. Mill annealing at sufficiently high temperatures (>
1000"C) maintains enough carbon in solid solution resulting in low transgranular precipitation and
with preferential grain-boundary carbide precipitation. A subsequent heat treatment at 700 0C for
several hours (thermally treated) results in semicontinuous grain-boundary precipitations and
improves PWSCC resistance.

In KWO the susceptibility of Alloy 600 as well as of Alloy 182 to PWSCC is reduced by PWHT. The
magnitude of residual stresses is reduced down to a level that is considered not high enough for
initiating PWSCC (or only after a very long time). Looking at the issue from a materials point of view,
the low stress level at KWO head penetrations is one of the decisive criteria for the resistance to
stress corrosion cracking at this location.

Due to carbide precipitation during mill annealing at 10500C and during heat treatment at 6000C the
PWSCC resistance of Alloy 600 is increased (roughly TT condition versus MA condition). This effect
is confirmed by several investigations on 'thermally treated" Alloy 600 and 690 material ('RUB' - split
tube reverse U-bend-specimens in high temperature water), see e. g. [1].

According to published literature, potential crack propagation due to SCC in heat treated Alloy 600 in
typical PWR coolant at a temperature of 3100C showed rates of approximately 1 mm/year [2].

Similar behavior can be stated for Alloy 182 weldments. The magnitude of residual stresses is also
reduced by PWHT. A stress relief heat treatment seems also to have beneficial effects on reducing
crack growth rates (CGR) [2], as shown in Figure 3. Considering the operation temperature of KWO
(295 0C), CGRs in the range of I mmlyear can be estimated for heat treated Alloy 182.

Considering the wall thickness of 10 mm for the nozzle and the frequency of KWO inspections, a
crack will always be detected before becoming a through-wall defect causing leakage.
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Figure 3 Effects of heat treatment on SCC susceptibility of Alloy 182 [2], results of CGR tests
carried out in primary water at 330 0C and an initial K, of 20 MPaKm

11.0 Leakage Detection

The only leakage that has been observed in the upper head area at KWO did not originate from the
CRDM nozzle tubing but from the flange gasket located at the upper end of the penetration. This
gasket, made from martensitic stainless steel exhibited corrosion resulting in four minimal leakages
up to approximately 20 I/day (which corresponds to 0.004gpm). In 1996 all conical gaskets were
replaced and no further leakages have been detected since.

At KWO the sensitivity for leakages originating from the primary circuit is very high and several
global and local detection systems are available. On a global scale the plant environment is
monitored with respect to inert gas activity, temperature and humidity/condensate levels in air
recirculation coolers. Additionally, in the case of a suspected leakage, sampling and detailed
examination of the plant environment is performed up to three times a day.

For local leakage monitoring of penetration flanges, the very sensitive system BLISS (dartec
Leakage Indication Sensor System) is installed that can detect volumes of water as low as 1 cm3

(corresponding to 0.00026 gal), see Figure 4. In addition, another very sensitive system FLUS
(Eeuchte Leckage Qberwachungs System - Humidity Leakage Monitoring System) is installed on the
RPV head amongst the protruding penetrations, see Figure 5. This system allows both the detection
of actual leakage rates and location of the problem area. This system detects leak rates as low as
1 liter/hour (corresponds to 0.0042 gpm).
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Figure 4 BLISS Sensor Cable installed on RPV Head
''I~* > -,

Figure 5 FLOSS Sensor Hose installed on RPV head of KWO
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I.E Inspection and Testing

The RPV head is equipped with a removable insulation cover allowing thorough visual inspection of
all components with respect to leak-tightness and boric acid deposits during the annual plant outage.

In the years 1994 and 2000 all penetration nozzles were inspected using eddy current techniques
and no indications were detected. Closure head ligaments were inspected using ultrasonic testing
(phased array technique of 100 % volume). The primary focus during this inspection was on failures
possibly initiating from the bores of the nozzles. This type of testing has been performed at four year
intervals since 1976. No indications of failures were found.
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III SIEMENS/KWU PWR PLANTS OTHER THAN KWO

With respect to stress corrosion cracking of Alloy 600 head penetrations all other German PWR
plants have been considered, as well.

There are fundamental differences in design, choice of material and thus corrosion behavior
between these PWRs and those that have experienced cracking.

Ill.A Materials and Manufacturing Process

In German PWR plants all head penetrations are manufactured from extruded compound tubes with
a load bearing substrate equivalent to carbon steel, German designation St 52-4, in the quenched
and tempered condition. The cladding bonded by an extrusion process has a thickness of 2,5 mm
and is manufactured from Nb-stabilized austenitic stainless steel, German material No. 1.4550
(corresponding to Type AISI 347 stainless steel). The head penetration ends are fully buttered with
the Nb-stabilized austenitic stainless steel (welding consumable for Type 347 stainless steel), see
Figure 6. After manufacturing/fabrication the penetration nozzles are stress relief annealed.

., O.2.

Flange
Nb-stabilized SS

Weld
Nb-stabilzed SS (root)
Inconel 82 (filling passes)

Compound tube
Carbon Steel St 52.4
Nb-stabilized SS

RPV Head '
Wth screwd in nozzle
and J-groove weld

-End of Noule
Nb-stabilzed SS buttering

Figure 6 Head Penetration Nozzles:
Compound tube St 52.4/1.4550;
end of nozzle buttered with
Nb-stabilized austenitic SS

Figure 7 Section of RPV head with
screwed-in and seal welded
nozzle end
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The essential difference in design lies in the fact that the penetrations are not shrink fitted but
threaded and seal welded into the RPV head, see Figure 7. The weld preparation of the internally
cladded RPV head includes buttering with Nb-stabilized stainless steel followed by the actual
welding which was also performed with a Nb-stabilized welding consumable.

This results in a clear separation of tasks. The threaded portion of the penetration tubing bears
operational loads whereas the weld is solely responsible for sealing purposes. This particular design
and the manufacturing sequence allows the joining of individual stress relieved, ready-machined
components with only minor residual stresses resulting from fabrication.

With respect to the failure mechanism for the Alloy 600 penetrations, an essential design feature is
the cladding of all coolant exposed surfaces with the Nb-stabilized stainless steel. This material
exhibits SCC resistance under PWR primary circuit conditions.

lll.B Flange Connection

The flange connections of control rod and core instrumentation nozzles are equipped with a double
gasket (inner and outer gasket) manufactured from the Ti-stabilized austenitic stainless steel
German material No. 1.4541 (corresponding to Type AISI 321 stainless steel) as shown in Figure 8.
Every flange connections is equipped with a testing line enabling leak-tightness testing with vacuum
techniques (see Figure 9).

Figure 8 Flange design
with double gasket

Figure 9 testing line connection
for leak-tightness testing

To date, leakage at the core instrumentation nozzles has been detected once during a pressure
increase during leak-tightness testing of the RPV head. The actual detection was the result of
aerosol activity and repeated starting of the sump pump. The reason for this malfunction was an
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improper assembly of the flange connection. Correct re-assembly (opening, cleaning and gasket
replacement) led to satisfactory results. No damage of the carbon steel components caused by this
.single event" wetting were recorded.

11.0C Inspections and Findings

In the context of evaluating the RPV head a comprehensive annual visual inspection is conducted
during the outage. As can be seen in Figure 10 and Figure 11, there are no constraints from
encasings or insulation material. Boric acid deposits, even very small ones, would have been
detected with certainty.

As stipulated in KTA 3201.4 non-destructive testing is conducted at intervals of 4 and 5 years,
respectively. Since 1989 ultrasonic testing (phased array technique) is being utilized to inspect
closure head ligaments of the entire internal and external RPV head surfaces.

No inspections conducted at Siemens/KWU plants have revealed any reportable indications.

Figure 10 RPV head on its storage location during outage
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Figure 11 Good accessibility to RPV head penetrations in Siemens/KWU plants
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IV SUMMARY

The structural integrity of head penetrations at the NPP Obrigheim is considered sound because of
the following facts:

* thermal history of penetration material included a solution and stress relief annealing resulting
in a low level of residual stresses and less susceptible microstructure

* good accessibility allowing regular visual and comprehensive non-destructive inspections

* sensitive leakage detection systems on a local and global scale.

Therefore it can be concluded that cracking of Alloy 600 CRDM nozzles, as encountered in other
plants of similar design is very unlikely to occur in the NPP Obrigheim.

All other German PWR plants exhibit fundamental differences in upper head design and choice of
material. Cladding of all surfaces exposed to the coolant with Nb-stabilized stainless steel material
No. 1.4550 greatly reduces the SCC susceptibility. Individual stress reliefing of penetrations, in
combination with a threaded versus a shrink-fitted design has minimized residual stresses. Based on
the current state of knowledge susceptibility to IGSCC in head penetrations and leaks in those areas
cannot be envisaged.
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Activities on Alloy 600 Cracking of PWRs in Japan

Masahiko Toyoda, Seiji Asada and Nobuyuki Hori
Kobe Shipyard and Machinery Works, Mitsubishi Heavy Industries, LTD.

Abstract

This paper introduces an assessment of and maintenance programs on
PWSCC of Alloy 600 for reactor vessel head (RVH) penetrations and bottom

mounted instrumentation (BMI) nozzles in Japan.

[RVH Penetration Nozzles]
RVHs for 11 plants have been replaced and T-cold conversion has been
adopted in the 11 other plants as a mitigation measurement.
Non-destructive inspections (ECT for nozzles) for 6 plants in which T-cold

conversion has been adopted were performed in 1993 and 1994, and no
indication was detected. Some of these plants are scheduled to implement

inspections of vessel head penetration nozzles and the J-welds in the future.

[BMI Nozzles]
It has been assessed that BMI nozzles for Japanese PWR plants are
potentially susceptible to PWSCC and mitigation of PWSCC is needed to
maintain integrity until the end of plant life. ECT inspection and water jet
peening technology for BMI nozzles have been performed as a mitigation

method for preventing PWSCC before the estimated initiation time for
PWSCC. Moreover, an emergency repair method and a replacement

technology have been developed in case leakage from the BMI nozzles is
encountered.

[Hot Leg Nozzles]
Following the observation of cracking at V.C.Summer, UT from the inside or
outside of the hot leg nozzles has been performed and no indication has been
reported to date. In case a need for emergency repairs arises, a spool piece
replacement technology and installation equipment have been developed.
Water jet peening technology as a mitigation measurement is also under

development.
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1. Introduction

PWSCC of alloy 600 became an issue in the beginning of 1986 in the small-diameter tubes of

pressurizers designed by Combustion Engineering (after first appearing in the heat transfer

tubes of steam generators). Then in 1991, a small leak was found on the outer surface of the

upper head of Bugey Unit 3 in France, which turned out to have been caused by cracking of

an upper head nozzle by PWSCC. Domestically, the PWSCC event at Bugey Unit 3 caused

much concern and therefore countermeasures were taken to replace the upper heads of some

reactors or lower the operating temperature of others.

In the context of upper head nozzle PWSCC, alloy 600 (including weld metal) was studied

further and the data obtained showed that the weld metal is more susceptible to cracking than

the base metal. However, cracks in the weld metal of operating plants had not been found

until PWSCC cracks were identified at Ringhals Units 3 and 4 and at the V. C. Summer

reactor vessel outlet nozzle safe end in 2000.

PWSCC is affected not only by weld residual stress but also by surface finish (buffing,

machining process, etc), and its evaluation has not been clarified sufficiently. Since V. C.

Summer, however, PWSCC cracks of alloy 600 weld metal have been reported in the upper

head J-welds of some U.S. plants, and it seems evident that it is indispensable to maintain the

integrity of alloy 600 components which is not only base metal but also weld metal.

In this review, an introduction relative to the current status of PWSCC evaluations and

preventive maintenance is given for the reactor vessel pressure boundary locations using alloy

600.

2. PWSCC susceptibility evaluation and maintenance program for components using alloy 600.

Sections of the reactor vessel pressure boundary using alloy 600 are as shown in Fig. 1.

Table I summarizes our evaluation of the PWSCC susceptibility and required maintenance

measures for each of these sections.
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2.1 Upper head nozzle

In the U. S. and Europe, a number of cracks caused by PWSCC of upper head nozzles,

including some leading to leakage, have been reported, while cracks at J-welds have also

been observed. Domestically, on the other hand, some slight roughness has been observed

in the base metal of nozzle in an investigation of the old retired upper head at Takahama Unit

2.

In the stress evaluation of the relevant sections, the base metal of the nozzle and the J-weld

are both under a tensile stress exceeding the yield stress. The surface of the J-weld,

however, is thought to be under a compressive stress due to pre-service buffing. The

operating temperature has also been reduced to T-cold. In the PWSCC sensitivity evaluation,

the base metal is deemed sensitive while the J-weld has low sensitivity. As regards

countermeasures taken so far, 11 plants have been replaced with the upper heads employing

alloy 690 nozzles. Newer plants have implemented T-cold conversion. Also in the period

1993 through 1994, ECT of the nozzle base metal was carried out at 6 plants, with no

indication being detected. There has been no request so far for inspection from Japanese

regulator At several T-cold plants, however, inspections of upper head nozzles and J-welds

are planned.

2.2 BMI nozzle

Domestically following ECT of the BMI nozzle base metal, a small indication was detected

at Takahama Unit 1. In the U. S., Ieaks were found in two nozzles at South Texas Unit land

other axial defects were detected in the base metal.

According to a stress evaluation, the nozzle base metal and J-welds are both under a

tensile stress exceeding the yield stress. The surface of the J-weld, however, is thought to

be under a compressive stress due to pre-service buffing and the temperature is T-cold. As

regards the evaluation of PWSCC sensitivity, the base metal is judged to be sensitive while
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the J-weld is considered to have low sensitivity.

Concerning inspection and preventive maintenance measures taken so far, ECT from the

internal surface and Water Jet Peening (WJP) technology have been developed for the BMI

nozzle base metal('), and have been applied to 7 plants so far. Fig. 2 shows the concept of

WJP applied to the internal surface of the nozzle and the application system. Fig. 3 shows

that residual stress down to a depth of more than 0.5 mm from surface layer can be improved

into compression by WJP. The inspection technology and WJP for the J-welds are now

under development.

For the emergency repair method in case any defect is found, a cap repair technique from

the outer vessel surface has been developed. Fig. 4 shows the concept of the cap repair

method. In this case, a Type 316SS cap is welded to the BMI using existing Inconel cladding

on the outer surface side of the BMI vessel penetration, so that a new pressure boundary may

be formed. A BMI replacement technology has also been developed.

2.3 Outlet nozzle safe end

Cracks due to PWSCC were found in the outlet nozzle safe end welds at V. C. Summer in

the U. S. and at Ringhals Units 3 & 4 in Sweden. Domestically, on the other hand, UT from

the nozzle inner/outer surfaces is being used and so far no indications have been detected.

As to the stress evaluation, the stress seems to be tensile and close to the yield stress while

the temperature is T-hot. Evaluation of the PWSCC susceptibility has indicated that this

component is potentially sensitive to cracking.

For possible maintenance measures devised so far, a spool piece replacement technology

and its installation methodology have been developed as an emergency repair in the event

that any defect is found. WJP technology from the inner surface of nozzles is now under

development as a mitigation measurement. Fig. 5 shows the concept of the WJP technology

for the inner surface of the outlet/inlet nozzle safe end.
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3. Summary

In this review, the current situation in Japan relating to the evaluation of PWSCC and

maintenance measures for alloy 600 have been introduced and described, in particular, for the

pressure boundary locations of the reactor vessel.

In many cases, it takes a long time to restore public confidence and carry out repairs if

component cracking occurs in Japan. It is important, therefore, to be able to predict service

life and to take preventive maintenance measures. PWSCC of alloy 600 is, above all, a

generic issue for PWR plants and it is essential, therefore, to discuss and prepare preventive

measures for maintenance based on an evaluation of the risk of PWSCC occurring.

Evaluation of PWSCC service life has been attempted for alloy 600 base metal and mitigation

measures have been partially applied to actual plants. In the future, it is believed to be a very

important issue as to how to evaluate PWSCC and the mitigation techniques to be applied to

the J-welds and safe end welds.
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Fig.1 Alloy 600 components of the RV pressure boundary

Table 1 PWSCC susceptibility evaluation and maintenance measures

[I:Ready for field application RVHPenetrationNozzle BMINozzle Hot Leg
E: Under development Base metal J - weld Base metal J - weld Nozzle

1 a Takahama No Indication Takahama #1 No Indication No Indicationapan #2 (cl mm) In Inspected (OImm?) In Inspected in Inspected

Cracking US & M an1 South Texas I V C.Summer
Europe Many Morltant10 (under No report Ringhalspla ts investigation) I _ _ _ _ _ _ _ _ _ _ _ _

Stress Tension
( > ay)

Tension
(>ay)

(Surface:
Compression)

Tension
(> ay)

Tension

( > ay)
(Surface:

Compression)

Nearly equal
to DyPWSCC

Assessment
Temperature Converted from T-hot to T-cold I T-cold [ T-hot

Susceptibility

Inspection Technique

Application

Mitigation

Counter Measure or
Contingency

Moderate I Low Moderate I Low Moderate
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Fig.2 Concept of WJP for BMI nozzle and the system
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Fig.3 Results of residual stress measurement before and after WJP
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Abstract
During the last decade, shallow defects has been monitored in the Alloy 600
vessel head penetrations of the most modem Swedish PWR stations, Ringhals
units 3 and 4. Within the control order that was applicable until the issuance of
the regulatory guide SKIFs 1994:1, the interval of these control areas was
inspection every third year. As part of the current control order, a more rigid
system regarding both the inspections methodology, i.e. "qualified inspection
systems" and the reasoning behind the inspection program, i.e. defect tolerance
analyses has been introduced.

A major part of any defect tolerance analysis is a crack growth rate assessment
with respect to elapsed time. A large effort has been made to enable reasonable
inspection interval with respect to crack growth in both Alloy 600 and its weld
metal Alloy 182. The evaluation of the database and its interpretation and
transformation into a growth rate law is shown in the presentation. The
accredited third party body in Sweden has scrutinized this work. Some key
issues had to be solved in cooperation with the Swedish Nuclear Power
Inspectorate, the SKi, since the third party body at that time did not have the
necessary competence in some key issues.

Due to the result of the analysis, small detection targets was to be applied as a
result of the relatively rapid crack growth. This, together with large difficulties
connected with a complex qualification process, led to the decision to exchange
the vessel heads. The reasoning behind this decision is primarily due to costs of
inspections since the inspection interval has been drastically reduced under the
new control order, and the estimated residual lifetime of the power plants. The
replacement heads are fitted with Alloy 690 penetrations welded with Alloy 52.
In addition to this the head are plastically formed out of one piece, thus there are
no butt weld at the vessel head, further decreasing the inspection demands.
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INTRODUCTION

During the refueling outage of 1993, defects were detected in the J-groove weld of some reactor vessel
head penetrations of Ringhals 2. The weld metal was Inconel 182, connecting the stainless steel cladded
low alloy vessel head with the penetrations made of Inconel 600 forgings. The primary defect of concern
was determined by NDE to be a 180 mm long surface breaking defect oriented circumferentially around
penetration #62 in the J-groove weld. The vessel head had at that time been in service for 18 years, or
approximately 140000 EFPH. Eventually the finding led to the replacement of the vessel head of Ringhals
2 in the middle of the 1990's. The discovery of the defects also led to an increased interest to investigate
the other two vessel heads in Ringhals, those of the slightly more recently commissioned units 3 and 4.
After extensive inspections during several campaigns using inspection methods that are qualified for this
specific purpose, a number of shallow defects have been identified and monitored in these two plants in
the Alloy 600 vessel head penetrations during the last decade. Within the control order that was
applicable until the issuance of the regulatory guide SKIFs 1994: 1, the interval of these control areas was
inspection every third year with an inspection program based on a validated inspection system. This
inspection order was in power until 1996 after which the utilities were supposed to have implemented the
new regulatory guide in the quality assurance systems. As part of the new control order, a more rigid
system regarding both the inspections methodology, i.e. "qualified inspection systems" and the reasoning
behind the inspection program, i.e. defect tolerance analyses has been introduced in order to verify the
need for specific inspection capability as well as the inspection intervals. The current valid regulatory
guide SKIFs 2000:2 is more general in its appearance and rely more heavily on the power companies to
suggest guidance for the control order and to subject those suggestions to review of the regulatory body,
the SKi, for acceptance. Within this control order, risk informed inspection may be included if this is
found appropriate by all involved parties.

INSPECTION QUALIFICATION AND RESULTS

The qualification methodology can from a materials science perspective essentially be divided into three
steps. The first step is the Defect and Degradation mechanism analysis, the DOS-analysis. The purpose of
this study is to pin-point active and relevant degradation mechanisms and to quantify the relative risk both
with respect to reactor safety and likelihood of the mechanisms. It includes taking into account any
experience from other related areas and to ensure the correct inspection means. One basic function of the
control order is to make certain that areas where there are definite causes for inspections, are included.
Thus the phrase: "Inspection by Cause" can be introduced as the guiding light. The analysis sums up all
kind of likely, probable and unlikely defects that can be identified, service induced and manufacturing
induced, and ranks them from a relevance, a significance and a probability point of view. The next step is
to investigate the most intriguing defect type that may occur in he inspection area. This step is generally
called WCD, or Worst Case Defect, analysis. This step includes not only the most difficult type of defect
that can be expected from a service induced degradation point of view, but also any kind of
manufacturing defects that may have been missed during pre-operation inspections or previous In-service
Inspections. This also implies that by this time, a suitable technique for inspecting the area has to be
proposed.

When both these two steps have been taken it is possible to assess the defect tolerance of the inspection
area. When qualifying an inspection system there is a great need for an accurate, not overly conservative
and complete defect tolerance analysis. In Sweden the currently used methodology is based on the safety
evaluation system of the ASME XI code coupled with the R6-analysis methodology~l'. The analysis is
performed in several steps, of which the acceptance step is the first. When an acceptable defect size has
been established an inversed crack growth analysis can be performed. If the capability of the inspection
technique is fairly well known, an inspection interval can be derived from this analysis, figure 1. If the
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inspection technique is less well known, a desired inspection interval can be used to evaluate the demands
on the inspection technique instead. The entire scope of analysis is then review and, if judged to be:
complete-correct-concise-transparent-traceable, C3T2, accepted by the accredited third party body. When
the scope is complete, the qualification process begins at the accredited qualification body, SQC, that
eventually releases a qualification report.

When establishing the control program there are thus several parameters to assess. If these parameters are
reviewed carefully it can be seen that most of them are fairly well described and/or known or code and
practice dependent. This includes service induced stresses, residual stresses, acceptable defect sizes,
detection targets and tolerances etc. In fact there is within the current Swedish practice virtually only one
parameter that still is under discussion that can be said to have major influence on the inspection interval:
the crack growth rates. The assessment of valid and accurate is thus a critical step to ensure safe and
economic operation of the power plants.

The assessment process utilized in Sweden have been described in detail elsewhereE21, therefore only a
very short review is included here. The basis is an accepted data base where all data have undergone an
aggressive screening in order to verify that only good quality data is used in the Crack Growth Rate
Assessment. The screening criteria, or filters, include test procedure requirements, environmental issues
and mechanical issues. In figure 2, an example is given for the assessment of a crack growth rate law for
Alloy 600 is presented. Generally an upper bound of the resulting acceptable database is utilized, not
implying that this is an experimentally and statistically determined upper bound. In figure 3 the proposed
crack growth rate law, CGR for the weld metal Inconel 182 is presented using the same screening criteria
as above. In summary the screening gives by hand that we have ample evidence to suggest a stress
intensity level, K, dependent part of the CGR at low to medium high K-levels. However, depending on
how the data is treated it may be difficult to demonstrate and prove the CGR behavior at low stress
intensity levels, as well as the behavior at high stress intensity levels. Recent investigations performed in
this area indicates that there is plateau value, close to K=30MPa'm above which the crack growth
appears to be relatively independent of increasing K. No threshold value with respect to observable crack
growth has been established or even suggested. Even though from an engineering point of view it is
obvious that when the crack growth rates below 10-1I mm/s, or less than 0.5 mm/operating years are
suggested as being of no structural concern. These data however indicate the need to enhance the
knowledge and data base at both high and low K levels to give higher accuracy to the assessment. It is
however a general trend regarding environmentally assisted cracking that there can be found three
different areas of interest, see figure 4. In the first stage, stage I, the stress level is the determining
property, In stage H, the local chemical properties such as surface and/or interface properties replaces the
mechanical properties as rate determining, whereas in stage HI, the mechanical over loading of the
specimen again replaces the surface and interface properties as rate determining. During the review
process several issues regarding acceptance criteria of specific data points as well a the general
acceptance of temperature transfer regarding the question whether SCC may be regarded as a thermally
activated process thus allowing the transfer from one test temperature to another using an Arrhenius
equation. Most of these issues was accepted by the regulatory body, with the exception of a general
acceptance of a plateau level, something that was regarded to be judged from case to case.

During the inspections, a total of 26 surface breaking defects have been found in the vessel head
penetrations of the two units during the most recent inspection campaign 2000 and 2002. These
inspections have in common that have been carried out using qualified inspection systems. From the
inspection reports it is suggested that all of the defects are less than 2 mm in through wall extension,
TWE. This is derived from the fact that the defect can be detected but not accurately sized and the
detection target in TWE is 2 mm in depth. The length of the defects is varying from less than 4 mm up to
some 18 mm. In 16 of the penetrations, defect clusters similar to that of the "crackled surface" often
associated with thermal fatigue has been detected.
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ANALYSIS

There has been a considerable effort made to evaluate and establish a comprehensive control program for
the vessel head penetration welds of the PWR-plants. The situation can be summarized as:

- Rapid crack growth
- Small detection targets
- Complicated qualification process due to small detection target and
- Short inspection intervals

With this in hand it is easy to draw the conclusion that as long as Environmentally Assisted Degradation
is active and an issue, it may be efficient to consider replacement o the vessel heads instead of continued
operation if degradation can be excluded during operation. The current technology is based on
penetrations manufactured in Alloy 600 and welded onto the vessel head with Inconel 182 weld material.
Both these are known to be susceptible to stress corrosion cracking in PWR primary water conditions. As
replacement materials the materials used are Alloy 690 forgings and Inconel 52 or 52M weld material.
These materials have been suggested to have a greater resistance to EAC than the previously used
materials and combinations. It is also possible with modem technology to produce a vessel head that has
no butt welds. This will further decrease the need for In-Service Inspections and increase the probabilistic
safety of the power plants.

With these data in hand, the next step is to estimate the costs for the remaining expected technical life.
The costs of inspections, including the qualification costs are fairly well known and quantifiable. So is the
cost of a replacement vessel heads. The largest individual cost however is that of prolonged or forced
outages. This cost is dependent on what kind of contracts the power plants have regarding sales of the
power. In this case not only the inspection and/or repair costs are included but also loss of revenue and
maybe also costs of for the company. When these costs are summed it was seen that the best way of
defending both the availability and the cost efficiency of the power plant was to recommend the units to
replace the vessel heads. The replacement head have been ordered for delivery in 2004 and 2005
respectively. The heads are made from a single forging, with penetration in Alloy 690 welded onto the
head with Inconel 52 weld metal.

This does however put us in a familiar situation; there is still a need for a comprehensive inspection
program despite using more resistant materials. Even though the materials used in the current design are
known to have larger resistance to EAC there still exist a need for hard data to support this statement.
Thus the replacement causes a great deal of engineering work to be performed, due to the fact that we are
leaving the well known situation of Alloy 600 and the derivatives and enter a state were insufficient good
quality crack growth data is present in the community. The number of reactor operation years with these
types of materials is also limited. It is however so that the resistance to crack initiation is well
documented as is the fracture toughness of the material. The field experience, especially from steam
generator tubing is also excellent as is the experience from the previously replaced vessel heads, among
these, the vessel head of Ringhals unit 2. It should however be noted that simply by exchanging the
materials, a complete solution isn't found. If there, for example are thermal fluctuations in the flow this
portion may be a determining part of crack initiation. This may place us in the same situation within a
shorter or longer time period. Among the residual work to be carried out as a follow up of the replacement
is data collection from other RPVHs as well as focused crack growth rate experiments in order to validate
a new inspection program. It is judged that the maximum allowable inspection interval of 10 years can be
reachable within the coming inspection period. So far however, an interim 3 years inspection interval has
been accepted by the third party body.
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CONCLUSIONS

With respect to the data presented above and taking into account the cost situation it was an obvious
decision taken by Ringhals to replace the vessel heads of the two units. This since it , at that time,
estimated that the inspection costs single handed would be larger than the cost of the replacement. In
addition to this the replacement is an important step towards Plant Life Extension up to 60 years of
operation.
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ABSTRACT

Primary water stress corrosion cracking (PWSCC) of wrought Alloy 600 material
and its weld metals has become a major equipment reliability challenge for
owners of pressurized water reactors (PWRs). Notable examples of equipment
failures include extended outages and emergent repairs or replacements at
Calvert Cliffs, V.C. Summer, Oconee Nuclear Station, Davis-Besse, and North
Anna. PWSCC requires three key factors present simultaneously: an aggressive
environment, susceptible material, and significant, prolonged tensile stress.
Eliminating any one of these three factors will mitigate cracking. A number of
techniques have been employed in the past and a few techniques are currently
being applied to mitigate PWSCC. Examples include shot peening, nickel
plating, surface flapping, zinc injection, and abrasive water jet conditioning.
This paper reviews the application of the available techniques and provides an
insight into a few potential techniques for future application.

INTRODUCTION

Alloy 600 component items were used in pressurized water reactors (PWRs) due to the material's
inherent resistance to general corrosion in a number of aggressive environments and because of a
coefficient of thermal expansion that is very close to that of low alloy steel. Over the last thirty
years, primary water stress corrosion cracking (PWSCC) has been observed in Alloy 600
component items such as steam generator tubes and plugs, pressurizer heater nozzles, pressurizer
instrument nozzles, reactor vessel closure head nozzles, and more recently in an Alloy 182 weld
attaching an instrumentation nozzle to the lower reactor vessel head. Table I provides a synopsis
of the Alloy 600 PWSCC experience in commercial PWRs. This table identifies the first
commercially observed occurrence of PWSCC for each particular component item in a PWR and
lists the approximate service life (in calendar years) at the time PWSCC was identified at that
particular location. It seems clear that cracking was first observed at very highly stressed
locations in the hot leg of steam generators. Pressurizer nozzles, which operate at the highest
temperature in PWRs, were the next locations to have leakage and failures identified. Given
more operating time, PWSCC has now spread to the somewhat lower temperatures of the reactor
vessel closure heads and hot legs, has also been observed in the cold legs of some steam
generators, and has also been observed at high stressed locations in other cold leg locations within
the reactor coolant system.
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Table 1. Alloy 600 PWSCC Experience in Commercial PWRs

Component Item Date PWSCC Service Life'
Component___ ItemInitially Observed (Calendar Years)

Steam Generator Hot Leg Tubes and Plugs -1973 -2

Pressurizer Instrument Nozzles 1986 2

Steam Generator Cold Leg Tubes 1986 18

Pressurizer Heaters and Sleeves 1987 5

Steam Generator Channel Head Drain Pipes 1988

Control Rod Drive Mechanism Nozzles 1991 12

Hot Leg Instrument Nozzles 1991 5

Power Operated Relief Valve Safe End 1993 22

Pressurizer Nozzle Welds 1994

Cold Leg Piping Instrument Nozzles? 1997 13

Reactor Vessel Hot Leg Nozzle Buttering/Piping Welds 2000 17

Control Rod Drive Mechanism Nozzle/RV Head Welds 2000 27

Surge Line Nozzle Weldsc 2002 21

Reactor Vessel Lower Head In-Core Instrumentation 2003 14
Nozzles/Welds 2003

'This listing identifies the first reported occurrence of identified cracking for each component
item. Leakage has occurred in some component items in less than one year of service life and in
other component items after nearly 30 years of service.
bOne plant identified "suspect' visual evidence of boric acid leakage; nozzles were preventively
repaired without investigating whether leakage had in fact occurred.
cCrack-like flaw indications have not been confirmed as PWSCC at this time.

The occurrence of PWSCC has been responsible for significant downtime and replacement power
costs at PWRs. Notable examples of equipment failures include extended outages and emergent
repairs or replacements at Calvert Cliffs, V.C. Summer, Oconee Nuclear Station, Davis-Besse,
and North Anna. Repairs and replacements have generally utilized wrought Alloy 690 material
and its weld metals (Alloy 152 and Alloy 52), which have been shown to be considerably less
susceptible to PWSCC. To avoid the costly and time consuming component item repairs or
replacements associated with PWSCC, a number of preventative measures have been or are
currently being applied to mitigate PWSCC. Examples include shot peening, nickel plating,
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surface flapping, zinc injection, and abrasive water jet conditioning. This paper reviews the
application of the available techniques and provides an insight into a few potential techniques for
future application.

CAUSES OF ALLOY 600 PWSCC

Stress corrosion cracking of metals and alloys is caused by the synergistic effects of environment,
material condition, and stress. In a PWR primary water environment, intergranular stress
corrosion cracking of wrought Alloy 600 material and its weld metals (Alloy 182 and Alloy 82) is
commonly referred to as PWSCC. The occurrence of stress corrosion cracking of Alloy 600 in
high-purity water has been extensively studied since the first reported observation of cracking in
laboratory tests by Coriou, et al.' in 1959. The mechanism of this cracking phenomenon is not
completely understood, and prediction of crack initiation time has proven to be extremely
difficult, if not impossible, due to the uncertainty of numerous contributory variables including
heat treatment, cold work, and residual stress.

The primary water environment and existing coolant chemistry controls (particularly in the range
of dissolved hydrogen used, 25-50 cc H2/kg H2 0) seem to be sufficient to promote PWSCC.
Resin or sulfur intrusions, by themselves, will not produce PWSCC in Alloy 600 material.
However, sulfate will promote intergranular attack and intergranular stress corrosion cracking.

In addition, PWSCC is a thermally-activated mechanism that can be correlated with a Svante
Arrhenius relationship (exponential) and is very temperature dependent. This is evidenced by the
fact that the vast majority of PWSCC of steam generator roll expansion transitions has occurred
on the hot leg side of the tube sheet. The 50-700 F (27-380 C) temperature differences between hot
and cold legs are enough to significantly influence the time to initiation and subsequent crack
growth rate. However, failures of Alloy 600 material have also occurred in reactor vessel upper
head nozzle material at a temperature of approximately 5540F (290,C)2 and in at least one other
occasion on a component item at a significantly lower water temperature of 423"F (2170C).3

The susceptibility of Alloy 600 material depends on several factors including the chemical
composition, heat treatment during manufacture of the material, heat treatment during fabrication
of the component item, and operating parameters of the component item.4 The carbon and
chromium contents of the material appear to be the most important chemical composition
variables. These, in turn, affect the carbide precipitation. Microstructural conditions such as
grain size and location and degree of carbide precipitation also are important variables that
determine the susceptibility of a material to PWSCC. And finally, fabrication parameters and
heat treatment of the material determine the overall yield strength and degree of cold work
associated with the material. Apparently, a material that has been low temperature mill-annealed,
with poorly decorated grain boundaries, and has relatively high yield strength (due to some
degree of remaining cold work) is the most susceptible to PWSCC.

Tensile stresses, resulting from both residual and operating stresses, can be significant for some
Alloy 600 component items. A stress magnitude close to the material yield strength is generally
necessary for PWSCC to occur. Operating stresses are produced from mechanical and thermal
loading, while residual stresses are generated as a result of fabrication, installation, and welding
processes. Residual stresses are more difficult to quantify than operating stresses and, in many
instances, are of a higher magnitude than operating stresses.

In summary, PWSCC requires three key factors present simultaneously: an aggressive
environment, susceptible material, and significant, prolonged tensile stress. Eliminating any one
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of these three factors will mitigate cracking, although in practice it is prudent to attack all of these
factors at once, when feasible.

MITIGATION TECHNIQUES

A number of techniques have been evaluated and are available to delay or eliminate the
occurrence of PWSCC in PWRs. In general, these techniques fall into three main categories:

1. Mechanical surface enhancement (MSE)
2. Environmental barriers or coatings
3. Chemical or electrochemical corrosion potential (ECP) control

MSE techniques represent processes that reduce surface tensile residual stresses or induce
compressive surface stresses on a component item or weld. Examples of MSE techniques include
shot peening and electropolishing. Environmental barrier or coating techniques represent
processes that protect the material surface from an aggressive environment. Coating examples
include nickel plating and weld deposit overlays. Chemical or ECP control techniques represent
changes to the environment that alter the corrosion process or produce corrosion potentials
outside the critical range for PWSCC. Examples of chemical or ECP control include zinc
additions to the primary water and modified primary water chemistry (e.g., dissolved hydrogen
levels, lithium concentrations, and boron concentrations).

Previous Mitigation Techniques

When PWSCC began to occur in steam generator tubing and plugs, a number of mitigation
techniques were developed. Included, were a variety of sleeving techniques using Alloy 690
material (e.g., mechanical and welded sleeves), which provided a structural barrier at the flaw(s)
and also a way to keep the tube location in-service. Following the identification of PWSCC in
pressurizer instrumentation nozzles, a few additional mitigation techniques were evaluated.
Nearly all of the previous mitigation techniques were designed to reduce residual tensile stresses
and hence fell into the MSE technique category. These include shot peening, flapper wheel
grinding, electrical-discharge machining, electropolishing, and stress relief heat treatment.

Shot peening works very well on a surface that has not previously been in-service.5 6' 7 Steam
generators shot peened prior to commercial operation have seen little or no PWSCC to date.8' 9

Stress relieving prior to service has also shown excellent behavior to date. Only one B&W-
design pressurizer instrumentation nozzle, which was stress relieved before commercial
operation, has leaked as a result of PWSCC.' 0 However, stress relief heat treatment obviously
does not make Alloy 600 material immune to PWSCC as evidenced by the recent observations of
primary side cracking in once-through steam generator tubing." In-situ stress relief heat
treatment of tight U-bends of steam generator tubing'2 has had some success in extending the
useful life of steam generators, but it also has not made it resistant to PWSCC.

Component item temperature reduction, which would fall into the chemical or ECP control
category techniques, has also been used. Many utilities have reduced the hot leg temperature of
operating PWRs to increase the PWSCC initiation time for steam generator tubing and plugs. As
with in-situ stress relief, an extension of the useful life of the steam generator has been obtained,
but nearly all utilities planning for license renewal will replace their steam generators. The other
techniques listed above also have had limited success in mitigation of PWSCC.
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Present Mitigation Techniques

Once PWSCC became fairly widespread throughout the primary water system, a number of other
mitigation techniques were evaluated and qualified for use. Present day PWSCC mitigation
techniques span all three categories.

MSE category techniques used today include abrasive water jet (AWJ) conditioning and the
mechanical stress improvement process (MSIP). Both of these techniques will reduce the
component items overall tensile stress and induce compressive residual stress on the exposed
surface.

The AWJ conditioning process3',14,15 utilizes high-pressure water that, after passing through small
diameter orifices, draws the abrasive into the high velocity fluid stream in the mixing chamber
and delivers the abrasive particles through a focusing tube onto the component item surface
(Figure 1). The process can be used to remove flaws detected by non-destructive examination
(NDE) and is also qualified for use in surface remediation to remove flaws that are too small for
detection. This process has been successfully used in the repair and remediation of CRDM
nozzles at a number of PWRs. An alternative process, known as water jet peening, does not
employ an abrasive, but instead depends on cavitation impact generated by the water jet.' 6

Watra Jet Nozzle

Figure 1. Typical Configuration of an Abrasive Waterjet Conditioning Nozzle.

The MSIP technique '7 "8 "9 works by using a simple hydraulically operated clamp, which slightly
contracts a pipe on one side of a weldment. The permanent contraction under the tool generates a
concave contour at the weld location and results in a slight corresponding reduction in pipe
circumference (Figure 2). Once the tool has been removed, the weldment remains in axial
compression through about half of the wall thickness and is protected by a layer of compressive
hoop stress, which extends more than halfway through the wall thickness. MSIP has been
accepted by the U.S. Nuclear Regulatory Commission (NRC) 20 as a stress improvement process
for the mitigation of SCC in BWVRs and has been successfully applied to over 1300 welds at
BW's worldwide. Most recently, it has been applied to hot leg nozzle-to-pipe welds at V.C.
Summer.'
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FIGURE 2 TOOL LOCATION AN DEFORMATION
CONTOUR AFTER APPLYING MSJP

Environmental barrier or coating techniques available for use today include nickel plating,
electroless nickel plating, weld deposit overlay, and laser weld deposit/cladding. Each of these
techniques provides a barrier, which eliminates the environment that may promote PWSCC, and
stops existing cracks from propagating.

Nickel plating2 2' 23 consists of plating the inside surface of the Alloy 600 component item with
pure nickel using an end effector tool (Figure 3). The process steps include cleaning, pre-plating
with a "strike" solution, depositing the nickel plating with a circulating bath and a soluble anode,
and final cleaning. The nickel plating technique has been used most extensively in steam
generator tubing24 and has also been qualified and used in pressurizer heater nozzles.2 5' 26' 27

The electroless nickel plating process deposits a nickel-phosphorous plating onto the inside
surface of the component item. It has been used in numerous applications outside of the nuclear
industry, especially at oil, gas, and chemical process facilities2 8 and could be adapted for PWR
applications, although its current brittleness is not favored. The weld deposit overlay and laser
weld deposit or cladding processes also provide corrosion resistant deposits on the inside surface
of the component item. Weld deposit overlays of Alloy 690 weld material recently have been
qualified and applied to CRDM nozzle repairs29 and they have also been applied to bimetallic
welds between the reactor vessel and the primary piping in Sweden. The laser weld deposit or
cladding processes have been evaluated and tested in laboratory specimens, but have yet to be
applied to in-service component items.30' 3 ' 32' 33'34
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Figure 3. Typical End Effector Tool for Nickel Plating Pressurizer Heater Nozzles.

The final present day mitigation technique is the addition of zinc to the primary water
system,35,36,37,38,39,40 which is considered a chemical or ECP controlling process, which improves
the protective oxide integrity. General Electric first instituted the injection of zinc into the BWR
reactor coolant system in the mid 1980's to reduce plant dose rates with a process known as "GE-
ZIP." In the late 1980's Westinghouse began investigation of the potential use of zinc injection
for the same purpose. Since that time, they also investigated the ability of zinc to reduce both the
PWSCC initiation time and crack propagation rate for Alloy 600 component items. Zinc addition
has been employed at five PWR units in the U.S. and four additional units worldwide. 29

However, although PWSCC plugging trends for steam generator tubing appear to be decreasing,
direct evidence of PWSCC mitigation in the field may require more cycles of zinc addition.

Future Mitigation Techniques

A number of promising mitigation techniques have been utilized in other industries or in BWRs
to mitigate SCC of stainless steel piping and welds. Potential MSE techniques include laser
shock peening, low plasticity burnishing, heat sink welding, and induction heating stress
improvement (IHSI).

Laser shock peening is a process in which a laser beam is pulsed upon a metallic surface,
producing a planar shockwave that travels through the work piece and plastically deforms a layer
of material. Figure 4 shows the basic process. Laser shock peening is similar to shot peening,
but the compressive layer can be deeper with less surface cold work.4 ' An example of the
residual stress distributions for both a laser peened and unpeened welded plate made from Alloy
22 (UNS N06022), a nickel-based material, is given in Figure 5,42 Laser shock peening has
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recently been used on BWR core shroud weld HAZs at the Hamaoka Unit I reactor in Japan.4 3

Figure 6 shows a comparison of the compressive stress as a function of the depth from the surface
for several of the MSE techniques identified in this paper.

Compression

During laser irradiation After laser irradiation

Figure 4. Typical Laser Peening Process.
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Comparison of Potential Remediation Techniques
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Figure 6. Typical Compressive Stress Distribution
Comparison of Several Remediation Techniques.

Roller burnishing has been used for years by the automotive industry, which leaves residual
compressive stresses on the surface of a component item. Low plasticity burnishing (LPB) is a
method of controlled burnishing and will provide a deep stable surface compression for improved
fatigue and stress corrosion performance. A smooth, free-rolling spherical ball is pressed against
and rolled along the surface of the area to be burnished (Figure 7). LPB produces minimal cold
work and hence greater resistance to thermal relaxation at high temperatures. 44

NORMAL ORCES
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Residual Siress La lo
Culas1Wrk1 Te rPieo
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Figure 7. Low Plasticity Burnishing Schematic.
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Heat sink welding and IHSI were both developed for BWR applications of weld SCC failures.45

The basic idea is the same in both cases: an additional bending moment is applied to the area in
which residual welding stresses prevail in such a manner that the tensile stresses in the weld area
on the inside surface are either lowered or converted to compressive stresses. Heat sink welding
uses a TIG arc as the heat source to heat the outer surface while depositing filler metal. During
the process, the inside of the pipe is flushed with water, thus cooling it and establishing a thermal
differential. The IHSI process utilizes an induction coil to heat the outside of the pipe.

Potential environmental barrier or coating techniques include thermal spraying and ion
implantation or ion beam enhanced coatings. Thermal spraying is a generic term used to define a
group of processes that deposit finely divided metallic or non-metallic materials onto a prepared
substrate to form a coating. The coating material may be in powder, rod, or wire form. The
thermal spray gun uses a plasma arc, combustible gases, or an electric arc to generate the heat
necessary to melt the coating material. Particles are transferred to the component item and built
up to form a coating.46' 47 Thermal spray is not a new technology. It began soon after the
introduction of the oxyacetylene torch, between the years of 1890 and 1910 and has grown
exponentially, particularly as the demands in jet engines advanced. 48

Ion implantation is a process by which virtually any element (e.g., chromium) can be introduced
into the surface of a solid material to selected depths and concentrations by means of a beam of
high-velocity ions striking a target mounted in a vacuum chamber.49' 50 Ion beam enhanced
deposition (IBED) processing is used to deposit high performance coatings on precision
engineered components and manufacturing tooling.5' IBED coatings exhibit superior adhesion
and optimum physical properties when compared to coatings deposited by alternative processes
because the coating atoms first penetrate into the substrate to form a case layer in the surface, and
then are grown out from this case layer as a thick coating. Driven in kinetically instead of
thermally, coatings are "ballistically bonded" to the substrate thus forming a metallurgical bond
that is much stronger than a mechanical or Van der Waals bond. One drawback to the use of
these techniques is that they currently must be performed in a vacuum.

Possible chemical or ECP control techniques include modified primary water chemistry control,
anodic protection, and other potential chemical additions (besides zinc). Changes in primary
water chemistry through the use of reduced boric acid (enriched boric acid), lower lithium, and
optimized hydrogen control may also reduce PWSCC concerns.

Titanium compounds (TiO2 , TiB),52 cerium boride (CeB),5' etc. may possibly be employed to
change the ECP on the materials surface. Finally, anodic protection is based on the formation of
a protective film on metals by externally applied anodic currents. 54 If carefully controlled anodic
currents are applied to a nickel alloy, it may maintain a passive surface layer and the rate of metal
dissolution and PWSCC may decrease.

SUMMARY AND CONCLUSIONS

Over the last thirty years, PWSCC has been observed in a number of Alloy 600 component items.
PWSCC requires three key factors present simultaneously: an aggressive environment,
susceptible material, and significant, prolonged tensile stress. Eliminating any one of these three
factors will mitigate cracking, although in practice it is prudent to attack all of these factors at
once, when feasible. Component item replacement with a more PWSCC resistant material is an
obvious alternative, but it is not considered a mitigative technique.
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A number of practical techniques have been employed in the past and a few techniques are
currently being applied to delay or eliminate the occurrence of PWSCC in PWRs. In general,
these techniques fall into three main mitigation categories: (1) mechanical surface enhancement,
(2) environmental barriers or coatings, and (3) chemical or electrochemical corrosion potential
control. Most mitigative techniques are very geometry dependent and many are not effective if a
crack has already initiated. The ability to perform NDE during future outages must also be
considered. Techniques in use today include shot peening, nickel plating, abrasive water jet
conditioning, mechanical stress improvement, and zinc addition to the primary water system.

A number of promising techniques, which have been used in other industries, are potentially
available for application in PWRs. These include laser shock peening, roller burnishing, heat
sink welding, thermal spraying, and ion implantation. However, most will require further
developmental efforts before they are available for commercial use.

Utilities need to evaluate a variety of techniques since one mitigative technique will most likely
not be applicable to all locations. Additional cost-benefit analyses need to be performed prior to
any decisions regarding the use of a particular mitigation technique. It is also recommended that
utilities consider developing site-specific Alloy 600 aging management programs both for current
license attainment and for license renewals.55
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A Reactor Vessel Upper Head Temperature Reduction Program
to Prevent and Mitigate Alloy 600 Cracking

David R. Forsyth, Pat L. Strauch and Paul J. Kreitman
Westinghouse Electric Company, LLC

P. 0. Box 355, Pittsburgh, PA

Alloy 600 primary water stress corrosion cracking (PWSCC) is
very sensitive to temperature. Lowering temperatures can be an
effective way to increase the time for crack initiation, reduce the
rate of crack propagation and to extend the useful life of a reactor
vessel head. The reactor vessel Upper Head Temperature
Reduction (UHTR) program is a method of lowering the reactor
vessel head temperature by reducing the bulk fluid temperature in
the upper head region. This modification has been performed at a
number of plants within the Westinghouse fleet and additional
plants have scheduled this modification for future plant outages.
Extension of a significant number of years to the original reactor
vessel head life and a reduction in the number of required head
inspections may be realized with the implementation of a UHTR
program. A UHTR program should be considered as part of each
plant's overall Alloy 600 management program.

Introduction

Recent plant operating experience with nickel based alloys (i.e., Alloy 600) indicates this
material is, in general, susceptible to primary water stress corrosion cracking (PWSCC) when
exposed to operating temperatures In excess of 500"F (260XC). Alloy 600 was typically used for
pressure boundary components because of its thermal compatibility with carbon steel, superior
resistance to chloride attack, and higher strength than the austenitic stainless steels.

Recently, cracking and leakage have been observed in reactor vessel head penetrations, which
have been attributed to PWSCC. The vessel head penetrations form an integral part of the
reactor coolant system pressure boundary. Penetration cracks and subsequent leakage provide
a significant challenge to plant availability and personnel radiation exposure limits. The
magnitude of the upper head region fluid temperature has therefore become Increasingly
important since it Is one of the significant boundary conditions for the determination of
temperatures in the reactor vessel head penetrations.

In this paper, a method to lower the temperature of the reactor vessel upper head region, which
is called upper head temperature reduction (UHTR), Is presented. The effects of temperature
on cracking and the impact on the plant's effective degradation years (EDY) are discussed to
show the benefits in lowering head temperature. Actual UHTR Implementation designs and
Westinghouse UHTR field modification experience are also presented.
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Westinghouse Plant Designs

There are two basic categories with regard to reactor vessel upper head region bulk fluid
temperatures in pressurized water reactors of Westinghouse design.

1) In "Tid" plants, the bulk fluid temperature in all regions of the upper head is at the cold
leg temperature. This Is accomplished by providing a path for a significant amount of
flow to go from the downcomer region directly into the upper head.

2) In "Tt, plants, the bulk fluid temperature in the upper head is between TW and T.W.
The temperature magnitude between Tho and T~ol is dependent upon the hydraulic
characteristics of the spray nozzles and the upper internals package components. Since
present Appendix K nuclear safety analyses can only assume either Thot or T~Od in the
upper head region, plants that have upper head temperatures that are not at TCod are
assumed to be at *Tw".

In general, the older plants in the Westinghouse fleet are 'Tho" plants. Thus, conceptually, the
bulk fluid temperature in the upper head region can vary between the core inlet temperature and
the maximum core exit temperature. The extent that the bulk fluid temperature approaches the
maximum core exit temperature is a function of the hydraulic paths between the downcomer
and the upper head region, the plant specifictcycle specific core power distributions and the
hydraulic performance of the fuel assemblies. For these Tw plants, the temperature of the bulk
fluid is dependent on the relative contributions of the hotter core exit flow, which proceeds up
through the various control rod guide tubes, and the head cooling flow, which is diverted directly
from the reactor inlet flow through spray nozzles, as shown in Figure 1. Due to the presence of
a radial pressure distribution in the upper plenum region, the pressure In the guide tubes varies
from location to location. These guide tube pressure variations create the potential for flow to
either enter or exit the upper head region via the guide tubes. One of the design functions of
the spray nozzles is to allow a small amount of colder fluid from the downcomer to flow into the
upper head region, thus maintaining a smooth temperature transition between the closure head
and the reactor vessel. In general, for these older design plants, the head cooling flow from the
downcomer (at the cold leg temperature) was kept relatively low to minimize core bypass flow.

When the loss of coolant accident (LOCA) benefits of a ToM upper head region became
apparent and newer core designs supported lower core flow rates, a series of design changes
were implemented in the upper support plate in the upper internals package and in the core
barrel flange of the lower internals package to allow ToM to be achieved in the upper head
region. Approximately thirty plants in the Westinghouse fleet reflect this more recent design
philosophy. The changes that were made to these newer plants to achieve Tw include
Increasing the spray nozzle flow areas to provide the higher cooling flow rates, and modifying
the internals flanges to accommodate the spray nozzle modifications.
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Figure 1: Upper Internals Components and Reactor Coolant Flow Paths

511



Upper Head Temperature Reduction

An upper head temperature reduction (UHTR) program is a field modification performed on the
reactor vessel internals structures at the "Tho" plants which will:

1) Increase the bypass flow from the reactor vessel downcomer region (which is at cold leg
temperature) into the upper head region

2) Lower the bulk fluid average temperature underneath the closure head to the cold leg
temperature, resulting in lower reactor vessel head penetration temperatures.

A schematic of the reactor internals components where modifications are made for UHTR is
shown in Figure 2. The flow that enters the reactor vessel head via the paths made between
the core barrel flange and the upper support plate flange has a temperature corresponding to
cold leg temperature (i.e., Tcdd) since these paths connect the reactor vessel downcomer region
with the upper head region.

Reactor
Vessel Head

Reactor Vessel

Figure 2: Detail of Components where UHTR Modification Is Implemented
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Effect of Temperature on Crack initiation and Crack Growth Rate

PWSCC of Alloy 600 is sensitive to temperature. A simplified model for assessing the potential
for cracking based only on operating time and bulk head temperature was developed in
Reference [1]. This model does not address other factors such as stress, microstructure,
surface cold work, and head fabrication practices, and therefore has limitations, such as large
uncertainties and minimum predictive capability. Therefore, use of such data beyond ranking,
and determining susceptibility sub-populations for inspection purposes may not be appropriate.
However, Figure 3 (extracted from Reference [2]) does support the argument that time at
temperature is a strong indicator of cracking potential.

The Reference [1] susceptibility model calculates the operating time normalized to a reference
temperature of 600°F (1059.67°R, or 315.60C). The standard Arrhenius activation energy
dependence on temperature is applied to each time period with a distinct head temperature:

EDYOW F = EFP^Y exp [- dT T ]

where:

EDY6WF = total effective degradation years normalized to reference temperature of 600"F

AEFPYj = effective full power years accumulated during time period j

n = number of time periods with distinct 100% power head temperatures

Qi = activation energy for crack initiation (50 kcal/mole)

R = universal gas constant (1.103x104 kcal/mole-5R)

Thea~j = 100% power head temperature during time penodj (R = F + 459.67)

T~~f = arbitrary reference temperature (1059.67°R)

The exponential term in the above equation is plotted in Figure 4, and shows the relative effect
of temperature on degradation, as measured by crack initiation normalized to 600°F. At 5500F,
crack initiation is predicted to take about 8.3 times longer than at 600SF. That is, the model
predicts that one year of operation at 5500 F is equivalent to 0.12 years of operation at 600OF
with regard to PWSCC initiation of Alloy 600.
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Crack initiation is a more important factor than crack growth for assessing units since the time to
crack initiation is longer than the time for crack growth. However, a reduction in the upper head
temperature significantly reduces the crack growth rate. Reference [3] provides the following
formulation to evaluate the growth of SCC flaws In thick-wall components fabricated from Alloy
600 materials:

a = exp[ Qg ( - )a(K: - Kim[R( T J

where:

a = crack growth rate at temperature T (inches/year)

QO = thermal activation energy for crack growth (31 kcal/mole)

R = universal gas constant (1.1 03x1 04 kcallmole-R)

T = absolute operating temperature at location of crack (°R)

Tif = absolute reference temperature used to normalize data

a = crack growth amplitude (3.69 x 1043 at 61 70F)

K = crack tip stress intensity factor (ksi .inch)

K", = crack tip stress intensity factor threshold (8.19 ksi ,finch)

13 = exponent (1.16)

The exponential term in the crack growth equation above is plotted In Figure 4, and shows the
relative effect of temperature on degradation, as measured by crack growth normalized to
600'F. At 550'F, crack growth is predicted to take about 3.7 times longer than at 600"F. That
is, the model predicts that one year of operation at 550'F Is equivalent to 0.27 years of
operation at 6000 F with regard to PWSCC growth of Alloy 600.
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Example for Plant Implementing UHTR

The impact of implementing a UHTR program is illustrated in Figure 5. In this example, it is
assumed that a plant begins commercial operation with a bulk head temperature of 6000F.
Without a UHTR program, the EDYs increase at a rate of 1.00 times the operating time, as the
degradation factor is 1.00 at 6001F. The plant would therefore reach the NRC criteria of 8 and
12 EDYs after 8 and 12 EFPYs, respectively.

To extend the useful life of the reactor vessel head, the utility decides to implement a UHTR
program at 10 EFPYs, reducing the head temperature to 5500F. This significantly reduces the
degradation rate, as the degradation factor is 0.12 at 5500F. The plant would then reach the
NRC criterion of 12 EDYs in about 17 EFPYs from the time of the UHTR (or 27 total EFPYs),
rather than 2 EFPYs (or 12 total EFPYs) if UHTR is not implemented. This is about a 15 EFPY
improvement over not implementing the UHTR.

Similar benefits may be realized for plants that are below 8 EDYs. Obviously, the earlier that a
UHTR program is implemented, and the larger the temperature reduction, the greater the
benefit with regard to cracking susceptibility and NRC Order inspection requirements. Should a
utility decide to replace the reactor vessel head concurrent with UHTR, the plant would not
reach the NRC Bulletin 2002-02 criteria of 8 EDY until 66 EFPYs, assuming a temperature
reduction to 550*F.

Benefits of UHTR

The benefits of performing a UHTR program are as follows:

1 ) A significant reduction in the effective degradation years (EDY) accumulation rate for the
plant will be realized (see Figure 5). This can lead to a reduced number of required
inspections as specified in United States Nuclear Regulatory Commission Order
EA-03-009 (Reference [4]) for either a new closure head or an existing closure head.

2) Reduces the risk associated with head penetration cracking by significantly increasing
the time for crack initiation, and significantly reducing the rate of crack propagation.

3) Significantly increases the peak clad temperature (PCT) margin for large break LOCA,
which can be utilized to support an increase in power output.

4) Slightly increases the reactor coolant system flow rate, which increases the steam
generator tube plugging margin.
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Westinghouse Fleet Statusl UHTR Field Modification Experience

Approximately one-half of the plants within the Westinghouse fleet were designed and have
operated with upper head region fluid temperatures at the reactor vessel cold leg temperature.
For the remaining units within the fleet, Westinghouse has developed and implemented a
process to lower the fluid temperatures in the upper head region. This process requires no
machining in the core barrel flange and does not require the removal of the lower internals
package from the reactor vessel. Moreover, the modifications can be performed off-critical path,
resulting in no Impact on the refueling outage times.

In 1992, Westinghouse performed a UHTR program at a European plant. The main benefit, at
that time, was to maintain the large break LOCA peak clad temperature (PCT) margin. In 2000
and 2002, UHTR programs at two domestic units were performed to alleviate and reduce the
impact of increased core flow due to new replacement steam generators, as well as to lower the
susceptibility to PWSCC in the closure head penetrations. A UHTR program was recently
performed in 2003 at a second European plant to lower the risk associated with head
penetration cracking and to provide margin to support an increase in power output. A third
European unit is scheduled to perform a UHTR modification in early 2004.

For the four units at which a UHTR program has been performed, three units required the
removal of specified plugs from existing spray nozzles on the core barrel flange that protrude
through holes on the upper support plate flange, as shown in Figure 6. The total time, which
was off the refueling critical path, to implement this modification at each plant was 10 hours,
with a total radiation exposure of 10 mR. For the fourth plant, a selected number of irradiation
specimen access plugs, located In the core barrel flange, were removed and large holes in the
upper support plate (directly above the exposed specimen access holes) were machined
utilizing an Electric Discharge Machine (EDM), as shown in Figure 7. The total time to
implement this field modification, again off the refueling critical path, was 4 days. The total
radiation exposure was 637 mR.

The UHTR modifications at these 4 plants have been successfully completed and the units have
returned to full power operation. No adverse impacts on plant availability due to the
modifications have been reported.

Conclusions

Recent cracking incidents In the reactor vessel upper head penetrations have focused
regulatory and industry attention on the issue of Alloy 600 cracking. Because Alloy 600
cracking is sensitive to temperature, lowering temperatures at Alloy 600 locations can be an
effective approach to mitigate primary water stress corrosion cracking and extend the useful life
of a component.

The reactor vessel Upper Head Temperature Reduction (UHTR) program is a method of
lowering the reactor vessel head temperature by reducing the bulk fluid temperature in the
upper head region. This proven method has been performed at a number of plants within the
Westinghouse fleet and additional plants have scheduled this modification for future plant
outages. Extension of a significant number of years to the original reactor vessel head life may
be realized by implementing a UHTR program. Additionally, the onset of additional inspection
requirements may be delayed for either an existing head or a replacement head. A UHTR
program should be considered as part of each plant's overall Alloy 600 management program.
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Figure 6: Westinghouse UHTR Implementation Design (3 Units)
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Figure 7: Westinghouse UHTR Implementation Design (1 Unit)
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Status Report on the Effect of Zinc Additions on Mitigation
of Primary Water Stress Corrosion Cracking in Alloy 600

J. Hickling, K. Fruzzetti, R. Pathania and C.J. Wood

EPRI, Palo Alto, CA

Summary

Addition of zinc to the reactor coolant system of PWRs has been used in
the US since mid-1994, primarily as a means to achieve radiation dose
rate reductions, but also as a possible approach to mitigate the occurrence
or severity of primary water stress corrosion cracking (PWSCC) of Alloy
600. The basis for this activity was the experience with zinc additions in
BWRs, complemented by laboratory experiments in simulated PWR
environments. The effectiveness of zinc in contributing to reduced
radiation fields in PWRs is now well established, with positive results
observed in both domestic and German PWRs. A more elusive issue has
been the effectiveness of zinc in mitigating PWSCC. The objective of
the evaluation reported in the present paper was to perform a review of
the literature, and to consider the expanding operating plant experience,
in order to develop a more coherent understanding of the role of zinc
with regard to PWSCC of nickel-base alloys.

The mechanism by which zinc affects the corrosion of austenitic nickel-
base alloys is by incorporation of zinc into the spinel oxide corrosion
films. Reduction of general corrosion leads to reduced metal release
rates and an associated dose rate reduction in operating steam generators
by modifying the corrosion source term. Nearly without exception, the
results of laboratory testing also indicate a benefit of zinc injection in
mitigating the initiation of PWSCC in Alloy 600. Early laboratory data
suggest this benefit may vary with the concentration of zinc in the RCS.

Data for a beneficial effect on crack propagation are more mixed. The
laboratory results vary from a substantial reduction in crack growth rates
to no effect at all. Interpretation of these differences based on the nature
of the crack tip oxides is currently inconclusive. Field data over portions
of several fuel cycles with zinc injection in two units of a US plant
appear to show reductions in the initiation and propagation of primary-
side cracks in SG tubing. Attributing these effects solely to the addition
of zinc is complicated, however, by the fact that changes have occurred
in eddy current inspection equipment and scope, and in plugging criteria,
over the same period.

The Mitigation Working Group of the EPRI Materials Reliability
Program is currently planning additional testing work to clarify the
extent to which zinc addition can be qualified as a practical measure to
retard the growth of pre-existing PWSCC cracks in thick-section Alloy
600/182/82 materials.
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1. Introduction

Zinc additions have been widely used in boiling water reactors both to control radiation fields
and also to help inhibit the occurrence of intergranular stress corrosion cracking (mainly of
stainless steels). Laboratory data and German experience indicated similar potential benefits
with regard to radiation fields for pressurized water reactors (PWRs). As a result, EPRI and
Southern Nuclear cosponsored the initial field demonstration of zinc addition at Farley Unit 2 in
1994-95. The results of this demonstration confirmed the beneficial effect of zinc in mitigating
radiation fields, which is now well established with positive results observed in several domestic
plants (see examples in Fig. I and 2).
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A more elusive issue has been the effectiveness of zinc in mitigating primary water stress
corrosion cracking (PWSCC). Although most laboratory testing has indicated a beneficial effect
on mitigating crack initiation in Alloy 600, data for crack propagation are mixed. With
additional information on laboratory and field experience of zinc addition becoming available
recently, an update on the effects of zinc on PWSCC has been carried out, including a thorough
review of both the literature and operating plant experience, in order to develop a more coherent
understanding of the role of zinc with regard to PWSCC in nickel-based alloys.

2. Interaction of zinc with corrosion films on nickel-base alloys in PWR primary water

The long-term exposure of austenitic nickel-base alloys in PWR primary water leads to the
development of a duplex oxide film. The inner layer that forms on materials such as Alloy 600
and Alloy 690 is a chromite spinel of the form (Fe,Ni,Co,)Cr2O4, in which the Cr and Fe levels
are enriched relative to their concentrations in the base metal. This layer is formed by corrosion
of the alloy at the metal-oxide interface. After several thousand hours of exposure at about
315 0C (600'F), this layer is typically on the order of 200 to 400 nm thick.

The outer film consists of an irregular layer of particles that is best described as solution-grown
or hydrothermally deposited. These particles range in size from about 0.5 to 2 pm. This
solution-grown film forms at the oxide-solution interface and, for Alloys 600 and 690, is
typically on the order of the particle size. The composition is controlled by corrosion product
release from the underlying alloy, as well as the species in (super)saturation in the fluid boundary
layer adjacent to the corroding metal, and typically consists of ferrites such as NiFe2O4 or
CoFe2O4 , which have an inverse spinel structure.

Because of its higher site preference energy in the normal spinel oxides, the addition of zinc to
the primary coolant leads to exchange reactions whereby zinc displaces Co, Ni, and other cations
into the coolant stream where they can be removed by the cleanup systems. This principle has
been used for over fifteen years by operators of boiling water reactors (BWRs) to reduce primary
system radiation buildup

In the case of stainless steel, the situation is much the same as for the nickel-base alloys except
that the relative thickness and composition of the chromite and ferrite layers are slightly
different. However, the basic reactions, and effect on corrosion rate, are the same (see Fig. 3).

Examination by Auger electron spectroscopy of the surfaces of Alloy 600 and stainless steel that
have been exposed to simulated primary water containing zinc clearly indicates efficient
incorporation of zinc into the oxide corrosion films. At regions nearest the surface, the zinc
concentrations range from 16% to greater than 32% and suggest that a large fraction of the
tetrahedral sites are occupied by zinc. Both the concentration at the surface and the depth to
which zinc has penetrated appear to correlate with the total exposure times, rather than with the
concentration of zinc in the coolant, although the specific tests referred to here involved
exposures on the order of 2000 hours with zinc concentrations up to greater than 100 ppb.
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Figure 3 Effect of zinc on corrosion rates of various alloys in laboratory tests
(after Esposito et al. [1])

Auger examination of a tube pulled from Farley Unit 2 at the end of Cycle 10, following
approximately nine months of zinc addition to the primary coolant at a concentration of
approximately 40 ppb, gave results very similar to those seen in laboratory research. Zinc
concentrations at the surface were as high as 25%, although the depth of penetration was less
than that found in the laboratory specimens.

The field experience is clearly consistent with expectations based on laboratory tests and rational
interpretation of the phenomena. Zinc leads to significant releases of iron, nickel and cobalt
from the tetrahedral sites. Almost immediately upon the introduction of zinc, the RCS
concentrations of, in particular, nickel and its daughter isotope 58Co increase significantly and
generally remain high throughout the period of zinc injection. In time, ultimate exhaustion of the
source term for these releases should lead to stable concentrations, reflecting their removal by
the cleanup system demineralizers.

3. Review of experience with respect to zinc and PWSCC

3.1 Laboratory data

It is well known that the main factors affecting PWSCC of nickel-base alloys are materials,
material condition, stress and temperature [2]. Water chemistry within the normal operating
range has a relatively small - though not insignificant - effect: e.g., dissolved hydrogen levels
have been shown to have an important influence, particularly on crack propagation rates [3].
The available literature reporting studies of the effects of zinc on PWSCC was recently reviewed
for EPRI by Gold [4].
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The data with regard to crack initiation show that zinc additions can have a marked, beneficial
effect. An example of this is shown in Fig. 4 for both mill-annealed and thermally treated Alloy
600 tubing. Overall, reported factors of improvement (in terms of the time to initiate cracking)
have ranged from about 2 (for addition of 20 ppb Zn) to greater than 10 (for 120 ppb Zn).
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Figure 4 Example for the effect of zinc on time to initiate PWSCC in
laboratory tests (after Esposito et al. [11)

Some laboratory data has also indicated a positive effect of zinc additions (even at the 10 ppb
level) on crack growth through PWSCC. Figure 5 shows results obtained in 1998 by Kawamura
et al. [5] using DCB specimens from plate material.

The same authors also reported a beneficial effect of Zn additions (factor of - 2x) on the crack
depth measured in slow strain rate testing (SSRT). It is noteworthy that the measured crack
growth rates (CGR) were relatively low in this work.

Other PWSCC data on CGR, as measured in fracture mechanics specimens in the laboratory, is
less conclusive. In a test at 330 0C, Gold et al. [4] found that 20 ppb Zn lowered the CGR of a
pre-cracked SG tube specimen under dead-weight loading at high stress intensity by a factor of
around 3x. Further tests, this time on thick-section Alloy 600 material, at lower stress intensities
showed no crack growth at all when Zn was present at levels of 50 -250 ppb. However Airey et
al. [6] found no apparent effect of 40 ppb Zn in extended tests at high K levels using both WOL
and CT specimens. Later tests in this program gave the same result at lower stress intensities [7].
Tests by Morton et al. [8] also failed to show a beneficial effect of Zn, even when added at high
levels (- 100 ppb).
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Figure 5 Example for the beneficial effect of zinc on PWSCC CGR in
laboratory tests using DCB specimens: PWC = normal primary water
chemistry; ZWC = PWC + 10 ppb Zn (after Kawamura et al. [51)

A review of the major results from the crack propagation tests in simulated PWR environments
reported in the literature shows that they include the following variables:

- Material form: tubing, plate, archived CRDM nozzle
- Test specimen: dead-wt. loaded tube, wedge-loaded 1/2T-CT, bolt-loaded WOL

1/2T-CT, active load 1T-CT, wedge-loaded double cantilevered beam
- Applied stress intensity: 20 to 60 MPa'lm
- Monitoring or inspection: active by DC potential drop, or post-test fractography

- Test temperature: 316 to 3600C
- Variations in water chemistry and level/form of zinc addition (ZnO, acetate, borate)

Perhaps not surprisingly, the conclusions of the various research teams range from partial or total
inhibition of cracking to no effect whatsoever. In no case have negative effects been observed.

The research reporting a distinct benefit may be influenced by the apparent effectiveness of zinc
in mitigating crack initiation (particularly in SSRT) and the observed incorporation of zinc into
the chromite spinel corrosion films, as reported, e.g., by Kawamura et al. [5]. In contrast, two of
the research groups reporting no influence of zinc interpret their results in terms of the lack of
spinel oxide stability at the crack tips. Thus, if only cubic nickel oxide is present, there is no
reason to judge that zinc, which acts by modifying the structure and perhaps morphology of the
spinel oxide, would play a role in retarding crack propagation. Recent, high-resolution ATEM
studies indicate that the crack-tip oxides in Ni-based alloys are complex and may vary according
to quite subtle differences in the environmental conditions under which they form.
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It may be that the discussion offered by Andresen et al. [9] pointing out the role of the
electrochemical potential (ECP) offers some hope in unraveling this conundrum. This latter
argument points out that, in the higher potential range (i.e. 2 150 mV), the potential gradient
reduces the zinc concentration at the crack tip by driving anions into the crack tip and cations
(such as Zn2+) out of the crack. The ECP on the primary side of PWRs is much more negative
(essentially at the hydrogen equilibrium value), so that this effect would no longer be expected.
However, Andresen also points out that adequate time is required for incorporation of zinc at the
tip of a growing crack. It is notable from the literature data that, with perhaps one exception, it
was for the lowest crack growth rates that an apparent benefit of zinc was reported.

The EPRI Materials Reliability Program (MRP) is starting additional CGR measurements, using
advanced testing techniques, in the near future to examine these issues and hopefully resolve
some of the apparently contradictory results from previous laboratory testing.

3.2 Field Experience

The only relevant experience with the use of zinc as an agent to mitigate the occurrence and
consequences of PWSCC in operating SGs is that reported for the Diablo Canyon Units 1 and 2,
and this suggests that zinc may, in fact, be having a beneficial effect (see Fig. 6 and 7).
However, it will be necessary to continue monitoring the steam generator experience with
PWSCC to confirm this benefit, since the current data are ambiguous because of a number of
factors, such as changes in inspection practice and equipment, limited and intermittent periods of
zinc injection, modified plugging criteria, etc.. Nevertheless, it is worthy of note, that the crack
propagation rates found at the dented tube-tube support plate intersections may be quite low,
thereby enhancing the probability that zinc could be effective.
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Figure 6 Example of field data from Diablo Canyon Unit 1:
plugging for PWSCC at tube-support-plate (TSP) locations
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new indications of PWSCC at tube-support-plate (TSP) locations

4. Fuels issues when adding zinc

Consideration of possible effects on Zircaloy fuel cladding performance is always a dominant
issue when changes are made to primary water chemistry. Thus an increase in oxidation
observed at Farley Unit 2 after cycle 10 aroused concern as to a possible negative effect of zinc
additions. However, the detailed root cause analysis showed that the increased oxidation was
caused not by this, but by higher thermal duty and a measurement bias. Subsequent oxide
measurements at this plant showed lower values on both once- and twice-burned fuel, confirming
that there had been no effect of zinc.

As a further, positive indication, recent fuel cladding scrapes at Palisades have shown no
evidence of zinc silicate formation, despite prolonged operation with Zn concentrations of- 9
ppb and silicate levels up to 2.5 ppm.

As zinc addition - for whatever reason - becomes more widespread, potential issues associated
with fuel performance in high duty plants will require careful monitoring. To prepare for this,
the latest EPRI Primary Water Chemistry Guidelines [3] recommend that plants should consider
implementing additions of 5 - 10 ppb Zn, both to reduce radiation buildup and to prepare them
for PWSCC mitigation benefits (probably requiring higher Zn levels), if these are confirmed to
be effective.
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5. Conclusions

Based on this review of the current laboratory and operating plant experience with zinc injection
in PWR primary water, the following conclusions are offered.

* The mechanism by which zinc affects the corrosion of austenitic nickel-base alloys is by
incorporation of zinc into the inner spinel oxide films formed by corrosion of the underlying
metal.

* The surface concentration and penetration depth appear to correlate more with exposure time
than with the coolant Zn level.

* Reduction of general corrosion leads to reduced metal release rates and an associated dose
rate reduction in operating steam generators by modifying the corrosion source term.

* Essentially without exception, the results of laboratory testing indicate a benefit of zinc
injection in mitigating the initiation of PWSCC in Alloy 600. Early laboratory data suggest
that the extent of this benefit may vary with the concentration of zinc in the RCS.

* Laboratory data for a beneficial effect on crack propagation are mixed and currently
inconclusive. The data vary from a substantial reduction in crack growth rates to no effect at
all. In no case have negative effects been observed. Further testing is required.

* The only substantial operating plant data are those from Diablo Canyon Units I and 2, where
zinc has been injected for portions of three fuel cycles in each plant. Significant reductions
in the initiation and propagation of cracks at both tube-sheet and tube-support-plate locations
have been observed in outages since zinc injection was adopted. However, attributing these
effects solely to the addition of zinc is complicated by the fact that concurrent changes have
occurred in eddy current inspection equipment and scope, and in the plugging criteria. More
inspection data is needed.
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An Assessment of MSIP for the Mitigation of PWSCC in PWR Alloy 82/182 Thick Wall Piping
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1. INTRODUCTION

Nickel Chromium Alloy 600 base material and Alloy 82/182 welds in Pressurized Water Reactors (PWRs)
have been the subject of Primary Water Stress Corrosion Cracking (PWSCC) over the past decade
(Ref. 1). Recently, PWSCC cracking has been reported in the Reactor Vessel Outlet Nozzle and
Pressurizer Surge Nozzle Safe End (Alloy 82/182) Welds (Refs. 2 and 3). Among the factors contributing
to the cracking, residual tensile stresses associated with the welds are considered a significant contributor.
Mechanical Stress Improvement Process (MSIP) was devised by AEA Technology to alleviate the IGSCC
in BWR piping welds by introducing plastic compressive strains on the ID surface near the welds by
mechanically squeezing (Ref. 4). The technology was successfully applied to BWR piping welds to
eliminate IGSCC. The nozzle piping and welds in the PWRs are significantly thicker (approximately by
65%) compared to the BWR piping and welds. This paper describes the testing and the results of an
instrumented full scale mockup test program conducted to demonstrate the generation of adequate inside
diameter (ID) surface compressive residual stresses from the proposed MSIP treatment of the Tihange
Unit 2 thick wall pressurizer surge nozzle Alloy 182/82 weld (Ref. 5). The purpose of the testing is to
ensure that neither crack initiation, nor additional growth of existing crack occurs at the Alloy 182/82-
nozzle weld under continued service conditions.

2. OBJECTIVES

The objectives of the instrumented mockup testing of the Tihange 2 pressurizer surge nozzle are:

* To validate the analysis and confirm applicability of MSIP for thick wall PWR piping.

* Verify that the desired MSIP load locations and range of radial contractions achieve permanent
compressive residual stresses at the nozzle ID surface at the nozzle-to-safe-end weld.

* To verify post-MSIP OD surface profile satisfies inspection acceptability.

3. MECHANICAL STRESS IMPROVEMENT PROCESS (MSIP)

MSIP was devised by AEA Technology as a method to eliminate susceptibility of piping and weldments
to stress corrosion cracking by alleviating weld-induced tensile stresses in the vicinity of circumferential
welds (Ref. 4). In general terms, MSIP consists of squeezing a pipe plastically near the weld using a
specifically designed set of rings that grip a short length of pipe. The squeezing is continued until the
tensile residual stresses along the inner region of the weld are replaced by compressive strains. An
analytical study of the residual stress patterns resulting from MSIP is available in Reference 6. A
schematic representation of the pipe wall displacements from the MSIP loading is illustrated in Figure 1.

4. EQUIPMENT AND NOZZLE MOCKUP

The mockup was made of a material that has approximately the same yield strength as the Tihange 2
pressurizer surge nozzle safe-end. The pipe-to-safe-end weld and the safe-end-to-surge nozzle weld were

533



reproduced as much as possible with similar weld preparation geometry. The weld was performed using
standard welding techniques for the size and geometry of the weld preparation. The equipment and
training mockup also represented approximately the same space envelope as the Tihange 2 pressurizer
compartment boundaries and heater assemblies. Figure 2 illustrates the mockup test setup with MISP tool
in place.

5. QUALIFICATION PROCEDURES

Detailed qualification procedures were developed for the MSIP tooling, calibration, testing, data
recording, and documentation. Qualification procedures were also developed for strain gauge
instrumented monitoring of the MSIP testing. These included strain gauge positioning and mounting
procedures, strain gauge calibration and data recording, and documentation of the strains during the MSIP
test. The qualification procedures are documented in Reference 7.

6. TEST METHODS

6.1 MSIP Load Tests

The MSIP loading (pipe squeezing) of the mockup nozzle weld region was accomplished by the
application of hydraulic pressure through the MSIP tool clamp rings, mounted on the OD surface at
predetermined positions (Fig. 2).

A planned sequence of three pipe squeezes were applied to obtain the desired data and accomplish the
desired radial displacements and the ID surface strains.

* The maximum pressure generated by the MSIP tool was increased to obtain minimum specified
contraction and generate acceptable residual stress redistribution in the nozzle-to-safe-end weld
region upon unloading.

* Additional loading of the tool was applied to reach the maximum specified contraction and achieve
the desired condition in the weld region following removal of the tool.

Post-MSIP OD profile was measured. A summary of loading and pipe diameters associated with the three
MSIP treatments is provided in Table 1.

6.2 Strain Gauging and Strain Monitoring

Single electrical resistance strain gauges were applied at each of the eight measurement locations situated
45 degrees apart on the inside diameter surface near the weld. All strain gauge (center line) locations
were 17 inches from the surface of the plate on the inside diameter of the tube. Bi-axial strain gauges
were applied to the 0, 90, 180 and 270 degree positions with the grids aligned in the hoop and axial
directions. Strain gauge rosettes were applied to the 45, 135, 225, and 315 degree positions with the
number one grid aligned in the hoop direction. Figure 3 illustrates the mockup and the position of the
eight strain gauges on the ID surface. The total strain resulting from squeezing the mockup on the outside
diameter was recorded at various load increments. Figures 4(a) and 4(b) illustrate the appearance of the
mounted strain gauges and the strain measuring equipment looking from the nozzle end.

7. RESULTS AND DISCUSSION

The strains developed during active loading and the permanent residual strains after the release of loading
were recorded for the three consecutive load cycles. Strains were recorded along the hoop and the axial
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directions at all eight locations (45 degrees apart) on the ID while strains were recorded along 45 degrees
direction at the four tri-axial gauges mounted 90 degrees apart. The results are illustrated graphically in
Figures 5 through 7. The outside diameter changes of the safe-end with each of the squeeze is illustrated
in Figure 5. Figures 6 and 7 illustrate polar plots of the axial strains developed in the weld. Strain results
were fairly axisymmetric except for the two (2) axial gauges at the 135 degree and 270 degree positions,
which indicated significantly higher magnitudes of compressive strain than at the other positions.
Variations in material properties, non-uniform piping wall thickness, initial piping ovality, strain gauges
being located at or near structural transitions, and non-axisymmetric as-welded residual stresses and
strains are considered among the potential factors that may have contributed to the non-axisymmetric
strain readings.

The biggest variant may well be the last item above. It is well known from studies performed, that
residual stresses and strains that result from welding processes used for piping are often very highly
non-axisymmetric in the weld and surrounding regions. MSIP tooling applies a sufficient displacement
controlled radial contraction such that compressive plastic hoop and axial strains imposed in the weld
region overcome the residual tensile strains due to welding, resulting in compressive hoop and axial
residual stresses and strains. During redistribution of residual stresses and strains in the weld region due
to the application of MSIP, non-axisymmetric material plastic flow would take place to overcome any
initial non-axisymmetric state of residual stress and strain. In the weld region, final residual stresses
would be fairly axisymmetric, but the strains applied by MSIP and the final residual strains could be
somewhat non-axisymmetric.

Figure 8 illustrates the expected through-wall stress distribution at three locations in the weld from the
finite element analysis (Ref. 6).

Observing strain gauge readings for Tihange Mockup Squeeze No. 1 for 15,000 psi hydraulic pressure, at
which point only a small degree of plasticity has been reached, the measured axial and hoop strains are
fairly axisymmetric. However, at 18,000 psi, when significant stress and strain redistribution has been
achieved, some non-axisymmetric axial strains become evident, and remained so for Squeezes 2 and 3.

8. CONCLUSIONS

* Instrumented mockup-test results of the Tihange 2 pressurizer surge nozzle weld demonstrated that
significant residual compressive strains (stresses) are developed at the weld ID surface due to the
MSIP treatment.

* The mockup test results demonstrated that MSIP is effective in generating compressive residual
stresses at the weld in PWR thick wall piping.

* Post MSIP OD surface profiles are acceptable for in-service inspection.
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Table 1 Summary of MSIP Treatment Loads and Pipe Diameters Corresponding to the
Three Pipe Squeezes

Safe-End Average Diameter Change in Safe-End Hydraulic

Pre-Squeeze Post-Squeeze Average Diameter Pressure (psi)/
__SIP Box Press Force

Application No. Inches mm Inches mm Inches mm % (Ibs.)

Squeeze No. 1 14.774 375.26 14.598 370.79 0.176 4.47 1.19 18,000/1.276x106

Squeeze No. 2 14.598 370.79 14.569 370.05 0.205 5.21 1.39 18,500(1)/1.311x106

Squeeze No. 3 14.569 370-05 14.533 369.14 0.241 6.12 1.63 19,000/1.347xI0 6

(Resqueeze No. 2)

Note:
1. Hydraulic pressure value is an estimate.
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Figure 1 - Schematic Illustration of MSIP Process

Figure 2 - Photograph Illustrating the Mockup Test Setup and MSIP Tool in Place
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Figure 3 - Schematic Illustration of the Positions of Bi-axial and Tri-axial (Rosette) Strain
Gauges near the Weld Region at the ID Surface

Figure 4(a) Illustration of the Instrumented
Strain Gauges Installed on the ID
Surface Near the Weld Location of
the Mockup Pressurizer Nozzle

Figure 4(b) Illustration of the Installed Strain
Gauges and the Strain Measuring
Instrumentation at the Girard Site,
Prior to MSIP Load Test
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