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ABSTRACT

This report explains the explosion and fire that occurred on April 8, 1998, at the Morton International,
Inc. (now Rohm & Haas) plant in Paterson, New Jersey. The explosion and fire were the consequence
of arunaway reaction, which over-pressured a 2000-gallon capacity chemical reactor vessel and released
flammable material that ignited. Nine employees were injured, including two seriously, and potentially
hazardous materials were released into the community. The key safety issue covered in this report was
reactive chemical process safety management. Recommendations concerning this issue were made to
Morton International, Inc. (awholly owned subsidiary of Rohm & Haas Company); Morton
International, Inc.’s Paterson, New Jersey Plant; the Occupational Safety and Health Administration
(OSHA); the Environmental Protection Agency (EPA); the American Chemical Council; the Center for
Chemical Process Safety (CCPS); the Paper, Allied-Industrial, Chemical & Energy Workers International
Union (PACE); and the Synthetic Organic Chemical Manufacturer’s Association (SOCMA).

The U.S. Chemical Safety and Hazard Investigation Board (CSB) is an independent federal agency
whose mission is to ensure the safety of workers and the public by preventing or minimizing the effects
of chemical accidents. The CSB is a scientific investigatory organization; it is not an enforcement or
regulatory body. Established by the Clean Air Act Amendments of 1990, the CSB is responsible for
determining the root and contributing causes of incidents, issuing safety recommendations, studying
chemical safety issues, and evaluating the effectiveness of other government agencies involved with
chemical safety. No part of the conclusions, findings, or recommendations of the CSB relating to any
chemical incident may be admitted as evidence or used in any action or suit for damages arising out of
any matter mentioned in an investigation report. See 42 U.S.C. 8 7412(r)(6)(G). The CSB makes public
its actions and decisions through investigation reports, summary reports, safety studies, safety
recommendations, special technical publications, and statistical reviews. More information about the
CSB may be found on the World Wide Web at http://www.chemsafety.gov.
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EXECUTIVE SUMMARY

ES.1 INTRODUCTION

On Wednesday, April 8, 1998, at 8:18 pm, an explosion and fire occurred during the production
of Automate Yellow 96 Dye at the Morton International, Inc. (now Rohm & Haas') Plant (the
plant) in Paterson, New Jersey. The explosion and fire were the consequence of a runaway
reaction, which over-pressured a 2000-gallon capacity chemical reactor vessel (or kettle) and
released flammable material that ignited. Because of the serious nature of the incident,
including injuries to nine employees, the release of potentially hazardous materials into the
community, and extensive damage to the plant, the U.S. Chemical Safety and Hazard
Investigation Board (CSB) initiated an incident investigation. The purpose of the investigation
was to identify the root causes of the incident and make recommendations to prevent similar

incidents.

ES.2 INCIDENT

The Paterson plant manufactures a series of dye products. Yellow 96 Dye was produced by the
mixing and reaction of two chemicals, ortho-nitrochlorobenzene (o-NCB) and

2-ethylhexylamine (2-EHA). The dye was used to tint petroleum fuel products.

The investigation team determined that the reaction accelerated beyond the heat-removal
capability of the kettle. The resulting high temperature led to a secondary runaway

1 In February 1999, Rohm and Haas Company, of Philadelphia, PA, purchased Morton International. Morton is
currently a wholly owned subsidiary of Rohm and Haas.



decomposition reaction causing an explosion, which blew the hatch off the kettle and allowed
the release of the kettle contents. The initial runaway reaction was most likely caused by a
combination of the following factors: (1) the reaction was started at a temperature higher than
normal, (2) the steam used to initiate the reaction was left on for too long, and (3) the use of

cooling water to control the reaction rate was not initiated soon enough.

The explosion gected flammable vapors from the kettle into the second floor of the production
building. The explosion and flash fires inside the building injured nine workers. The flashing
eruption of chemicals broke through the building roof, ignited and formed a large fireball above
the building, and spattered the adjacent neighborhood with a yellow-brown mixture of
compounds that included Yellow 96 Dye and o-NCB.

Workers' injuries included burns, contusions, and twisted joints. Two employees were badly
burned and required extended hospitalization. All of the employees were able, some with

assistance, to escape the site of the explosion.

ES.3 KEY FINDINGS

1. Morton'sinitia research and development for the Yellow 96 process identified the existence
and described the two exothermic chemical reactions? that can occur when the chemicals
used to produce Yellow 96 are mixed and heated:

« The desired exothermic reaction, to form Yellow 96, which isinitiated at an onset
temperature® of 38°C (100°F) and begins to proceed rapidly at a temperature of
approximately 75°C (167°F), and

2 An exothermic reaction, or “exotherm,” generates heat as a by-product of a chemical reaction. Since reactions
usually proceed faster at higher temperatures, the heat generated is typically removed from the reacting mixture by
amedium such as cooling water, to alow the reaction to proceed at the desired constant temperature.

3 The onset temperature of areaction is the lowest temperature at which exothermic activity is observed.
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- the undesired, exothermic reaction that results from the thermal decomposition* of the
Yellow 96 product, which isinitiated at an onset temperature 195°C (383°F).

2. The Paterson facility was not aware of the decomposition reaction. The Process Safety
Information (PSI) package, which was used at the Paterson plant to design the Yellow 96
production process in 1990 and which served as the basis for a Process Hazard Analysis
(PHA) conducted in 1995, noted the desired exothermic reaction, but did not include

information on the decomposition reaction.

3. Neither o-NCB nor 2-EHA, individually, demonstrates exothermic activity at the normal

Yellow 96 process temperatures.

4. Two discrepanciesin Morton's Material Safety Data Sheet (MSDS) for the Yellow 96

product were identified:

- The National Fire Protection Association (NFPA) Reactivity Rating was listed as 0 (on a
0 to 4 scale, with 4 being the most reactive). The CSB determined that the proper
reactivity rating for Yellow 96 is 1.

- TheYellow 96 boiling point was listed as 100°C. The CSB determined that the boiling

point was approximately 330°C, or greater than the decomposition temperature.

5. Morton did not follow up on two recommendations made by its researchers in 1989: (1) to
conduct additional reactive chemical |aboratory tests to determine “the rate of reaction
under the worst reaction conditions ... the rate of decomposition of the finished product ...
[and] pressure rise data which could be used to size emergency venting equipment ...” and,
(2) to install specific control and safety devices on the Yellow 96 production vessels such as

an emergency shutdown system.

4 A thermal decomposition reaction occurs when a chemical breaks up into smaller molecules during exposure to
an elevated temperature for a sufficient period of time. The liberation of large amounts of heat and generation of
high pressure may accompany decomposition reactions.



6.

In scaling up the process from the laboratory phase to production-scale, Morton revised the
process from a semi-batch process, in which the o-NCB was added in incremental stages to
the full amount of 2-EHA aready in the reactor, to a batch process, in which the entire
quantities of the reactants were added to the reactor at the outset, and staged heating was
then applied. Morton did not take into account that this change resulted in a potentially
more thermally hazardous operation.® The heat output from a semi-batch processis easier to
control than is that from a batch process. In the batch process, heating the entire mass of
reactants at the start of the reaction increases the likelihood of exceeding the heat removal

capacity of akettle.

The kettle was not equipped with safety equipment, such as a quench or reactor dump
system, to shut down the process in case of a runaway reaction emergency. Also, pressure
relief devices (rupture disks) were too small to safely vent the kettle in case of a runaway

reaction.

The operators controlled process temperature manually by opening and closing steam and
cooling water valves. Operating procedures, however, required that the process run at
temperatures (150 to 153°C) that were near the temperature at which the reaction could
become uncontrollable (195°C). Thus, normal variations in the operators' responses to the
batch temperature or delays in adjusting valves could result in overheating or undercooling,
with the result that the heat generated by the reaction would exceed the cooling capacity of
the kettle. In several previous instances, the operators documented on the process batch
sheets that the process temperature rose at a faster-than-expected rate and exceeded the
upper limit specified in the operating procedures in spite of the operators efforts. The
temperature of these batches eventually returned to the operating limits. Management did

not investigate the causes of these events.

In 1996, Morton transferred the Yellow 96 process from 1000-gallon to 2000-gallon kettles
and increased the amount of raw materials used per batch by approximately 9 percent

5 While this change minimized the potential for toxic effects due to employee exposure to 0-NCB, it aso resulted
in a more thermally hazardous operation.



10.

11.

12.

13.

without using their existing Management of Change procedures. Morton did not assess the
effects of these changes. While 20 percent of the 25 batches of Yellow 96 made before these
changes exhibited temperature excursions, half of the 6 batches made after the changes had

temperature excursions.

The Occupationa Safety and Health Administration (OSHA) Process Safety Management
(PSM) standard did not cover the Yellow 96 process. Morton covered the process under its
internal PSM program, which was applied to OSHA-regulated processes and certain other
processes. The CSB did not find that lack of OSHA PSM coverage directly contributed to
causing the incident. The Yellow 96 process would not have been covered by the
Environmental Protection Agency’s (EPA) Risk Management Program rule, which went into
effect in June 1999.

The OSHA PSM standard covers only alimited number of reactive chemicals. EPA's Risk
Management Program rule does not cover reactive chemicals as a class. These standards
provide only minimum requirements for process safety management and provide little
guidance on reactive chemical process safety management issues, such as the use of
chemical screening techniques, and the proper design of pressure relief, emergency cooling,

and safety interlock systems.

Morton’s PSM program did not require adherence to a number of industry good practice
guidelines for the safe management of reactive chemical processes such as those published
by the Center for Chemical Process Safety or Lees's Loss Prevention in the Process

Industries.

Morton also did not effectively implement the requirements of its internal PSM program.
The PHA conducted for the process and the operating procedures (batch sheets) did not
address the consequences of potential deviations such as excessive heating, a runaway
reaction, or the inability to provide enough cooling to maintain temperatures in a safe
operating range. Batch sheets did not list the actions operators should take to correct or
avoid deviations. Operators' reports of significant deviations in controlling batch

temperature were not acted on by management.

5



Root Causes

1. Neither the preliminary hazard assessment conducted by Morton in Pater son during
the design phase in 1990 nor the process hazard analysis conducted in 1995 addressed

the reactive hazards of the Yellow 96 process.

Not addressing these hazards resulted in the following design, operational, and training

deficiencies:

The kettle cooling system could not safely control the exothermic Yellow 96 synthesis

reaction.

« The kettle was not equipped with safety equipment, such as a quench system or a

reactor dump system, to stop the process to avoid a runaway reaction.

« Rupture disks were too small to safely vent high pressure in the kettle in the event of

either of the two foreseeable runaway reactions.

« Morton converted its Yellow 96 production from a staged, incremental addition (semi-
batch) process to a staged heating (batch) process without assessing the possible hazards
of this change, e.g., the increased difficulty of controlling heat output.

«  Operating procedures did not cover the safety consequences of deviations from normal
operating limits, such as runaway reactions, or specify steps to be taken to avoid or

recover from such deviations.

« Training did not address the possibility of a runaway reaction and how operators should

respond to avoid injury if arunaway reaction could not be controlled.

2. Process safety information provided to plant operations personnel and the process
hazard analysis team did not warn them of the potential for a dangerous runaway

chemical reaction.



Morton internal memoranda had documented that the desired reaction to form Yellow 96
from 0-NCB and 2-EHA was exothermic and that Yellow 96 would begin to decompose
rapidly (runaway) at temperatures close to the upper operating temperature. Morton
researchers also had identified several situations, such asloss of cooling, which might give
rise to temperatures capable of causing violent decompositions. Although information on the
reactive hazards was contained in plant files, operators and supervisors were unaware that a

dangerous decomposition reaction was possible.

Contributing Causes

1. The hazards of previous operational deviations were not evaluated.

Management did not investigate evidence in numerous completed batch sheets and
temperature charts of high temperature excursions beyond the normal operating range.
Investigation of these incidents likely would have provided an opportunity to uncover the

process's reactive hazards and correct design and other problems.

2. Morton did not follow their Management of Change proceduresto review changes

made in reaction kettle and batch size.

Morton changed the Yellow 96 processing equipment from 1000-gallon to 2000-gallon
kettles and also increased the batch size by 9 percent in 1996. Morton did not follow its
Management of Change procedures and did not review the changes for possible saf ety
consequences. A Management of Change review likely would have provided another
opportunity for Morton to uncover the process's reactive hazards and correct design
problems. The review likely would have aso revealed that the changes made resulted in a
decrease of 10 percent in the heat transfer area per gallon of reactants. Half of the batches
made after this change exhibited temperature excursions versus 20 percent in the batches

made before the change.



ES.4 RECOMMENDATIONS

Morton International, Inc. (awholly owned subsidiary of Rohm and Haas Company)

Establish a program that ensures reactive chemical process safety information and operating

experience are collected and shared with all relevant units of the company.

Morton International, Inc.’s Paterson, New Jersey Plant

1. Revalidate PHAs for al reactive chemical processesin light of the findings of the CSB
report and upgrade, as needed, equipment, operating procedures, and training.

2. Evauate pressure relief requirements for all reaction vessels using appropriate technol ogy,
such as the Design Institute for Emergency Relief Systems (DIERS)® method and test
apparatus and upgrade equipment as needed.

3. Evaluate the need for and install, as necessary, devices, such as alarms, added safety
instrumentation, and quench or reactor dump systems to safely manage reactive chemical

process hazards.

4. Revise operating procedures and training for reactive chemical processes as needed, to
include descriptions of the possible consequences of deviations from normal operational
limits and steps that should be taken to correct these deviations, including emergency

response actions.

5. Implement a program to ensure that deviations from normal operational limits for reactive
chemical processes that could have resulted in significant incidents are documented and

investigated and necessary safety improvements are implemented.

6 DIERS is a consortium of companies, formed in 1976 by the American Institute of Chemical Engineers, to
develop methods for the design of emergency relief systems to handle runaway reactions. The DIERS group has
developed computer programs and a bench-scale test apparatus for assessing the venting requirements of runaway
reactions and two-phase flow.



6. RevisetheYellow 96 Material Safety Data Sheet (MSDS) to show the proper boiling point
and NFPA reactivity rating. Communicate the MSDS changes to current and past customers

(who may retain inventories of these products).

Occupational Safety and Health Administration (OSHA) and
Environmental Protection Agency (EPA)

1. Issuejoint guidelines on good practices for handling reactive chemical process hazards.

Ensure that these guidelines, at a minimum, address the following issues:

The evaluation of reactive hazards and the consequences of reasonably foreseeable and

worst-case deviations from normal operations.
The importance of reporting and investigating deviations from normal operations.

The determination of proper design for pressure relief capability, emergency cooling,
process controls, alarms, and safety interlocks, as well as other good-practice design

features for handling reactive substances.

The appropriate use of chemical screening techniques such as differential scanning

calorimetry.

2. Participate in a hazard investigation of reactive chemical process safety conducted by the

CSB. The objectives of the hazard investigation will include:

Determine the frequency and severity of reactive chemical incidents.

Examine how industry, OSHA, and EPA are currently addressing reactive chemical
hazards. Determine the differences, if any, between large/medium/small companies with
regard to reactive chemical policies, practices, in-house reactivity research, testing, and

process engineering.

Analyze the effectiveness of industry and OSHA use of the National Fire Protection

Association Reactivity Rating system for process safety management purposes.

9



« Develop recommendations for reducing the number and severity of reactive chemical

incidents.

American Chemistry Council; Center for Chemical Process Safety (CCPS); Paper, Allied-
Industrial, Chemical & Energy Workers International Union (PACE); Synthetic Organic
Chemical Manufacturer’s Association (SOCMA)

Communicate the findings of this report to your membership.

10



1.0 INTRODUCTION

Pmssaic River

.=

Figure 1: Aerial View of the Paterson Plant

1.1 BACKGROUND

On Wednesday, April 8, 1998, at 8:18 pm, nine workers were injured in an explosion and fire at
the Morton International, Inc. (how Rohm and Haas Company) plant in Paterson, New Jersey.’
Thisincident was the result of a runaway chemical reaction during the production of Automate
Yellow 96 Dye. Because of the serious nature of the incident, which caused the hospitalization of
two employees, the release of chemicals into the community, and damage to the plant, the U.S.
Chemical Safety and Hazard Investigation Board (CSB) sent ateam to investigate the incident.

Morton International, Inc. is amajor salt producer and maker of specialty chemicalsfor a

variety of applications. Morton developed the Automate Yellow 96 Dye product in the 1980s.

" Morton International, Inc. was purchased in the spring of 1999 as a wholly owned subsidiary of Rohm and Haas
Company, which is a publicly held Fortune 500 company.
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Combined with other dyes, Automate Yellow 96 produced bright green shades of tinting for
fuels. Initial laboratory testing and pilot plant scale-up were conducted at Morton facilities in
Hounslow, England in 1986—-1989. During this development phase, Morton researchers
observed exothermic activity and determined that batch temperature control was key to
preventing the reaction from reaching runaway conditions. In 1988 and 1989, the Morton
research groups in Paterson, New Jersey, and Ringwood, Illinois, developed a staged heating
process for Yellow 96 and reported no temperature control problems during laboratory and
pilot-scale work. The first production-scale batch of Yellow 96 was manufactured at Paterson on
September 6, 1990.

1.2 INVESTIGATION PROCESS

The CSB received and shared information with the Occupational Safety and Health
Administration (OSHA), the Environmental Protection Agency (EPA), and local emergency
response organizations. The CSB examined physical evidence from the incident, conducted

interviews with Morton personnel, and reviewed relevant documents obtained from Morton.

The CSB was assisted in itsinitial field investigation work by contractors from the Department
of Energy’s Oak Ridge National Laboratory and the National Aeronautics and Space
Administration’s (NASA) White Sands Test Facility.® Calorimetric testing of the Yellow 96
process and process materials was conducted for the CSB by both the White Sands Test Facility
and Chilworth Technology, Inc.

8 The field phase of the investigation was delayed by approximately 6 weeks due to problems between the CSB
and Morton in obtaining proper credentials for the contract investigators. This delay did not affect the CSB’s key
findings or conclusions regarding the causes of the Morton incident.

12



1.3 PLANT FACILITIES

The Paterson facility is located in Passaic County, on a seven-acre site surrounded by other
industrial establishments and residential homes. On-site support facilities include offices,
laboratories, shops, lunchrooms, and locker rooms. The plant is bordered on the west by New
Jersey Route 20 (McLean Blvd.) and on the east by the Passaic River (Figure 1).

The incident occurred in Building 11 (B-11), a three-floor building on the east end of the
complex. A facility plot plan is provided in Figure 2. The plot plan identifies the location of
each of the process buildings, the K-7 chemical reactor vessel used on April 8 to produce
Yellow 96, and the hot box, which was used to preheat the ortho-nitrochl orobenzene (o-NCB)

for use in the Yellow 96 process.
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Industrial dye products were manufactured at the plant via batch processing. Various raw
materials were mixed in reaction vessels (kettles) and heat was applied to drive the reaction
process. The resulting dyes were further processed after the reaction steps to remove residual
chemicals and waste products. The final product was put into drums or transferred to product
storage tanks to be shipped off-site or blended with other products to produce different colors as

final products.

1.4 LAYOUT AND COMPONENTS

1.4.1 Kettle Description

From 1990 to 1996, Morton produced Yellow 96 in 1000-gallon kettles. In September 1996,
Morton switched production to 2000-gallon kettles to minimize color contamination between
different dyes produced in the same kettles. Kettle number seven (K-7), which was involved in

the incident, was one of the 2000-gallon kettles.

Kettle K-7 was designed and manufactured in 1962 (Figure 3 is a drawing of a kettle smilar to
K-7). Theinterior of the kettle was glass lined to prevent corrosion of the carbon steel shell and
heads. The inside diameter of the kettle was 78 inches and the height was about 107 inches. The
kettle heads were dished, with nominal thicknesses of 7/8 inch and 15/16 inch for the top and
bottom heads, respectively. The nominal thickness of the shell was 15/16 inch. A heating and
cooling jacket, or outer case, extended from the top head-to-shell weld downward to the middle
of the bottom head and surrounded the outside of the kettle. The kettle had a Maximum
Allowable Working Pressure’ (MAWP) of 100 psig. The MAWP for the jacket was 90 psig.
Kettle rupture disks were set at 10 psig.”®

9 The Maximum Allowable Working Pressure (MAWP) is the maximum pressure at which avessel is designed to
operate safely. Typically, vessels are operated at pressures significantly below the MAWP to provide a margin of
safety.

10 Rupture disks are emergency safety devices designed to open to relieve high pressure in vessels and protect
equipment and personnel from catastrophic failure of the vessel.

14



Nozzles were located in the jacket and on the top head of the kettle to provide piping

connections. The nozzle at the bottom of the vessel served as a drain. The most pronounced

feature of the top head was a 30-inch-diameter bolted closure. A glass-coated, single-speed

agitator was attached to the top surface of the bolted closure. The bolted closure contained a

14- by 18-inch elliptical manway secured by four C-type clamps.

Figure 3: Annotated Rendering of a Chemical
Reactor Head Similar to Kettle Seven

Besides the agitator bolted closure,
the chemical reactor’s head had the following:

(A) al4- x 18-inch elliptical inspection manway,

(B) apenetration for the thermocouple,

(C) an 8-inch nozzle to the rupture disks and the
10-inch pressure manifold leading to the
catch-all tank,

(D) aconnection for the liquid condensate return,
from the liquid separator,

(E) an acid feed line into the kettle,

(F) adirect kettle vent line to the B-11 manifold
that collected organic vapors and delivered
them to the site’s thermal oxidizer,

(G) an 8-inch line to the condenser on the third
floor of B-11. A raw material feed nozzleis
located behind the 15-hp. electric agitator
motor.

(http://www.pfaudler.com/gle/vessel s.html)
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The CSB determined that the kettle and jacket
design, fabrication, inspection, hydro testing,
and registration stamping met the
requirements of the American Society of
Mechanical Engineers, Section V111, Boiler
and Pressure Vessel Code.

142  Kettle System

The entire K-7 process system, with the
exception of the thermal oxidizer and
pressure-relief catch tank, was located inside
Building 11. The kettle extended vertically
from the ground level to the second floor.
The operators had access to the kettle's top
head and associated nozzles on the second
floor where the raw materials were added.
Valve handles and temperature readout and
recording instruments were also located on

the second floor.

Ground-level valve handles were modified to
extend up through the second-story floor

grating, allowing the operators to control
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Figure 4. Simplified Process Flow Diagram

each valve manually from the second floor. The third floor housed the condenser and exhaust

piping leading outside to the thermal oxidizer and pressure-relief catch tank.

Temperature in the vessel was controlled by adjusting the flow of cooling water and steam
piped to the kettle's jacket with manually operated valves. The operators determined the degree
to which these valves were opened based on their experience in running the process. The timing
of switching from hesating to cooling or vice versa was aso based on the operators’ experience.
The cooling-water inlet was located at the bottom and the steam inlet was located at the top of
the jacket. The water outlet was shared with the steam outlet at the top of the jacket. Steam that
condensed during heating operations was drained from the bottom of the jacket and directed to
the boiler condensate return. Figure 4 is a simplified flow diagram of the K-7 reactor system.
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Reactor instrumentation provided measurements of reactor temperature, reactor pressure, and
cooling water pressure. Reactor temperature was measured by one thermocouple* connected to
two temperature readouts. a digital display and a circular recording chart. The recording chart
could not record temperatures greater than 150°C, although the digital readout continued to
display temperatures above 150°C (see Figure 5). The kettle was not equipped with temperature

or pressure alarms and there were no automatic shutdown devices.

Figure5: Temperature Chart and Digital Display

The round window in the aluminum box contained the
temperature chart. The rectangular cutout above and to the
left of the chart contained the digital temperature readout.

A thermocouple measures temperature. A thermocouple is composed of two dissimilar metals fused together;
the junction between the two metals generates a voltage that is a function of temperature.
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2.0 DESCRIPTION OF THE INCIDENT

2.1 INCIDENT EVENTS"®

On April 8, 1998, the second work shift began at 4:00 pm. During this shift, Yellow 96 was
scheduled to be prepared in K-7, a 2000-gallon jacketed kettle located at the east end of
Building 11 (B-11). Plant batches of Yellow 96 had been numbered sequentially from the
beginning of production in 1990 and this was to be batch #32. The supervisor assigned two
chemical operators to the production and provided them with the batch sheets for Yellow 96.

Operators used batch sheets for step-by-step direction in performing the process. The batch
sheets were written and approved by plant management, and supervision and operations
personnel. The Yellow 96 batch sheet was nine pages long and had abbreviated safety data
sheets (listing only the key health hazards and protective equipment) for the raw materials and
products as well as alist of raw materials.® The batch sheets outlined the procedures for each
step in the process. Operators were required to record the time when each step began and ended,
the temperature of the kettle contents, and their initials. Each batch was assigned a sequential

lot number. The lead operator performing the process controlled the batch sheets throughout the
production of Yellow 96. Upon completion of the batch, the operator returned the sheets to the

supervisor along with the temperature recording charts generated during the batch.

Both operators involved in the incident had made Yellow 96 before. The lead operator had 31

years of plant experience and the assistant operator had more than 3 years of experience.

Before beginning batch 32, the operators inspected the kettle through the manway to ensure that
it was clean. The lead operator recalled that the temperature of the kettle was approximately 20
to 30°C (68 to 86°F) during and after the inspection. Once the inspection was completed, the

12 This narrative can be followed on the Incident Timeline in Appendix A. It describes the actions taken by the
operators working on the second floor operating deck of B-11 and the subsequent emergency response activities.
13 Complete Material Safety Data Sheets for Yellow 96, 0-NCB, and 2-EHA may be found in Appendix C.
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manway cover was closed and clamped
onto the kettle using four C-type clamps

(see Figure 6).

The first processing step was the addition
of ortho-nitrochlorobenzene (0-NCB) to
the kettle. Because 0-NCB has a melting
point of 32°C (89°F), the drums required

for a batch were placed in a hot box for

severa days to be melted before use. The
Figure 6 Manway Hatch in Place hOt bOX Wwas an enCI Owj rOOm, Wlth a
As seen in this photograph of a similar kettle, four clamps steam heater, large enough to contain the
hold the inspection manway hatch in place. . . .
drums (the hot box is shown in Figure 2,

to the west of Building 11).

The operators prepared to transfer the o-NCB from the drums by ensuring that all kettle valves
were closed, except for the vacuum valve, and the agitator was started. A vacuum was used to
draw the o-NCB from the supply drum to the kettle through a combination of piping and
flexible hose. This operation was repeated until all drums were empty. The transfer of the
0-NCB was normal, taking approximately 30 minutes (until 5:15 pm) indicating that the
vacuum was adequate and the o-NCB was well liquefied. Once the transfer of the o-NCB was
completed, the temperature of the o-NCB inside the kettle was reported by the lead operator to
be “60-something degrees, ailmost 70°C” (158°F), while the second operator recalled that it was
“about 44°C.” The U.S. Chemical Safety and Hazard Investigation Board (CSB) determined
through interviews that the operators did not adjust the initial mix temperature to between 40 to
42°C (104 to 108°F) as required by the batch sheet. This temperature-reduction step would have
reduced the initial rate of the reaction to produce Yellow 96.

The next processing step was the addition of the 2-ethylhexylamine (2-EHA). The operators
readied the kettle by ensuring the vacuum valves and drain isolation valves to the kettle were

closed. They opened the kettle vent to ensure there was no buildup of pressure when the 2-EHA
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was added. The operators left this vent

o

'Condenser ’ iy
Vent - g

valve open for the duration of the
operation, allowing the process to be
performed at atmospheric pressure (see

Figure 7).

Next, the operators added 2-EHA to the
kettle. The 2-EHA was pumped into the
kettle from an underground storage tank
through a meter that stopped the flow
when the preset amount of 2-EHA had
been pumped. The kettle agitator

Y Conden l € continued to operate during the 2-EHA
1. Ll REUI addition. The transfer took approximately
Figure 7: Condenser a_nd Vent Piping 25 minutes. After adding the 2-EHA, the
The system’s vent to the atmosphere was through the top operators left the building for dinner,

of the condensate collection end of the condenser. ) )
returning at approximately 7:35 pm.
After the addition of the 2-EHA, which was at ambient temperature, the operators stated that
the temperature of the mixture was approximately 44 to 48°C (111 to 118°F). Since the onset
temperature for the reaction was 38°C, it islikely that the reaction to produce Yellow 96 was

already occurring at a very low rate at this time.

2-EHA is a combustible material, with a flash point of 52°C (126°F). o-NCB has a flash point
of 127°C (261°F). Thus, both substances were above their flash points during a portion of the

normal process and during the runaway incident.

The staged heating procedure used by Morton to produce Yellow 96 started with an initial
heatup of the reaction mixture to 90°C, with gradual increases thereafter to 150 to 153°C. With

14 Flash point is the minimum temperature at which aliquid gives off sufficient vapor to form an ignitable mixture
with air near the surface of the liquid.
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both the 0-NCB and the 2-EHA now in the kettle, the operators slowly raised the temperature to
initiate the reaction by opening and closing valves to alow steam to enter the kettle jacket in
short bursts, typically lasting several minutes. This processing step was designed to raise the

temperature slowly. The expected reaction time for a batch was 6 to 8 hours.

At approximately 7:40 pm, the lead operator began to raise the temperature of the mixture by
introducing steam to the kettle's jacket. The operating procedures stated that the heating process
was necessary to start the exothermic reaction used to produce the dye. To introduce steam to
the kettle's jacket, the operator opened the kettle jacket’s steam-outlet and steam-inlet valves
and watched for steam to appear at the steam blow-off line. The steam and cooling-water valves
were grouped on opposite sides of the kettle and were operated by hand-wheels on extension
rods to the valve bodies below the operating deck. Once the jacket was filled with steam, the
steam-outlet valve was closed. The lead operator applied steam to the kettle for about 10
minutes, stopping when the jacket’s pressure gauge read 5 to 10 psig. He repeated this step two
more times, watching the digital temperature readout. As the temperature rose, he noticed that
the rate of the kettle’'s temperature rise was unusually fast. He recalled that the temperature of
the batch rose quickly from 70 to 80°C (158 to 176°F) and that the tenths decimal reading on
the digital temperature indicator was “moving very fast.” This rapid temperature rise began
within the first 15 minutes after the start of heating. The typical heat-up rate during this phase

of the process was 1-2 degrees per minute.

At approximately 8:05 pm, with the temperature at 100°C (212°F) and rising rapidly, the
operators switched from heating the reactor to cooling by closing the jacket steam valves and

opening the cooling water valves.

Three other experienced operators became aware of the problem and came to assist. They
inquired if the cooling water was on, and at least one of them confirmed the valve positions.
The lead operator re-verified the positioning of the valves to ensure that the cooling-water inlet
and outlet valves were full open and that the steam-inlet and steam-condensate valves were
closed. The operators stated in interviews that they had heard the sound of the cooling water
flowing through the piping, another indicator they used to ensure cooling water flow. The CSB
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confirmed that the valves had been

working properly.

Approximately 2 minutes passed. The
operators called the supervisor to assist
and he also verified that al valves were
configured properly. The temperature chart
recorder, which had a maximum reading
of 150°C, was now off scale and of no use
to the operators, but the digital gauge
showed that the temperature continued to
rise. The kettle began to vibrate and very
turbulent vapor appeared in the glass
section of pipe above the kettle leading to
the condenser (Figure 8). This vapor was
composed of 2-EHA and gases generated

by the decomposition reaction.

The kettle's emergency relief system,
consisting of two 6-inch rupture disks set
to open at 10 psig, activated. The
operators estimated that the temperature at

the time the rupture disks vented was

Figure8: Glass Section of 8-inch Line to Condenser about 180 to 190°C (356 to 374°F).
The 8-inch line to the condenser had a glass section above Figure 9 shows the recovered dual rupture
the kettle head in which turbulent, refluxing vapor could be . .
seen inYellow 96 batch 32, disk assembly. The rupture disks were

installed on the top of the kettle in a 6-inch
diameter line that vented into a 10-inch diameter manifold. This manifold dumped the vapor
and liquid aerosol flow into a catch tank outside Building 11. A total of 100 gallons of various

chemicals were recovered from this tank after the incident. However, without information on
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Figure9: Rupture Disk Assembly Recovered from
K-7 after the Incident (both disks blown)

the contents of the tank before the incident, the CSB could not determine which materials were

vented during the event.

The batch temperature continued to increase rapidly, passing the Yellow 96 decomposition onset
temperature of 195°C (383°F). The kettle began to rumble and shake more violently. One
operator noticed that material was being blown up from the kettle and into the condensate
return separator, indicating that the boiling of 2-EHA and the generation of gases from the
reactions had exceeded the capacity of the condenser. The condenser’s tubes were flooded with
liquid, and the system was trying to relieve its pressure by backward flow up the condensate

return line and through the condenser vent.

At the point of the disk failure, an operator who was standing near the kettle reported that he
saw the digital temperature reading increase from 190 to 260°C in less than 30 seconds. He
then shouted to several other operators and started to run towards an exit. As he reached the top
of the stairs located in the middle of the second floor, he heard additional sounds, including a
gush of air, which he associated with the failure of the glass condensate return separator
assembly. At ground level, he shouted a warning to three more workers who were unaware of

the danger. They all ran toward an exit.
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At almost the same time, the operator and supervisor still at the kettle reported in interviews
that they observed the temperature on the digital temperature readout at about 200°C (392°F).
They remained unaware that the batch temperature was above the decomposition temperature of
the Yellow 96 product. At this point, the operator and supervisor ran toward the second-floor
northeast exit. The reaction in the kettle was vibrating the second-floor steel decking and there
was a very loud rumbling, which other workers on the site thought was the sound of atrain

passing.

At 8:18 pm, the pressure in the kettle blew the inspection manway off the vessel. The manway
was found 15 feet from the kettle, and the heat and pressure extruded the head gasket of the
vessal through the bolted connection of the
30-inch bolted closure with the top head of
the kettle (Figures 10 and 11).

From the open vessel manway, a jet of hot
reactants erupted, emptying the vessel. The
gjected material penetrated the third floor and
the roof. An aerosol mixture of gas and liquid
shot above the roof and spattered the adjacent
neighborhood with a yellow-brown mixture

of compounds including Yellow 96 and

Extruded
Head
Gasket

Figure 10: Extruded Head Gasket

Figure 11: Recovered Inspection Manway Cover

This was aresult of the heat and pressure that developed
during the explosions. This photo shows the scars where the clamp tore away.
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Figure 12: Post-accident Photo of the Kettle

The kettle is leaning against the east-west concrete block wall that divided the
building. (The second floor grating is visible at the right edge of the photo.)
(The color balance of this photo has been altered in order to show
detail in the dark shadows.)

0-NCB. This aerosol plume ignited forming alarge fireball above the roof. The recoil from the
expanding gases of the explosion twisted the kettle off its mounts. The kettle dropped 4 feet
onto the ground level below and was found leaning against a cinder block wall. Figure 12
shows the final resting position of the vessel after the blasts and fire.

As the operator and supervisor reached the second-floor exit landing, the explosion blew them
to the mid-level landing and flash fires spread throughout the building. The building's wall
panels and windows were blown out by the blast, absorbing much of the explosion’s energy and
preventing greater damage. The lead operator and the supervisor were blown off the mid-level
stair landing onto to the ground. They suffered second- and third-degree burns, requiring their
hospitalization in intensive care for 5 days. Injuries to the other workers included first-, second-,

and third-degree burns, contusions, abrasions, lacerations, and muscle strains.
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2.2 EMERGENCY RESPONSE

The Paterson Fire Department (PFD) arrived at 8:24 pm. The Paterson fire chief assumed
command of the fire-fighting effort and called for the Hazardous Materials (HazMat) team. Fire
was visible burning through the roof of the building. Before the PFD began their attack, plant
personnel assembled the necessary information on the location and materials involved in the fire
and the Paterson fire chief determined whether the presence of water-reactive chemicals

precluded the use of water to fight the fire.

Once determined safe, water was applied to the fire. The flames were suppressed in about

1 hour, but the PFD continued the water deluge to facilitate the HazMat Team’s entry and initial
survey at 9:44 pm. The HazMat Team conducted a primary and secondary search throughout
the building, which indicated that all workers had escaped. The PFD team then entered the east
end of the building on the second floor with a portable dry chemical fire-extinguishing unit to
extinguish the remaining fires. The firewater was stopped as soon as possible to prevent
washing contaminants into the Passaic River, which borders the plant’s eastern side. The fire
was reported under control at 11:27 pm. The K-7 fire-suppression system, located over the top
of the kettle, and the B-11 fixed fire-water deluge system were damaged by the explosion and

did not aid fire suppression.

Morton collected on-site approximately 310,000 gallons of contaminated water from fire-
fighting operations and next-day rain. Less than 10,000 gallons of contaminated
firewater/stormwater reached the Passaic River, according to an estimate by Morton.*

15 Morton International, Inc., to NJ Department of Environmental Protection, “Discharge Confirmation Report,”
May 7, 1998, page 7.
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2.3 OFF-SITE IMPACTS

During the fire, the ambient temperature was about 40°F. It was a clear night, with light winds
mostly from the northeast, switching to the southeast. These winds blew the plumes of

reactants, products, and smoke off the plant site. The fallout was mainly to the west of the plant.
Spots were reported on cars in the neighborhood, at an adjacent candy factory, and at a car

dealership one-half mile away.

Nearby residents were ordered to shelter in-place during and immediately after the fire-fighting
attacks. The shelter-in-place was conducted by the Paterson Police Department and
encompassed a 10-block by 10-block area around the plant. The shelter-in-place lasted for
approximately 2 to 3 hours.

During and following the fire, air monitoring was performed by various organizations, including
the Passaic County Department of Health, Paterson Office of Emergency Management, the
Environmental Protection Agency, and Morton. Tests conducted during the fire by the Passaic
County Department of Health were negative for benzene, halogenated hydrocarbons, and

nitrous compounds.

Workers at two neighboring businesses and fire fighters reported throat irritation and a slight
burning in their eyes and on their skin. Several odor complaints were also received from

community members.

Approximately 20 hours after the incident, a health warning statement, prepared by the Passaic
County Department of Health and issued jointly with the Paterson Mayor’s office, was
distributed to the local community. It advised residents to avoid contact with the deposited
material, listed steps to be taken in case of health effects, and instructed residents on how to

handle contaminated items.

Wipe samples were taken of visible material deposited on automobiles and buildings near the

Morton facility. These samples contained measurable quantities of Yellow 96 Dye and 0-NCB.
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(X .
Figure 13: Building 11's Blowout Panels and Window Frames

2.4 PROPERTY DAMAGE

The open flooring in B-11, in conjunction with the blowout walls and windows, minimized the

fire and blast damage to the load-bearing structure of the building.

The blast blew out the windows, doors, and blowout walls of B-11 (Figure 13). While there was
some blast damage in the immediate vicinity of this reactor vessel, most of the damage was

caused by the ensuing fire. The second blast was outside, above the roof.

Structural consultants subsequently determined that the load-bearing columns were not severely
damaged. Overall, the building was still structurally sound and some of the equipment was
salvageable.
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3.0 ANALYSIS OF PROCESS CHEMISTRY

3.1 REACTIVE CHEMICAL ANALYSIS

The runaway chemical reaction incident in the Yellow 96 process involved two reactions: (1) the
desired synthesis reaction to form the product, and (2) the undesired decomposition reaction of

the product.

The heat produced by the exothermic reaction that formed the product exceeded the heat-
removal capacity of the kettle and rapidly raised the temperature of the batch. That heat
generation caused the vapor pressure of the 2-ethylhexylamine (2-EHA) to rise until it boiled
and the reaction released additional gases, pressurizing the vessel. The heat released aso raised
the temperature of the batch above the decomposition temperature of Yellow 96, at which point
the gaseous products of the decomposition reaction resulted in even greater pressure,

culminating in the explosion and the final release of material from the kettle.

Chilworth Technology, Inc., of Monmouth Junction, New Jersey, was hired by the the U.S.
Chemical Safety and Hazard Investigation Board (CSB) to conduct a battery of calorimetric
tests analyzing the Yellow 96 synthesis and decomposition reactions. Two exothermic reactions
were observed: Reaction 1, the desired reaction of 2-EHA with ortho-nitrochlorobenzene
(0-NCB) to form Yellow 96 had an onset temperature (T) of 38°C. Reaction 2, the
decomposition reaction of the Yellow 96 had an onset temperature of 195°C. (The onset
temperature is the lowest temperature at which exothermic activity is observed.) Chilworth also
determined that the onset temperatures for the generation of permanent gases were 139°C for

the desired synthesis reaction and 201°C for the decomposition reaction.*

16 Chilworth Technology, Inc., to U.S. Chemica Safety and Hazard Investigation Board, Report No.
R/2713BR/0400/DY K, “Closed Tube Test (Carius Tube Test) Measurement Results and Interpretation for the
Thermal Decomposition of the Formation of Automate Yellow 96,” April 14, 2000.
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The heat released during the synthesis reaction raised the temperature of the reaction mixture.
The rate of the temperature rise depended on the balance between the reaction rate, the heat
capacity of the chemicals, and the rate of heat removal by the reactor’s cooling water jacket. To
hold a constant temperature in the kettle after the synthesis reaction had begun, the operators
manually adjusted the flow of cooling water through the water jacket, trying to balance the heat
removal rate with the heat generation rate. Without any indicators for water-flow rate or for
cooling-water inlet and outlet temperatures, the operators controlled the kettle's temperature
based on in-house training and experience. The operators also had to take into consideration a
time lag in the temperature response of the reaction mixture to the manual adjustmentsin the

cooling-water flow.

The released heat not only raised the batch temperature but also accelerated the reaction rate,
making the temperature rise more difficult to control. The accelerating reaction rate made it
more likely that the heat generated by the reaction would exceed the rate of heat removal for
which the kettle was designed, resulting in a runaway, uncontrollable condition. The runaway
condition occurs because the rate at which heat is removed through the jacket increases linearly
with increasing temperature, while the rate at which heat is generated by the reaction increases

exponentially (see Figure 14).

The reaction rate is determined both by the volumetric concentrations of the two reactants and
the temperature. The rate of areaction increases exponentially with temperature. At the
beginning of the reaction, the reactants are at their maximum concentrations. As the reaction
proceeds to completion, the starting materials are depleted and the reaction slows down.
Therefore, at the start of the batch, with a high inventory of reactants, the influence of
temperature on the heat generation rate is greatest and there is the most danger of overrunning
the heat removal capacity of the kettle. As will be discussed in Section 4.0, Analysis of Process
Development Program, use of a semi-batch process instead of a batch process, could have

provided the operators with more control over the reaction.

The operating procedures for Yellow 96 stated that the operators should heat the reactant

mixture to 90°C to initiate the reaction; however, in the operators’ experience, following the
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operating procedures resulted in a temperature increase that was difficult to control. The
operators believed that the reaction between 2-EHA and 0-NCB started as early as 75°C
(167°F) and so most operators turned the steam heating off when the reaction temperature
reached approximately 70 to 80°C. The CSB confirmed the operators’ observations:
calorimetric testing determined that the onset temperature for the Yellow 96 synthesis reaction
was 38°C. Therefore, the reaction would proceed slowly even at temperatures lower than was

thought by the operators.

The operating procedure required that the operators should begin the heating process from a
temperature of 40 to 42°C (104 to 108°F), but the operators usually started heating the initial
mixture at whatever the batch temperature was after the addition of the 2-EHA to the o-NCB.
The review of completed batch sheets as well as interviews showed that the starting temperature
was greater than 40 to 42°C (104 to 108°F) in a number of cases, including batch 32 (as
determined in interviews). Since the reaction began at 38°C, starting from alower temperature
and a correspondingly lower initial reaction rate would have given the operators more time to

react and possibly control the rising temperature before the heat generation rate overran K-7's

Heat production

Heat removal

Rate of heat production/removal

T o s

Temperature

Figure 14: Heat Generation versus Heat Removal Rate

If the reaction temperature exceeds point A, the rate of heat generation exceeds
the rate of heat removal and the reaction will run away.
(HSE, Designing and Operating Safe Chemical Reaction Processes, page 10)
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cooling capacities. The operators had been able to do just that during previous batches that

exhibited temperature excursions (see Section 5.3).

If the cooling water is incapable of removing al of the heat generated by the reaction, the
temperature rises and accel erates the reaction rate. In batch 32, the accelerating synthesis
reaction continued to generate heat, raising the temperature. As a result of this heating, the
residual 2-EHA in the kettle began to vaporize rapidly as was observed in the 8-inch glass line

between the kettle and the condenser by the operators.

In some batch operations evaporation and condensation (refluxing) can be an effective heat-
removal technique. Heat generated by the reaction is used to boil a solvent or other materials
in the reactor. This vaporized material is then cooled and converted back to liquid in a
condenser. The heat is thus transferred to the water used to cool the condenser and removed
from the process. The Yellow 96 researchers in the United Kingdom considered using
evaporation and condensation as a heat-removal mechanism but it was not considered in the
Paterson plant design. Vaporization and condensation, however, did occur in batch 32, but the
vaporization proceeded at too fast arate for all the materials to condense, while additional
noncondensable gases were also being generated. Operators had seen vigorous refluxing
during the reaction in only one previous batch (batch 31), a high-temperature excursion

beyond the normal operating limit.

As the reaction temperature approached 195°C (383°F), the undesired exothermic
decomposition reaction of Yellow 96 began producing more heat and noncondensabl e gases,
which further pressurized the vessel. The pressure in the vessel rose higher than the rupture
disk pressure setting (10 psig). At about 180 to 190°C (356 to 374°F), the rupture disks
vented, allowing material to escape to the catch tank and to the atmosphere. However, the
venting area available through the rupture disks was insufficient to relieve the pressure being
generated by the reaction, so the pressure in the kettle continued to rise. The 8-inch glass line
to the condenser (see Figure 9) and the glass 2.5-inch condensate return line shattered, also

venting reactants.
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The pressure resulting from the Yellow 96 decomposition continued to increase rapidly and
exceeded the kettle's ability to relieve through the several now-opened lines. This pressurization
eventually caused the manway inspection hatch to be blown off. The expanding vapors and the
decomposition gases propelled the reaction mixture through the third floor and roof as a two-

phase flow of vapors and liquid."”

3.2 TESTS OF RAW MATERIALS

NASA’'s White Sands Test Facility™ and Chilworth® conducted differential thermal analysis®
tests for the CSB on the two raw materials. No exothermic reactions or pressure spikes were
detected for the individual reactants until temperatures were above the maximum Yellow 96
operating temperature (160°C). After the incident, the Occupational Safety and Health
Administration (OSHA), the Environmental Protection Agency (EPA), and Morton analyzed the
unused raw materials and determined that the reactants used were within the expected quality
range. These tests confirmed that the runaway reaction was not the result of contamination from

the raw materials.

17 An analogy for the eruption of two-phase flow from the kettle is the release of gas, liquid, and foam observed
when a container of carbonated beverage is shaken and then opened.

18 NASA, White Sands Test Facility, “NASA Analyses of the Reaction of ortho-Nitrochlorobenzene with
2-Ethylhexylamine,” September 1998.

19 Chilworth Technology, Inc., to U.S. Chemical Safety and Hazard Investigation Board, Report No.
R/2713/0600/BC, “ Differential Scanning Calorimetry of 2-Ethylhexylamine, chloronitrobenzene and Automate
Yellow 96 (Crude and Pure),” June 2, 2000.

20 Differential Thermal Analysis (DTA) isapreliminary screening test, similar to the Differential Scanning
Caorimetry (DSC) performed by Morton in 1987. DTA is used to determine whether an exotherm occurs, the
exothermic onset temperature, and the amount of heat generated. The DTA test used small samples, e.g., severa
milligrams. The sample is heated at a controlled rate. The onset temperature, T, is the temperature at which the
sample first shows an observable thermal response due to reaction or decomposition.
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4.0 ANALYSIS OF PROCESS DEVELOPMENT
PROGRAM

TheYellow 96 process went through several research phases at different branches of Morton.
(The Timeline in Appendix B summarizes important dates in the development and production of
Yellow 96.) The company began its research with small-scale reactions in 1986 at their
Hounslow, England, facility. Larger experimental batches of Yellow 96 were produced in 1987
and 1988. Morton researchers observed exothermic activity in these tests. Morton contracted
Brunel University in the United Kingdom to perform differential scanning calorimetry (atypical
screening test for exothermic activity) on the reaction in 1987. In these tests, “the material was
found to decompose with considerable generation of heat at above 220°C.”# Morton devel oped
a semi-batch, staged addition process to control the exothermic reaction rate in these early
trials. The researchers added the ortho-nitrochlorobenzene (0-NCB) to the 2-ethylhexylamine
(2-EHA) in four equal portions and allowed the reaction to run its course and subside between
0-NCB additions.”

In 1989, the researchers at Hounslow wrote areview of the process in which they made a
number of recommendations regarding the reaction control and safety. This review was faxed to
the Paterson plant on April 28, 1989.2 Among other things, the researchers recommended
controlled cooling-water addition directly into the reactor as an emergency method to stop a

runaway reaction.

This process review memo also included the recommendation that accelerating rate cal orimetry
testing be performed to determine “the rate of reaction under the worst reaction conditions ...

the rate of decomposition of the finished product ... [and] pressure rise data which could be

21 CSB-NJ249, CSBINSP002548, Morton Internal Memorandum, R. Pollington to C.J. Bird, et a., “ Thermal
Stability of Yellow 152" April 8, 1988.

22 During much of the development work, Morton referred to the Yellow 96 material as “Liquid Yellow 152" or
“Sudan Yellow 152"

23 CSB-NJ248, CSBINSP002476, fax message, A. Pearce to J.J. Fuerholzer, April 28, 1989.
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used to size emergency venting equipment ...."* Morton did not perform these additional tests

or install the recommended safety equipment.

In late 1989, Morton transferred its research effort on Yellow 96 to the United States. Initial
research was conducted at the Paterson plant. Paterson revised the process from semi-batch to a
full-batch process in order to minimize employee exposure to 0-NCB. In the batch process, the
full amounts of 0-NCB and 2-EHA were added to the reactor first, and heat was then applied to
initiate the reaction and drive it to completion. This procedure, with one total addition of
0-NCB versus the four partial additions in the semi-batch process, was used throughout Yellow
96 production at Paterson. Morton did not take into account that switching from their initial,

semi-batch process to the full-batch process resulted in a more hazardous condition.

In Inherently Safer Chemical Processes, the Center for Chemical Process Safety notes. “ Semi-
batch or gradual addition batch processes [Morton's initial process design] limit the supply of
one or more reactants, and increase safety when compared to batch processes in which all
reactants are included in the initial batch charges [Morton’s production process]. For an
exothermic reaction, the total energy of reaction available in the reactor at any timeis
minimized.”* The U.K. Health and Safety Executive (HSE) writes in a recent publication that
semi-batch processes “reduce the quantity of reactant present and controlling the addition rate
may stop the reaction in the event of a hazard arising.”* At the start of the batch process, when
the reactant concentrations were at their maximum levels, the influence of temperature on the
rate of heat generation was greatest, and there was the most danger of exceeding the hesat
removal capacity of the kettles.

Paterson’s research did not specifically test for the exothermic reactions and their |ab-scale

work did not reveal the runaway potential of these reactions. After receiving additional

24 CSB-NJ249, Morton Internal Memorandum, R. Pollington to C.B. Bird, et al., “LY 152 Process Review,”
April 8, 1989.

25 Center for Chemical Process Safety. Inherently Safer Chemical Processes, A Life Cycle Approach; American
Institute of Chemical Engineers; New York, 1996, 44.

26 Health and Safety Executive. “Designing and Operating Safe Chemical Reaction Processes,” HSE Books:
Norwich, U.K., 2000, 16-17.
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documentation from Hounslow alerting them to the possibility of a runaway exothermic
reaction, including the process review memo noted above, Paterson researchers performed
further experiments and determined that they could adjust the temperatures of the reaction to

“reduce the potential for overheating the mixture.”

Morton also conducted research at its Ringwood, Illinois, semiworks facility, producing six tria
batches of material, in sizes of 80 to 425 gallons. In these pilot-scale batches, Morton was able

to control the exothermic reaction within operating limits.

Paterson staff used a “ Premanufacturing Process Review Checklist” as a guide for bringing
Yellow 96 to full-scale production in 1990. The Yellow 96 checklist contained an information
package (process transmittal) received from the Ringwood semiworks facility. The information
included batch sheets from the Ringwood batches, material safety data sheets (MSDSs) for the
materials used in the process, and several memos and notes relating to the process. The memos
noted the presence of an exothermic reaction but stated that the process could be controlled by

correctly following the operating steps.

Morton did not conduct a preliminary hazard assessment when they brought Yellow 96 to
production in 1990. Preliminary hazard assessment and Process Hazard Analysis techniques
were in use throughout the chemical process industries at this time and had been gathered and
published by the Center for Chemical Process Safety in 1989, 3 years before OSHA's

promulgation of the Process Safety Management rule.?’#

The observations by the Morton researchers of the several |aboratory and pilot-scale batches
performed in the United States were the determining factor in Paterson’s analysis of the safety

of the process. To design a safe reaction process, certain basic information is required. The

27 Center for Chemical Process Safety. Guidelines for Hazard Evaluation Procedures, American Institute of
Chemical Engineers: New York, 1985.

28 Center for Chemical Process Safety. Guidelines for Technical Management of Chemical Process Safety,
American Institute of Chemical Engineers: New York, 1989.
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empirical ability to control the process in laboratory and pilot plant should have been

augmented by additional key engineering work, such as:

«  Conducting additional calorimetric testing when the process was changed from staged
addition of o-NCB to staged heating of the entire reaction mass.

« Calculating a heat and mass balance to determine if there was sufficient heat removal
capability in the reactors to handle foreseeable events and to determine the influence of

reactor vessdl size on this function.

Determining the worst case venting scenario and sizing the reactor’s safety relief devices
accordingly. The pressure relief devices on the Paterson reactors had been sized for the
scenario of an external fire that would boil xylene in the kettle. Morton did not run
calculations to determine if the relief devices could safely vent the pressure generated by a
runaway exothermic reaction or if the reaction vessels were strong enough to safely contain

the maximum expected pressure.
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5.0 ANALYSIS OF PROCESS SAFETY MANAGEMENT
PROGRAM

Morton’s Process Safety Management (PSM) program did not require adherence to a number of
industry good practice guidelines for the safe management of reactive chemical processes.
Morton also did not effectively implement important requirements of their internal PSM

program. Deviations in the following areas were important factors leading to the accident:
«  Process Safety Information

« Process Hazard Analysis

- Investigation of Problems with Previous Batches

«  Management of Change

«  Operating Procedures and Training

5.1 PROCESS SAFETY INFORMATION

Paterson facility personnel were not aware of the existence of the decomposition reaction. The
Process Safety Information (PSI) package, which was used by the Paterson personnel to design
the Yellow 96 production process in 1990 and which served as the basis for a Process Hazard
Analysis (PHA) conducted in 1995, noted the desired exothermic synthesis reaction, but did not

include information on the undesired exothermic decomposition reaction.

TheYellow 96 process safety information package did not contain details of the research on the
exothermic reactions performed at Hounslow nor did it contain the recommendations made by
Hounslow for process safety, control, and additional testing in the “LY 152 Process Review”
memo, which had been faxed to Paterson on April 28, 1989. Inclusion of thisinformation in the

process safety information package was a requirement of Morton’s PSM program.
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Morton's Material Safety Data Sheet (MSDS) for Yellow 96 Dye stated that the National Fire
Protection Association (NFPA) Reactivity Hazard Rating® for this material was a0 (on a0 to 4
scale, with 4 being the most reactive). The U.S. Chemical Safety and Hazard Investigation
Board (CSB) has determined that the proper reactivity rating for Yellow 96 Dyeis 1.*°* The
reactivity rating is a ranking of the “degree of susceptibility of materials to energy release.
Some materials are capable of rapid release of energy by themselves, through self-reaction or
polymerization, or can undergo violent explosive reaction through contact with water or other
extinguishing agents or with certain other materials”* The NFPA defines O materials as
“materials that in themselves are normally stable, even under fire conditions,” while 1 materials
are “normally stable, but ... can become unstable at elevated temperatures and pressures.”* The
NFPA ratings are used by emergency responders, employees, and customers, as an indicator for
the degree of hazard associated with a chemical. Erroneous information regarding reactive
hazards can result in errors in handling or responding to emergencies. In this incident, the

difference did not affect the emergency response activities.

TheYellow 96 Dye MSDS also stated that the compound’s boiling point was 100°C. The CSB
determined that the boiling point is actually much higher, approximately, 330°C, which is
greater than the decomposition onset temperature of 195°C. While not contributing to causing
the incident, the foregoing MSDS discrepancies are examples of shortcomings in Morton’s

Process Safety Information package.

29 NFPA704, “Standard System for the Identification of the Hazards of Materials for Emergency Response,” 1996
edition, pages 704—707. The NFPA hazard rating system is intended to provide basic information for fire fighters
and emergency responders. In addition to reactivity, the NFPA system rates fire and health hazards on the same 0
to 4 scale.

30 Chilworth Technology, Inc., to U.S. Chemical Safety and Hazard Investigation Board, Report No.
R/2785/0600/BC, “Instantaneous Power Density via Differential Scanning Calorimetry,” June 26, 2000.

31 Based on determination of the Instantaneous Power Density (IPD) of Yellow 96 per the method of NFPA 704,
1996 edition.

32 NFPA704, “Standard System for the Identification of the Hazards of Materials for Emergency Response,” 1996
edition, pages 704—707.

33 1bid., pages 704-708.
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5.2 PROCESS HAZARD ANALYSIS

Process hazard analysis (PHA) is a structured, in-depth examination of a chemical plant

process. The objectives of a PHA are to:

- identify the factors in the process that have the potential to cause undesired events (process

hazards);

« uncover the foreseeable sequences of events (scenarios) that could lead to the realization of

these hazards,
- evaluate the consequences of these scenarios should they occur;

+  propose improvements, as warranted, to equipment and procedures that either reduce or

eliminate the hazards, prevent the scenarios from occurring or mitigate their consequences.

The PHA conducted for the Yellow 96 process did not address the consequences of potential
deviations such as excessive heating, a runaway reaction, or the inability to provide enough

cooling to maintain temperatures in a safe operating range.

The formal PHA for Yellow 96 was conducted in January 1995, approximately 4 years after the
first batch was produced at Paterson. The PHA was performed using the “What 1?7’ method of
analysis. The PHA team analyzed the raw material storage tanks; the weigh tanks; the kettle
vessel/agitation/instrumentation; the kettle condensers, receivers, piping, valves, and pumps; the
elevator and pallet jack; the water scrubber; the dye coupling tanks; and the various site support
systems. The PHA did not specifically address the processing of Yellow 96 in K-7 but generally
covered al of the reactor kettles, both 1000- and 2000-gallon capacity.

As noted earlier, the Paterson Plant received a number of memos from the Ringwood facility
that indicated the potential for athermal runaway in the Yellow 96 process. Ringwood stated,
“1f the batch [ortho-nitrochlorobenzene (o-NCB) charge to the kettl€] is left to warm, then it



will exotherm strongly upon the addition of the 2-ethylhexylamine.”** In another memo,
referring to the first 100-gallon, pilot-scale batch, Ringwood noted, “ The concern about
exothermic conditions as expressed by... [the Morton Hounslow facility] had been seen
previously during the initial R&D [research and development] work. This can easily be handled
by starting the reaction at ambient temperature and proceed with staged heat-up with holds at

predetermined temperature ranges.”*

When the question, “What if runaway reaction occurs?’ was asked, the PHA team recorded the
hazard and consequences as “Not Applicable” The PHA team relied on the information from
the Ringwood pilot plant and the success of the pilot batches and the apparent success of the
Paterson batches to reach this conclusion. As noted earlier, PHA team members stated that they
were not aware of the work done in Hounslow to characterize the exothermic reactions although
this work had been sent to Paterson in 1989. The PHA team did not take into consideration the
potential for arunaway reaction, although the potential was evident in the product development

information.

An effective PHA program requires examination of deviations from normal operations that
could turn an exothermic reaction into a runaway situation. The PHA team should have
considered such deviations as: “What if the 0-NCB is warmer than specified prior to 2-EHA
addition?’” and “What if the predetermined temperature ranges of the staged heat-up process
cannot be met due to equipment or instrumentation malfunction?’ The PHA addressed the
guestion of the failure of the heating system, but it did not ask the question, “What if there is
inadeguate cooling?’

The PHA team did not consider the potential ramifications of the high temperature excursions
in batches 3, 5, 14, and 15 (see Section 5.3 — Investigation of Problems with Previous Batches).
Investigation of these occurrences would have provided an opportunity to correct design

problems, which likely would have prevented the incident.

34 CSB-NJ250, CSBINSP002395, Morton Internal Document, Automate Yellow 96, Process Suggestions.
35 CSB-NJ250, CSBINSP002414, Morton Internal Memorandum, M. Friswell to J.J. Fuerholzer, May 18, 1989.
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As aresult of not recognizing the potential for a runaway reaction, the PHA team did not
consider the need for additional safeguards, such as the ones Hounslow recommended in the
1989 process review memo. These recommendations included: temperature alarm, agitator
failure alarm, level alarm, pressure alarm, and emergency cooling water addition directly into
the reactor.®

The late Frank P. Lees, an internationally recognized process safety expert, stated, with regard

to emergency safety measures:

There are a number of emergency measures that can be taken if a process
deviation occurs which threatens to lead to a runaway reaction. The prime
measures are:

(2) inhibition of reaction;

(2) quenching of reaction;

(3) dumping.

The reaction may be stopped by the addition of an inhibitor, or short stop. This
involves the use of an inhibitor specific to the reaction in question....

Quenching involves adding a quenching agent, usually water under gravity, to
the reaction mass to cool and dilute it....

The third method is dumping, which involves dropping the reactor charge under
gravity into a quench vessel beneath which contains a quench liquid.

Other methods, which can be used to slow the reaction but are not generally
ranked as prime emergency safety measures, include:
(1) shut-off of feed;
(2) direct removal of heat;
(3) indirect removal of heat;
(@) full normal cooling;
(b) emergency cooling.*’

The Hounslow recommendations of 1989 did suggest controlled quenching of the reaction with
water as an emergency safety measure. The Lees publication does not list the measures actually

used at Paterson (direct removal of heat and full normal cooling) as prime emergency safety

36 CSB-NJ249, Morton Internal Memorandum, R. Pollington to C.B. Bird, et a., “LY 152 Process Review,”
April 8, 1989.

37 Lees, Frank P. Loss Prevention in the Process Industries; Hazard |dentification, Assessment and Control,
Volume 1, ond Edition, Butterworth-Heinemann: Oxford, 1996, 11/59-60.
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measures. Quenching with water may not have been appropriate given the fact that the process
was being run above the boiling point of water (condenser and relief vents would have had to be
sized to safely handle the water vapor generated as the heat of reaction was removed from the
kettle); however, this is another example of a possible safety improvement that should have

been considered during the process design effort.

The PHA team also did not question whether the relief device sizing was adequate. Effective
PSM programs require that PHA teams consider scenarios that might require pressure relief,
such as runaway reactions, loss of cooling, loss of agitation, or errorsin the addition of
reactants. The necessary venting area is then determined through laboratory testing and
calculations. Venting scenarios such as these were not discussed during the Yellow 96 PHA.
Instead, the PHA participants relied on the information they had received from the Ringwood
pilot plant that a runaway situation was not expected. As aresult, the kettle's venting systems
were not designed to handle the pressure generation rate of the runaway reaction but had

instead been sized for a scenario of an external fire that would boil xylene in the kettle.

After the incident, Morton calculated that a vent area of 116 square inches would have been
required to properly vent the two-phase flow mixture that resulted from the decomposition

reaction.® On K-7, the 6-inch rupture disk had a venting area of only 28.3 sgquare inches.

5.3 INVESTIGATION OF PROBLEMS WITH PREVIOUS BATCHES

A number of previous batches of Yellow 96 had exhibited unexpected exothermic activity as
shown by high temperature excursions beyond the normal operating range. These batches

exhibited unusual temperature profiles or exceeded the maximum operating temperatures. In

38 Morton calculated the required vent area using the DIERS methodology. DIERS (Design Institute of Emergency
Relief Systems) is a consortium of companies, formed in 1976 by the American Institute of Chemical Engineers, to
develop methods for the design of emergency relief systems to handle runaway reactions. The DIERS group has
developed computer programs and a bench-scal e test apparatus for assessing the venting requirements of runaway
reactions and two-phase flow.

43



each of these incidents, the operators were able to regain control of the batch temperature and
complete the batch. Management did not investigate these warning events in the processing

history of Yellow 96 and did not consider these previous incidents during the PHA.
Significant prior incidents involving 1000-gallon reactor vessels included the following:

+ Batch 3 (1991):* The operators noted on the batch sheet “cooling not controlling temp.”
The operators recorded a temperature of 134°C during the step for heating the batch from
90 to 110°C.

Batch 5 (November 1991): The operators noted “ Temp override to 120 ... cooling
inadeguate to control temp” during a specified temperature hold at 108 to 110°C.

Batches 14, 15, and 18 (July and September 1994, and September 1995): The temperature
recording charts for these batches indicate that the temperature rose quickly and remained
off-scale (greater than 150°C) for approximately 30 minutes for batches 14 and 15 and 75
minutes for batch 18.

Starting with batch 25 in 1996, Morton began producing Yellow 96 in 2000-gallon reactor

vessels. Significant occurrences following this change included:

Batch 28 (April 1997): The operators noted on the batch sheet “cooling water of no use,”
when trying to maintain the batch temperature at 110°C. The batch sheets indicate that

batch temperature rose much more quickly than expected.

« Batch 30 (October 1997): The temperature of this batch rose quickly and remained off the
temperature recording chart (maximum temperature of 150°C) for approximately 30

minutes.

39 Two Morton batch sheets were labeled as batch 3. The batch in question was labeled CSBINSP003200-3213 in
the data received from Morton.
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« Batch 31 (March 1998): Asin batch 30, the reactor temperature rose quickly and remained
off the chart for approximately 45 minutes. Based on operators’ comments during
interviews, the temperature of this batch reached 180-200°C.

The operators’ written notes in the batch sheets, detailed above, should have served as
notification to management of the temperature control problems and prompted the supervisors
to investigate these problems. However, the operators did not always record high temperatures
on the batch sheets and they did not verbally inform supervisors of the temperature excursions
when they were able to regain control of a batch. One operator reported in an interview that he
had brought these issues to the attention of his supervisor, but no supervisors recalled this
contact. Several supervisors were aware that high temperatures had occurred in the past.
However, supervisors stated in interviews that high temperatures were considered a quality
concern, not a safety issue. The batch sheets for Yellow 96 mirrored this quality concern,
stating, “DO NOT heat batch above 160°C or yield and quality will be lower.”

5.4 MANAGEMENT OF CHANGE

Beginning with batch 25, in 1996, Paterson began producing Yellow 96 in 2000-gallon kettles
versus the 1000-gallon kettles that had been used for the first 24 batches. At that time, Paterson
also scaled-up the Yellow 96 batch size by approximately 9 percent. The CSB determined that
the combination of these two changes resulted in a reduction of approximately 10 percent in
available heat transfer area per gallon of material. Therefore, the batches produced in the 2000-
galon kettles had less cooling per gallon of reacting material than batches made in the 1000-
galon kettles. Given the fact that the reaction was being run at temperatures very close to the
runaway conditions, it was less likely that the operators would be able to control the process in

the larger kettles.

Paterson did not use its management of change procedures to review the safety of these changes

even though they met the definition of a change in Paterson’s PSM program. The batch sheets
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were never modified to reflect the use of 2000-gallon kettles. The batch sheet in use at the time
of the April 1998, incident was last revised in August 1996. It specified the use of a 1000-gallon
kettle. The scaled up volumes of 0-NCB and 2-EHA were indicated on the batch sheets by

crossing-out the old volumes and writing in the increased amounts.

5.5 OPERATING PROCEDURES AND TRAINING

TheYellow 96 batch sheet contained little direction for the operators on how to manage the

exothermic reaction between 0-NCB and 2-EHA. As a result, each operator ran the Yellow 96

process dightly differently. Thislack of direction had safety consequences, as discussed in the

examples below.

The batch sheet stated, after adding o-NCB to the kettle, to “Adjust temperature of kettle to
40-42°C with mixing.” With an onset temperature of 38°C, higher temperatures could lead
to early initiation of the reaction and make it less likely that the operators could control the

reaction.

The batch sheet stated, after adding the 2-EHA, to “Make sure cooling water is on the
condenser then carefully heat batch to 90°C. Note: DO NOT overheat or batch will start to
exotherm.” The next step was to “[c]arefully give batch small shots of steam to raise the
temperature 2-3°C if necessary. Watch batch temperature carefully as batch will exotherm
from 90°C-110°C over 10 minutes” There were no instructions on how much steam to use
or how long to apply steam. Consequently, each operator had their own technique and
looked for different temperature milestones to determine when to switch from steam to
cooling water. The operators who ran batch 32 stated that they let steam enter the vessel
jacket to heat up the batch for 5 to 10 minutes with 5 to 10 pounds of steam pressure on the
jacket. They did not apply cooling water until the batch reached a temperature of 100 to

110°C. This was contrary to the experience of other operators and supervisors who stated
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that the amount of steam admitted into the jacket should be minimal, lasting 1 to 5 minutes,
and cooling water should be applied when the batch temperature reached 70 to 80°C.

« A note following the final reaction step stated, “DO NOT heat batch above 160°C or yield
and quality will be lower.” Operators and supervisors stated during interviews that they had
not been trained regarding the risk of a runaway exothermic reaction in the Yellow 96
process. They believed that temperatures higher than the maximum temperature of 160°C
would result only in quality problems with the finished product. In addition, the temperature
chart could not record temperatures above 150°C, limiting Morton’s ability to document the

temperature profile of a batch and identify abnormal temperature deviations.

The additional steam used in batch 32 raised the reaction rate of the Yellow 96 synthesis
reaction to a point at which it was generating heat faster than it could be removed by cooling
water. The immediate cause of the incident highlights the dangerous circumstances under which

the operators were instructed to run the Yellow 96 process:

The batch sheet provided incomplete information on how much heating the batch required.
New operators were trained on-the-job by working with an experienced operator, but
batches of Yellow 96 were made infrequently, and so on-the-job training was infrequent.

Each operator used their own experience as their guide.

There was no instrumentation that operators could use to measure the amount of steam
being used or cooling water temperatures to ensure consistency of batch temperatures from
batch to batch.

«  While the operators and supervisors knew the batch was sensitive to heat, they were

unaware of the possible outcomes of a runaway reaction.

Plant operating procedures (batch sheets) did not address the handling of emergency situations
in the kettles. Operators were not sufficiently trained to understand fully, or to react
appropriately, to the runaway reaction. Other than the instruction to ensure that the cooling

water was on, the operators were given no other direction for emergency situations. They were
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not trained to recognize the hazards associated with the Yellow 96 process and consequently did
not recognize when they should have evacuated the building. Operators were instructed to

obtain help from supervision when unusual events occurred.

On the evening of the incident, the supervisor, the two principle operators, and two other
chemical operators stayed by the runaway kettle while: (1) the rapidly rising batch temperature
exceeded the operating procedure limit of 160°C, (2) the residua 2-EHA started boiling and the
reaction generated additional gases, (3) the violently boiling mixture flooded the condenser,

(4) the kettle rupture disks actuated because of the vessel’s pressurization, (5) the kettle began
rumbling and shaking, and (6) the kettle temperature exceeded the decomposition onset
temperature range for Yellow 96 of 195°C. After the operators established that heating was off,
full cooling was on and the temperature of the batch continued to rise, their presence could not

contribute anything to preventing an incident such as the one that occurred.



6.0 REGULATORY OVERSIGHT ANALYSIS

The Occupational Safety and Health Administration’s (OSHA) Process Safety Management
(PSM) standard (29 CFR 1910.119) provides only minimum requirements for process safety
management and provides little guidance with respect to reactive chemical process safety
management. The lack of guidance did not contribute directly to causing the incident. However,
additional guidelines in such areas as reporting and investigating deviations from normal
operations, the use of chemical screening techniques, and proper design for pressure relief,
emergency cooling, and safety interlock systems would likely have helped the Morton Paterson
staff to recognize the hazards of the Yellow 96 process and take steps to avoid the incident.

6.1 REGULATORY COVERAGE

The OSHA PSM standard did not cover the Yellow 96 process. However, Morton included the
process under its internal PSM program, which was applied to OSHA-regulated processes and
certain other processes. In most respects, Morton patterned its program after the OSHA
standard; however, there were significant omissions and differences. Also, the Morton program
did not require adherence to a number of industry good practices for the safe management of

reactive chemical processes.

OSHA only refersto reactivity hazards as two of the information requirements in the PSM
standard’s Process Safety Information element subheading, “ Information pertaining to the
hazards of the highly hazardous chemicals in the process,” 1910.119(d)(1): “(iv) Reactivity data
[and] (vi) Thermal and chemical stability data.” In addition, the Non-Mandatory Appendix to
the standard states,

“The information to be compiled about the chemicals, including process
intermediates, needs to be comprehensive enough for an accurate assessment of
the fire and explosion characteristics, reactivity hazards, the safety and health
hazards to workers, and the corrosion and erosion effects on the process
equipment and monitoring tools. Current material safety data sheet (MSDYS)
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information can be used to help meet this requirement which must be
supplemented with process chemistry information including runaway reaction
and over pressure hazards if applicable”

The OSHA PSM standard covers certain reactive chemicals ranked as 3 and 4 under the
National Fire Protection Association’s (NFPA) 0 to 4 reactivity ranking system.® Reactive
chemicals are not covered under the Environmental Protection Agency’s (EPA) Risk
Management Plan rule. Some reactive chemicals are listed by the EPA because they qualify for
inclusion due to their toxic or flammable properties. The raw materials and the Yellow 96 Dye
were all assigned a O reactivity rating on their respective material safety data sheets. However,
as was the case with the Yellow 96 process, many chemicals with low reactivity rankings can be
very reactive in combination with other chemicals or at temperatures that are reached only as a

result of deviations from normal operating conditions.

In 1995, OSHA received a petition* to promulgate an Emergency Temporary Standard (ETS) as
the result of an incident at Napp Technologies, Inc., in Lodi, New Jersey, on April 21, 1995, that
killed five people. The petition stated that the PSM standard “fails to comprehensively cover
reactive chemicals’ and requested that OSHA reopen the standard. As of August 2000, OSHA
has not acted on this petition.

40 |n NFPA 704, the NFPA defines “3s’ as “materials that in themselves are capable of detonation or explosive
reaction, but that require a strong initiating source or that must be heated under confinement before initiation.”
“4s’ are defined as “materials that in themselves are capable of detonation or explosive reaction at normal
temperatures and pressures.”

“L Eric Frumin, et al., to Mr. Joe Dear, Asst. Secretary for Occupational Safety and Health, “ Petition for
Emergency Revision of Standards on Process Safety Management and Emergency Response,” October 23, 1995.
The petitioners were Union of Needletrades, Industrial and Textile Employees; United Steelworkers of America;
Qil, Chemical and Atomic Workers; AFL-CIO; International Association of Fire Fighters and International
Chemical Workers Union.
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6.2 MORTON PSM PROGRAM

Morton’s written Process Safety Management program did not include a number of OSHA
PSM requirements. The U.S. Chemical Safety and Hazard Investigation Board (CSB) also

identified areas in which Morton did not implement their PSM program.

Examples of inadequacies in Paterson’s PSM program included the following:

Under the requirements for what the Process Hazard Analysis (PHA) shall address, the
Morton program did not include the OSHA requirement for “ The identification of any
previous incident which had a likely potential for catastrophic consequencesin the
workplace.” As stated earlier, investigation of these occurrences would have provided an

opportunity to correct design problems, which likely would have prevented the incident.

Under OSHA PSM requirements, an operating procedure is required for Emergency
Shutdown. Morton’s program simply lists “Emergency Shutdown” in alist of required
procedures and omitted OSHA's requirements that the procedures should state the
conditions under which shutdown is required and the operator’s responsibilities. Inclusion of
this information in operating procedures and training likely would have led the operators to

evacuate sooner, thus preventing their injuries.

Examples of inadequacies in Paterson’s implementation of its PSM program included the

following:

Morton’s program required that the process safety information package should contain
“Copies of any laboratory, pilot plant, or other testing work (including that performed
outside the company) which pertains to the hazards posed by the chemicals used in the
process.” There were a number of memos and notes that touched on the exothermic nature
of the Yellow 96 process, but the testing results and memos that explicitly discussed the
runaway potential were not provided to the PHA team or used to inform operations
personnel. Using this information in process reviews and in training would have made

personnel more aware of the hazards of the process.
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Morton’'s program required information on chemical reactions and equations for primary
and important secondary, or side reactions addressing all chemicals associated with the
process, including discharge and by-products. Also required, if available, were kinetics data
for important process reactions, including order, rate constants vs. time, approach to
equilibrium, and kinetics data for undesirable reactions, such as decompositions and
autopolymerizations. This information was not compiled for the Yellow 96 process although

the information had been devel oped and was available.

The change from the 1000-gallon to the 2000-gallon kettle was not approved through a
Management of Change process, although the change met Morton’s definition of a change.
A change of this magnitude should also have been reviewed in a PHA per Morton’s
procedure. Again, Morton missed an opportunity to assess the hazards of the process and

take steps to avoid an incident.

6.3 GOOD PRACTICE GUIDELINES

Good practice guidelines, such as the Center for Chemical Process Safety publications,*** were

available prior to the startup of Yellow 96 production in 1990. Other guidelines (see References)

became available prior to the Yellow 96 Process Hazard Review in 1995. Use of these

guidelines would have provided the Morton Paterson staff with information on the means to

identify the potential reactive hazards and would likely have led them to take steps to prevent

the incident.

Additional guidelines are now available from the Center for Chemical Process Safety’s books

on reactive chemicals (see References), Lees's Loss Prevention in the Process Industries* and

42 Center for Chemical Process Safety. Guidelines for Hazard Evaluation Procedures, American Institute of

Chemical Engineers: New York, 1985.

43 Center for Chemical Process Safety. Guidelines for Technical Management of Chemical Process Safety,
American Institute of Chemical Engineers: New York, 1989.
44 |ees, Frank P. Loss Prevention in the Process Industries; Hazard I dentification, Assessment and Control, 2nd

Edition, Butterworth-Heinemann: Oxford, 1996.
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the U.K. Health and Safety Executive’s booklet, “ Designing and Operating Safe Chemical
Reaction Processes.”* The U.K. guidelines, published in May 2000, are a consensus product of
government, industry, and labor. Use of these types of guidance documents by Morton staff
could have provided them with sufficient information and awareness of the reactive hazards that

likely would have helped them to take actions to prevent the incident.

Government-issued safety guidelines on other topics, such as those issued by OSHA and EPA,
have been used extensively by industry. For example, the EPA’s Off-Site Consequence Analysis
Guidance is used by industry in complying with the EPA’s Risk Management Plan requirements.

6.4 RECENT CATASTROPHIC REACTIVE CHEMICAL INCIDENTS

The Chemical Safety Board, and safety professionals in general, currently face limitationsin
their ability to obtain information on reactive chemical incidents. Detailed analysis of root
causes is only available for several major incidents in recent years. Expanded information on
the root causes of incidents would provide data on trends in reactive chemical process safety
management and on the effects of federal and state regulations and consensus standards on the

frequency and severity of reactive chemical incidents.

Napp Technologies I ncident*

The 1995 Napp explosion and firein Lodi, New Jersey resulted in five deaths as well as injuries,
public evacuations, and serious damage both on and off the site. A joint EPA/OSHA team
investigated this event. At the time of the incident, Napp was conducting a mixing operation

involving water-reactive chemicals. The operation, which should have been completed in less

45 Health and Safety Executive. “Designing and Operating Safe Chemical Reaction Processes,” HSE Books:
Norwich U.K., 2000.

46 EPA/OSHA Joint Chemical Accident Investigation Report, Napp Technologies, Inc., Lodi, New Jersey, EPA
550-R-97-002, October 1997.
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than 1 hour, continued for nearly 24 hours. Operators noticed an unexpected reaction taking
place in the blender, producing heat and the release of a foul-smelling gas. During an emergency
operation to remove the contents of the blender, the materia ignited and a deflagration occurred

that resulted in the deaths of the employees and the destruction of the facility.

According to the EPA/OSHA report, the most likely cause of the incident was the inadvertent
introduction of water into water-reactive materials (aluminum powder and sodium hydrosulfite)
during the mixing operation. The water caused the sodium hydrosulfite in the blender to
decompose, generating heat, sulfur dioxide, and additional water. The decomposition process,
once started, was self-sustaining. The reaction generated sufficient heat to cause the aluminum
powder to react rapidly with the other ingredients and generate more heat, until the point of
deflagration was reached. As in the Morton case, the chemicals and chemical reactions involved

in the Napp incident were not covered under the OSHA PSM standard.

Georgia-Pacific Resins I ncident®

In 1997, an explosion at a resins production unit at Georgia-Pacific Resins, Inc. in Columbus,
Ohio, killed one worker and injured four others. This explosion was caused by a runaway
reaction. As detailed in an EPA Chemical Safety Case Study on this event, “the runaway was
triggered when, contrary to standard operating procedures, al the raw materials and catalyst
were charged to the reactor at once followed by the addition of heat. Under the runaway
conditions, the heat generated exceeded the cooling capacity of the system and the pressure
generated could not be vented through the emergency relief system causing the reactor to

explode.”

The PHA conducted for the Georgia-Pacific process did not consider the failure to control the
rate of chemical addition to the process. In addition, the pressure relief system was not sized to

handle the pressure rise from such an event.”®

47 U.S. Environmental Protection Agency. “How to Prevent Runaway Reactions, Case Study: Phenol-
Formaldehyde Reaction Hazards,” EPA 550-F99-004, August 1999.

48 Belke, James C. “Recurring Causes of Recent Chemical Accidents,” proceedings of the International Conference
and Workshop on Reliability and Risk Management, September 15-18, 1998, page 463.
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Napp, Morton, and Georgia-Pacific were three of the most significant and highly studied
reactive chemical incidents to occur in the United States in recent years but they were not the

only incidents:

In its Safety Alert on the Georgia-Pacific incident, EPA noted six other phenol-
formaldehyde reaction incidents that had occurred since 1989.%

Databases such as the EPA’'s Emergency Response Notification System, OSHA's incident
statistics, and the U.K. Institution of Chemical Engineers' incident database contain over
30 events in the last decade that were characterized by keywords such as “exothermic

reaction” or “runaway reaction.”

49 U.S. Environmental Protection Agency. “How to Prevent Runaway Reactions, Case Study: Phenol-
Formaldehyde Reaction Hazards,” EPA 550-F99-004, August 1999, page 2.
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/.0 ROOT AND CONTRIBUTING CAUSES

7.1 ROOT CAUSES

1. Neither the preliminary hazard assessment conducted by Morton in Pater son during
the design phase in 1990 nor the process hazard analysis conducted in 1995 addressed

the reactive hazards of the Yellow 96 process.
Not addressing these hazards resulted in the following design, operational, and training
deficiencies:

The kettle cooling system could not safely control the exothermic Yellow 96 synthesis

reaction.

The kettle was not equipped with safety equipment, such as a quench system or a

reactor dump system, to stop the process to avoid a runaway reaction.

Rupture disks were too small to safely vent high pressure in the kettle in the event of

either of the two foreseeable runaway reactions.

Morton converted its Yellow 96 production from a staged, incremental addition (semi-
batch) process to a staged heating (batch) process without assessing the possible hazards
of this change, e.g., the increased difficulty of controlling heat output.

Operating procedures did not cover the safety consequences of deviations from normal
operating limits, such as runaway reactions, or specify steps to be taken to avoid or

recover from such deviations.

Training did not address the possibility of a runaway reaction and how operators should

respond to avoid injury if arunaway reaction could not be controlled.
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2. Process safety information provided to plant operations personnel and the process
hazard analysis team did not warn them of the potential for a dangerous runaway

chemical reaction.

Morton internal memoranda had documented that the desired reaction to form Yellow 96
from ortho-nitrochlorobenzene (o-NCB) and 2-ethylhexylamine (2-EHA) was exothermic
and that Yellow 96 would begin to decompose rapidly (runaway) at temperatures close to
the upper operating temperature. Morton researchers also had identified several situations,
such as loss of cooling, that might give rise to temperatures capable of causing violent
decompositions. Although information on the reactive hazards was contained in plant files,
operators and supervisors were unaware that a dangerous decomposition reaction was

possible.

7.2 CONTRIBUTING CAUSES

1. The hazards of previous operational deviations were not evaluated.

Management did not investigate evidence in numerous completed batch sheets and
temperature charts of high temperature excursions beyond the normal operating range.
Investigation of these incidents likely would have provided an opportunity to uncover the

process's reactive hazards and correct design and other problems.

2. Morton did not follow their Management of Change proceduresto review changes

made in reaction kettle and batch size.

Morton changed the Yellow 96 processing equipment from 1000-gallon to 2000-gallon
kettles and also increased the batch size by 9 percent in 1996. Morton did not follow its
Management of Change procedures and did not review the changes for possible safety

consequences. A Management of Change review likely would have provided another
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opportunity for Morton to uncover the process's reactive hazards and correct design
problems. The review likely would have aso revealed that the changes made resulted in a
decrease of 10 percent in the heat transfer area per gallon of reactants. Half of the batches

made after this change exhibited temperature excursions versus 20 percent in the batches
made before the change.
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8.0 RECOMMENDATIONS

Morton International, Inc. (awholly owned subsidiary of Rohm and Haas Company)

Establish a program that ensures that reactive chemical process safety information and
operating experience are collected and shared with all relevant units of the company
(98-006-1-NJ-R01).

Morton International, Inc.’s Paterson, New Jer sey Plant

1. Revalidate Process Hazard Analyses for all reactive chemical processesin light of the
findings of the U.S. Chemical Safety and Hazard Investigation Board (CSB) report and
upgrade, as needed, equipment, operating procedures, and training (98-006-1-NJ-R02).

2. Evauate pressure relief requirements for all reaction vessels using appropriate technol ogy,
such as the Design Institute for Emergency Relief Systems (DIERS)* method and test
apparatus and upgrade equipment as needed (98-006-1-NJ-R03).

3. Evaluate the need for and install, as necessary, devices, such as alarms, added safety
instrumentation, and quench or reactor dump systems to safely manage reactive chemical
process hazards (98-006-1-NJ-R04).

4. Revise operating procedures and training for reactive chemical processes as needed, to
include descriptions of the possible consequences of deviations from normal operational
limits and steps that should be taken to correct these deviations, including emergency
response actions (98-006-1-NJ-R05).

50 DIERS is a consortium of companies, formed in 1976 by the American Institute of Chemical Engineersto
develop methods for the design of emergency relief systems to handle runaway reactions. The DIERS group has
developed computer programs and a bench-scale test apparatus for assessing the venting requirements of runaway
reactions and two-phase flow.
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5. Implement a program to ensure that deviations from normal operational limits for reactive
chemical processes that could have resulted in significant incidents are documented and

investigated and necessary safety improvements are implemented (98-006-1-NJ-R06).

6. RevisetheYellow 96 Material Safety Data Sheet (MSDS) to show the proper boiling point
and National Fire Protection Association reactivity rating. Evaluate the need for and change,
as necessary, the MSDSs for other Morton dyes. Communicate the MSDS changes to current

and past customers (who may retain inventories of these products) (98-006-1-NJ-RQ7).

Occupational Safety and Health Administration (OSHA) and
Environmental Protection Agency (EPA)

1. Issuejoint guidelines on good practices for handling reactive chemical process hazards
(98-006-1-NJ-R08).

Ensure that these guidelines, at a minimum, address the following issues:

The evaluation of reactive hazards and the consequences of reasonably foreseeable and

worst-case deviations from normal operations.
The importance of reporting and investigating deviations from normal operations.

- The determination of proper design for pressure relief capability, emergency cooling,
process controls, alarms, and safety interlocks, as well as other good-practice design

features for handling reactive substances.

The appropriate use of chemical screening techniques such as differential scanning

calorimetry.

2. Participate in a hazard investigation of reactive chemical process safety conducted by the
CSB (98-006-1-NJ-R09).
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The objectives of the special investigation will include:
Determine the frequency and severity of reactive chemical incidents.

«  Examine how industry, OSHA, and EPA are currently addressing reactive chemical
hazards. Determine the differences, if any, between large/medium/small companies with
regard to reactive chemical policies, practices, in-house reactivity research, testing, and

process engineering.

« Analyze the effectiveness of industry and OSHA use of the National Fire Protection

Association Reactivity Rating system for process safety management purposes.

« Develop recommendations for reducing the number and severity of reactive chemical

incidents.

American Chemistry Council; Center for Chemical Process Safety (CCPS); Paper, Allied-
Industrial, Chemical & Energy Workers International Union (PACE); Synthetic Organic
Chemical Manufacturer’s Association (SOCMA)

Communicate the findings of this report to your membership (98-006-1-NJ-R10).
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INCIDENT TIMELINE

APPENDIX A
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Thix peodud has m legh podantiol b Casa ahangeet i e bioad colls whach deoieaso Iha oy gan-cBImy IR CApACy
of tha bhood. This ceoedilion o Bl ralresmoghobyiemnia. A8 1 corrdnion (rogietses, oxppen dofiziency aeases
{eyanesls coours], predutaty passble beadaches, woaknss, wfabldy, thidwEKiess, sPaiess oF nealh and
uroonsclousnoss. The appearance of melbuemog obrine mia may be dedayed 6 13 12 hours allar gxposure.

CYE CONTAZT: This produd o res s Ihan skghily artading 1o 1 030 Ba50d o by 1515

SHIN CONTACT: Thes prodwcd Moy bo falal f abtorbed thicegh 1o Sken Tl praduct 15 0o anosd Inan shiltiy
Iritalieg Lo the shi Bated oo lexiily 1asls,

1b2eAl ATIOEE: This swadwsd may b T3l f wilsed.
LNGEETH M This praducl mary be fatal il swallesed

Faler ko Secmen 11 for ipkicpdegical infpamation

4, FIRST Al MM~

POLEOHN- GET MEDICAL, ATTENTIO. CONTACT A POISON CONTROL CEMTER

Gel palenis W fresh o Romees comamineind ciotbdog bl keop pafenl warm, Bl deceotwminsilion ard
oz brostnwend kmemodlialy. Sases s racel 188 cooe 1o provenl comac with tho materad,

IF 3 EVES OR O SI3H, knmodalely flush with plonty of wailer or ol foasl 16 molwies whils meomerdng
condsrineiad clothing Brd shoos, As soon as avedabla, wash skin thomoghly vith Stap gned worlty,  WWash
chothiry] Svewolghty befors recss Dhertoy comBminaiosd sheas,

P HﬂEﬂirﬁm by st o el oty o artifelal roepdeafion. i beeathing 45 difiosll, ghm O5yn,

1F SWALLCAWED, do MOT indooo . Ringn meowth with walsy, Gelmedcal attenlon. Contecl B Poison
Gl Casttor. BEEWVER GIVE ARVTHIRG By WMOUTH T AH UNSONSCIOULS PERSDON.

HOTE TO PIYSICENS, Call & Polton Conbol Center for qukiance. If ahsorbed, this proded mary £mno
mreemagiotinemia which roducos oxegon CempAng Gty of Bloed - M Famogotin eponianaoushy Tl oty
reverts to haroplabin afier ommnation of spones. . ARymplomelc patienk with, e eemagkaotn fovets uodor
% Aty peapandd by bed rest, anpgern, and suppostive o, Potonls with dymploms o wih methomogiobin
greaicy than 30% may alcs resgand b intgvenaus kjocton of moydteno bluc.  Seo packsge ncerd for

ircations, drsags, g prsmlicos . Pepead mereemagiotin Evel oo 1o b hours oficr onbidale b BELLEE

respongs. Thoreush ceanging of conlamineded skin, cals, and hair B azaenlal 1o provend conlnued absoplion
A gttt fonmation.

5. FIRE FEIHTING MEASLIRES

FLASH POINT: 61 gogrees F (527 degrees ©) METHOLD: Clewelard {sen Cp

HAZAMROILS PIRCEUCTS QF COMBUSTION. Caortey mnoeade (G0, cacdion diokide (C00. hydregpen clhiie
[HECA), orides o Abeagen, soal, Bk Bod chloriscs.

EXTE4GUISHIES MEDRA: W case af firg, e warler spray (fag), fam, dry Ghimasal, or Cs.
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Balutls Muletal Salaty Osls Sheal
CHETHEHITROCHL CROE

EMNFEHE _ Pegadoly
BASRS Moo DOeaTas AYEnEl 4 10

UMLISUAL FIRE AND CrRlOSI0N HAZARDS: Nans B,

FIRE FIGHTING ECUIPMENT: Fire Tighters pnd elvits cxpoiod B procucds of coeriusbion shollt wasr sull-
o Ak Brealthlng apparalus . Ciipment shokd be Lhoressghly deconlamindied afee gse

-—

& ACCIDEMTAL RELEARST $AEASYAES

Koop poopr awoy.  Koeop upsend  Shol o loak § withe® rish. o nocossany 1o onler Spdl #ren, woae soll-
fonlaled oalhing appwais wd kol prolecive chedhing Inclging bools.  Dike 10 cotlie bquid uali podd

Wainary [l of 815 =olid wnlo dry. doss conlningrs Ferig ool of Semenrs, wialr £hids, and walcrways  IF pe
Frasgble, Meddy Sidlulam conted Jullnids pFompty

Aol L Sedlicns 13 for @:5p3sal milainalien and Sectien 15 for reparlable quanbty infasnaton.

ToedbP NG AMTY RTORAGE

Hanma:

Db sk il In s, 0 shge, of ol cleding,
02 vl bre-ather: vapes.

D0 oA LBl OF SWERIW.-

Koen contaler rased.

LFee anfy Wih Sdequals yonlialon of e & guitablo resgiralor.
Wz bty eflcr handikg.

Empled conlalng relding vapor BN pesdott reskoo. Cosorve of abokcd safo-gueands oS ecatalnar s
dagtmped

Rafer ko Seadion 12 for produel snd sockinog diopeal,

Shove W & g, witd ventlated place Seay bram foodetuils, cedusing pgonds, Boits are &lrong oxidiziv] Ogens.

B. EXNPOSURE CONTROLGTERSINAL PROTECTICN

EYE FROTECTION: This prosecd doss ned causo shgnticant epe imitation o oo bRty tetpericg speeodal
profection. Ls¢ good Industtal practies by svokl oyo coclaet,

SKIN PRAOTECTION: This product may be absorted Bwgugh the skin Caushsy erelhemeghchiremio  Saon mest
be {aken g povent skin eonlacl. Wear chemical feslstai ghoves mad boots, Bad poal=ttive Yang 5leeeed ctig
when there 35 potenlial for skin contacl, o hendied 85 & liqud, wear @ fac shenld and chemical reslstan] apaon
wistn) splashing 5 Bioky. Wash conlaminaied shin Ermediatety eod thoroughly wilh oap rd waaler,  Lagrasor

conlaminated chiiwg and than profecle gquipmedd before reuse. Provide & saioly thowes 8l any kcalion
where shin Conlact can cocur. Wash hormghly Siler landling.

RESPIRATORY FROTECTION: Avcid brealhing dusl, yapar, snd mist. e MEISHMEHA, ppprosed TEH fir prpry
pralechsn cquipment (00 faommiccs restrmorended] vhon aebarne cxpotns |5 croesshoo, [F usod, full TAEpOcs
replaces rood for (3ce shish. Cansult cozplralor mardzaiines g delerilne appropeats e equiperste for ghven

woplcalion.  Dbeerve respialod use imialons specfied by HIOSHAASMA, of Ma manfasivar,  Rosplalony
peotopllon programis rwsl coenghy with 26 OF R 101001704
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LsHA PEL

e ot (Y | AT T Y
OriHD e e e Olen T E e M 5Btz PG e estnblishes

* Balulia has Bdopled B piomat capopw e gusdelng of 1 mn-"m:’. Bdwsr Niie-wershiled aobrage - Sha o0 gt

produtt  Shon mudaten meand hal Skin pbsomdan of thig malerinl may add o (he owdal gupgsure Avoel Shen
coniacl

9 PHYSICAL AMD CHLMWCAL PROPERTIES

Chamical Formmuda: C NG,
AR A Vel ody Lolid
O Swrtsd, il odor
Boding Fobnt 760 mm M 246 degroes
e Poind 348 Gogrias O
Vapor Prets e 0.4 mem Mg g 25 dogrens

- 108 o i) V0 degrens O
Soenlfic Gty 12351 3 30160 degroea G
oty kb iaker QA % by wi, 3 2 degees
Wnpar dorslty E4d {ar=1)

HATE: Thesa phvshcal daa e typled viakoes Batad oo mabeclal tostnd bal many vy i SRl L EAmEEE.
Typieal valior shoukd nol bo tordirued oo o guaradsed praheb of By specific b O 24 spacieadione for
[ T

10, STADILITY ALD REACTRATY

STARLITY. Poodac b shabis weaher noonad congitkans f Elor sl A aran.
MATERLALS TO AYHD. Sleong codiring sgeends; shalks; reducng sgentd.
COLBMICAES T AVCID: Loy Lo 2lorags b elesl £ 140 degrecs G darkans this g e

MAZARDOUS CECORAPOSTTION PROCUCTS: Decongotibon staris a1 283 degress .
HAZ RIS POLYMERLIIATION : Deines nal ooxour

11, TOMICOLOHGICREL 1T CHRLLATICE
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HOTE Humnan expe ieose hat Rl ELal man 15 migch more sendilve (o molemogonemia caused by Inexe
e at compopnds Sun e tal & e rabt
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T DO

This procct i com o was sdmindatened by gavdge 4 Tomalc rets al docages of 01, 25, 75 or 160 mgipidy on
darys § thinugh 16 of poclation: Aoreedd, $adeliln shudy was oonducied In which rale reosbesd alther 109 mgfg
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meotoad Bt TE o 1 5 mgvgfidan.

Ha mUiagenic o enatar; polentiol was obsanved in an i wire Chlaess hamsier grrary (CHD) ool podnd mistalion
Aty 4 In A 3l hepaliooyie primary ouWUWHATHLA fepa kexsay.  Sludics dn tho schinile: HoerBlors repert balh
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LCEO of ECS0 £ of = 1 0 moL Wiy Toaeg
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13. DISFOSAL CUOHSIDERATIONS

This malerd wheen discured mahﬁwm:mumwmuﬂermwm Pesen o, S srvalion md
Fecovwry &t {FLARA), 40 SFR 251, Disposs of by incncrplion of tecpckl I Aeooidieios with 1061, e ol
fadarnl reguintons . Consull your atlormey oF sppropaiabo regralatony efficials for iInformmaton on swch disposed.

Thiz product chauld not ba dompad, spllod, drgad of washad ¥ilo Cowors of publs Walnweys.

hat emplied conlainom bo disposed of using mmm

kel (iowineeadion ).
bhpuuﬂmﬂalw:hmdmmmd siaa end fodordl ogaaBons, Solilin Joog HOT mecpmrnd
vi=rn Sevlakiary ba rorcad for sy Gerden,

14. TRAMSPORT INFORMATIGN

The dara prenkded i dhls taclian B B nlmalion ardy. Peace apply e appeopriale rogaatlions M popty
chagsify poor ghipwoest far lranspordation.

LIS DT Classdfisaiion. Chitmnllrobenrenes, .5, BHIGTE, N
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RADKS Coooee See LIS DOT
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Product Heme: 3 ETHYLHEXYLAMIME

Product Codr: EXTRL]

MEOS Huamber o L41

Varelon Dete; DIr0Y,7987 Fage 1 of 4

Material Safely Data Sheet

Pl dey - oy Tl M B n= B rmwy - gy,

1. CHEMICAL PRODUCT and COMPANY IDENTIFICATION e

Prpduske Namai 2-ETHYLIIEXYLAMINE
Prodact Coder 27911
MEOS Mumkbsr ¢ 140

Py DIVISICH ¢ CELRHESE, LTD.

TRANSPORTATTION FHERGEWNCY PHOE
1601 W. LEJ FREEWAY

HUMBEFR {34 HOUASSONY) ;

PO BOX S1FHHE To Uk, cwll.. . ....... BOE 434 5700,
DALLAZ. T 7518319805 ourgide TEM, eall®,,.. 202 483 F£19,
ush

*collact ealle acowpias

2. COMPOSIION FINFORMATION on INGREDIENTS

CMF-ORTERTT whiE TEINDRLTT
2-ENYLITINLATHE * 104-T5=-E 1.1
2 -ETSTLHELAROL * 104=T4=7 5%

“ueal haesardour ocoordiog te 2% OFR OL914G.1200

3. HAZARDS IDENTIFICATION

DAFEREECY SWERYIEW

I-Ethyibexyiamine 1¢ & clear to pale yollow Jiquid wikth an
omaonla-like odor .

TAUTION]

Contusbblble ligquid and wvapar {fp: 118 F, TOCH

Vapor Lt beavler than alr abd =an teavel ¢onsldarable
dicstance Lo o poures of ignition end flach back

In a cenfihed cpace, overpcedisuclInkbisn amd containmer
Eellute sonld repualk

ForedTiAl: HEALTIL EFFRCTE

ROTEF OF EXPOSURL.
Skin, #yed, ipnalation, ingestion.

T TR TIim Dl T 1, - . - - (E0%Y 434 PiEd o .., CEENTEDE - 3 HRE/CAY
ROEIT EMDRE ST b -- - --- . --tHEE] NI BITF CFLANTET. 16 MASfDAT
FRECT PHETREATION .o vocaa s (97T} A0Y AQ5 CTrdg e T 4clS T, B



Celanese

A murmleer' ol the Hormclial Oy
Préducth Moz 3 -ETHYLHEXYLMAIMLE
Producc Code. €27011
HEDS Hamber : 140
Vercsion [ege: a770%r1597 Page 1 [ %

P ke = by TRl IWRT R W P L PDL DN - 10 R

3. MAZARDS IDENTIRICATION (Canttinuad) -—

INMELTIATE EFFECTE

EF1E:

ETT&s

Liquid can cause- sewere sxin cflfeces,

includsng Buret apd
sin CcorTorion,

Contact wilth ligmid can 1l cerrosive ta the nyes, res01-"—.
in dirreveccible damage. Contack With wvapsr oan cAUER 2Y0
trrltation. Contect with excetslv WAROLE EAy CAause tran-
€lant wisual dlcturhances characterized by wildly blurced
viglon and a bBlue-gray diccoloriention of eipht. This elEfeckt
i comreonly Telfared oo Ak Blue Baze, oF hale wielen, with
bhalo wiglon getting ite nome [resm the appenrvence ol a2 balo
when léoking at light sgurces. Thoaw sffacts mrs dus (o mild
cotheal Lrpitation and edema and hormally Alcappesar meveral
boure altel SpPOEUTs ceafEc.

YEERLRTIOH

THCEFTIGOH

Can cauce irritatisn 4F the ceapivacory Dyaras, P¥pooura

ayNphois may include coughlog, chest padn, breathing A1 EFL-
aulty, lows of mDuacie cocrdination, hendache, dizreiness and
naunEos . Can caurs pulassary sdemn (acowmmiletles of flutda in

the lunge]: slfos and oymptom= can ba delayed for gevernl
houre.

Moy cawes lrrlcablen or burnt of ooe Dauth, ohioakb, ctomach
apd esopbague. Hay cpuge nauEed, vemiting and diszthes.

MEDTICAL COrfrITIONS ASSMAVMAED AT EXROSTRE:R

ﬂlﬂﬂlfiﬂﬂ.ht wsailre ko thic cheslasl Bay adversoly affeskh
pagple with chronle Alseass of the resplratery Eystesn and
ekin. Hay provoke nethmabtic recsponse in percone with methms,
who Are mabficdlatly sensitive to redplrdlory itricantk,

FuRk FLIATHER INFOPRMATION, TEE:!

SDacchkdn f - Fivel MAld Hemasures

Secklon 5 - Flee Fighting Measures

Section § - Accidental Acleace Heoesasurer

Section B « ExXpoidre Coslrolé/Personal Frobection
Sedrlan ¥ - Physicel and Themical Properties
teption 180 - Etability and Reactiwvity

T Mt laM DEFAEEACY s, - .. MO0 {34 ¥100
PRGN ERERCENT by - - o - -0 BAL A31E CRLETE, 34
HOODTT THTTENRTIOM . - -avaran 19121 LY €220

N O,.F,, CHEINTFEGE = 1 HRLMTAT
. MR DAY
{1409 Mo T2 4 11% PN, CFTI
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Celanese

2. mrmlee 't Hrchrl e

Product Haoe: *-ETHYLHEXYLAMINE

Praduny Cade: B27011

ME0S Mumber ; 140

Varslon Dwge: a7 477139% Fage 1 of &

Frm i - b fheel 1k pdd s - F..F'l.l.';_ﬂl.- - 13 O

4. FIRST Al0 MEASURES

ENIH:

For 1% minulcs. wash with lacge smouiiu =0 5% acebLe Bl
[aqueousl. oltertnating with Eohp AanRd water. The acebsec acid
golution may ha dpsgqacinoed once the Etickinetzs v goenc

1n all caces, plaln water rinebng Ioc 5 mipuced 16 tho fTinal
sten.  Eignificant signe of leritavien shegld by sean by &

phyaician.

Flush eyes with water for at least 153 minuters.
phyeician imeedintely .

ekt T IO

Famova patioht [rom contamitnmabed acas. 1{ hreathipp has

stepped, give artiflclal vesplration. then oxygen if necded.
Ceoptact w plhyviclien lewedistely.

Copbpcr &

IINIEETION)

Fatient sboitld be wade to driok largs quantitices of wnter.
v net induce voalting. Cantest & phyelician lesddinbely.

WTE T0 FPHIEICTRES
Treat Af ah Alkaline subitance (sirmdler to asmeonlal .

5. FIRE FIGHTING MEASURES

FLMMMABLE FPOFEATIEG
FLASHPOINT CrRoOstm oiFe 127 F {53

UFFER EXPLLSIVE LHT : 10.8 PER
In ol by volumn
P.&T PER
in mair by wolums

ToWER EXPLOSIWE LMT

AFTOICHITIOH TEMF : L96 F [2%8 O)

RATRAINMIE PRODICTE OF CONBOETICH!L

In the precence of sufficient amywen, combacblon may produce
arideas of nitregen and carbon Algxids. Hhitrogen oxide can
react whth water to produdd nitrie aclkd, Combufblat uhder
orygen ECabved $ondlicns may produce humaeswe taxic pros
ducts Ineluding carben seporide, cyanides and nleiri)ec.

T Taamh R TETIOE ERIRGEIWCT .. [ 434 pidd TH 0,.k.. SHEMTRELE = Ti FERE/OAT
RSN FAERCEMCT L. - varina e AEPRE B3 EXDE CELAKFEY, 4 AL EAT
PR T TAMRRATION o - - --- - THI2) dgn Apded IT13% M 00 2101 TW. =T
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—« 5. FIRC FILHTING MEASURES (Cantinueda)

ERTIRCUISHIRG HMEDLM Y

Wir ¢atlen dioeide or dry chemical far cmald fivos: aleghnd-
Lype aquecus [ udm-Carming fnas orF Wl ol ypiray far large
fltee, MWater may 1= tncf{feochtaws bur sbould be osoesd Lo oozl
[yre-cxparad plrucbures and weescele.

FTRE FICHTING IHRTHERCIIOHEL

If peveblbtleal for expocwure .. -, _& 4ar preductse of eombos-
tlon exlétem, wear complete personal protactive squipment,
imzluding self-contained breathling apparatun wikh full Lace-
pleca operated ln miesture demand or othor pasitive preceut+
made. Use water gpray to codl [lee-edroxéd giructures and

wektale., ‘Haterknl crentes o Epaciel harerd hecauers 1t
Eloats on woter,

6. ACCIOENTAL RELEASE MEASUIRES

Ellminets jgoltico cources. Aveld eveo ar ckih cohtact: cac
‘Eaction 8 - Exposure Contrgls/Cerecoal Frotactlon® for
caapirater lodormaticn. Flece laaking contninezs io wall-
veptilated area With wpll)l containmant. If fire patential
exitts, blanket splll with alcchol-type aguecus film-Forming
fvats of WEs wibar 4DTAY to dicpares vopars. Contain eplll ta
Eacliitate clean=-up, Clean-up methods may ipcluds sbacrkant
patarinle, wmowmm tuek, ebe. Mvoid ounsff into storm
pawraTs apd Altches which lead o battical watelwayt.

Call the Hatlenal Pesponee Center (BO0 424 8002 1 the
q’ul-l.htil‘.h" [al wny aciegsohent) tplilled ic equal to or grester

than the repotteble guenticy (BS) wnder CERRLA *Supecfund-:
168 kgrday.

For wore ibfermaclcen, cee "Scctlem 1S - Fagulatory Informa-
tlom™.

I TRARTFRTITION DNTRACPAIT .- .. - [RODE 474 9338
FREAUCT ENEWEWCT L. - . - . .. (kG342 3135
T TRrORAATION v an o cna o 1PT2] Edy dSHIS

IH 0.F,, CHENTAES - d4 HEEsoar
CELANEET, §§ HRE OAT
(.30 b Yo dclf Mo, T
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— & HANDLING and STORAGE

T e ey EW R A LR

Stars in a caci, well-wvantilaksd aves.  Féop away from heat,
cjarcky anel [lorsd. Yoo foplobnere cloeed wihen nol bn wse .
Mlwhra @SP4l CONCAIRCIS i:llb'ul':l' B dlldw wny oefopl piCysgyre
to wvent. Use only DOT-approved conkbalnercs.
Eeerihg, fellow RUoprt Qiounding proccdurce.

adegante wonptllation. Awold brestlhing vapot. Aveid esntacl
with ayse, =kin and clothing. wWash therouwghly wil€ly eonp and
water alter kabdlhing. L. ... __nata sclled clathing tha-
roughly. Discard centaninated leather clothing. Electrical
lnstallations sbould be In accordance with hiticle 581 of
the Hational Electrloal Code [or Clace I lecatione, Exhaus:t
systgms, btrancfer pumps and ather bandling equipment pust bo
wgulpped with exploclon-proof motoxs .

WiLtn LEAMG-
Uee wilh

4. EXPOSURE CONTROLS f PERSONAL PROTECTION

EIEEERTRG COTRULE

Gonsral or dilution vencllation e frequently inmufficienc
a7 the rale peane af contiolllng esployer exposurs.  Lowal

wviaptlilatlion im Usunlly prafaceed,
FRITECTIVE FTIVHET

& solety phower and sye bath should bhe readily awnillakle.
(] me ]

Tor oparatlions where gpille of cplaghiby cah oecilr, uce

chemlcnl procacskive Slethilng, including gloves {neoprene or
vakbert and Lot

LiLst
Chemloa] ealety goaslek,

THHALATIOH

Baced on concambipation level and wWabklfg lEimltas oL Lhe
TeEpirater, use & respirator approved by WIOSH/HSHMY (o
[cllowing are the mintmous rocesmondsad cquipeant) .

e U wnsl <c 10 pper - Ahr-purifying rezpliratar with full
facafaest ond organic wapor carblridoeis] obf slr-putifylng
full tacepliece respleator whkth an oegenic Yapor canbster or

s {wll [ecenakoce powersnd abr-purlfyiog resplrecar fitted
wlth wrganic wapor carcridgedel.

TT TRAMEPFORTATION DECMICNTY L, . -, (A0S} 1L 180 ™ M. L., CHEWTRES - 70 KAL/DAT
PRCOCT EHOGEHCT |- e e e e ity wad Edsf CCLAMEET., 14 MRFTATY
TROUEST TAMOROCAN TGN oo 1w o I9T2] £4F dO0G ET139 bm T 4015 WM, ST

88



Celanese

o i ol Mk Mgt Cleum

Product Hednir:s Z-ETHYLHFXYLAY THF
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INHALATION: [Conlinued)

= 100 dapd ¢ 1000 pyyn - Popbbuive-prescure [ull farepieoce
cupplled-a:ct reeplrator, orf continuaus-flow full Laceplesc
supprliedraiy FcLplihtor .

v, 1000 ppn of wvnknow: concenrlrabuven fnach as ir eneEQen-
cangy + PFoesytiwe-preocsure ull-cantelfed Wideatlilng epproTatuy
wikth full facepicce. Faeltlve-preesure supplied-nmir
reapirater with [oll faceplece epuipped with an aoxbiliary

st Ty praEANEE sell-comtolmad -Broabndng - appitiur et tape
erabem,

CXTGSTRE CIDELIMES

M3 O05HA PEL 2¥ ADGIH TLY hae Eesh 4cEnblishod,

TemiAiately Dongerous Lo L.lEe or Health [ZOLH]

lovel:
Ho voalun atbtabllsbed,

9. PHYSICAL and CHEMICAL PROFPERTIES

AFTERRRNCE

Eléar o pales yellow 1lguid.
CI0D0F.

hmonin-~11ka odor.

m oar = om

FEYEICAL ETATE Liguid.
VAPCE PRESSITRE 1.3 MHE
9 20 deg L.
WRR DERFITY i H.dE
Caleuloted,

BIILTMG TRIWT
FREETLIHC POINT
EGLAFRTLTTY
EFECIFIC GRAVITY

ed.f © {2¥6.2 T
-Ta.0 & [-24.0 F)
Haarly ingsluble.
o791

H2% = 1 @ 30,20 deg £
Ho inlormation.

10.0 PER

by wolwme,
HOLECULAR WEIGHT : 129.2%

[T TH

TYAPORATION BATE
% voLATILES

T reirsrokTATION DERGOACT . o . RO 474 T30=0 IN T, E,, CNEWNTRIC
HWMOOTT PHTAGCT N - . - . vae-a - TG 135 T35 CELANTER, It PRl e
FREFCT IO s v arn o ra BITIE Ad3 DO (142 w15 411% PN CFT]
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= 10. STABILITY and BEACTIVITY

Gl CAL. ETAABILITY !
frable.

COMDITIONE T9 MYOIf:
Hent, sparks, [lame.

INCOMPATIBILITT ¢

Hay ranct wvigersusly with ~xidiring sgante; inelude perchlo-
rakes, nitratecs, pormanganabes, chramAceEs, niteic acid,
ghromic acid, balegans and hysdrogets parosida. & ceagileon
accomianied Ty & Largs heak velesss ocours when mixed with
aeldc) best generated may couse bolling, spluthlos end
splattering. Mveld nletrives ab cources of Mou: eny Corm
nltrotamined which are suspect carcinegens. Corresive to
st and coppar-cobtalnlng slloy=.

MAEARDOTE REOCHD-SAITISOH PRODDCTE
To the présabce of sufficlenk Sygon, combustblon way preduca
orides of nlitrogen and caroon digxlde. Kitrogeo oxlde can
react with smbar to producs nikric acid, Combusblopn under
a¥ygen starved sonditlons may producs pesecguo tomds pib-
ductx including cazrbon monoride, cyanided and pleriles.
EAEMOCTE FOLYMENIERTION:
Will mek oecur.

1. TOMCOLOGICAL INFORMATION

oral LDSD Aok mpikg drata): Hoderat+ly toxic to
nnlwale.- .
Tormal LOSO i BOL parkg itacbltsl: Hoderately toxis Lo

anlmals by alaorption.

Inhalatbtlcon TS9C ;0 > 12% #pd = 154

e [rmbs, 4 br): Heder-
mtely toxis to anlmale.

T A FOETATION ERERCrHNIT s . . .ol Higy a3k 21
FRODUCT CHERGIMCT b - . oo oo -a0 a0 DI B35 BZI%
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12, ECOLOGICAL INFORMATION

No intormation

e 13 OISAOsAL SONSIDERATIONS

Rll notbfication, =leomr-m mr -
gut in sccerdance
Preferced wathods
Ilogical trekcmant

didpsgal fhauald e careied
whth tederpl. state and locel vegulatiuvue.

of wacte dicpagsel sre inclmecakion or Bio-
in f+dernlfetate approved faciliky.

Harardoue waste (df CFE 2611 Yes: DADY.

4. TRANSPORT INFORMATION

Shippity DAk
Hacpzd clamc
Eubaidiazy bapard
Dolted Ratione po,
Facklng groam III

Forth hmsrlcan ER Gulde 1a2

T Bepattalle Juahtity (ROl: Hone weelgned

i=Ethylhaxyloming
3, Flamaablw Liitld
8, Corpoelyve Digquld
MmeEI76

[ L LI

15, REGULATORY INFORMATION

EECIFIETT HUST COUHUHICATE ALL PECTLHENT INFPORMATION] HEREIH
TO PPLOYERS AND CUSTMERS .

ETATE RECULATIONS

The Eolldding fhemicale accociated wikh the product ars
subject to the rightrEg=kKnow tegularticons In these ctabtes:

P-ETHYLHEXYLAMIWE [104-7S=E): FL. Mk, KT, Th

FrETHYLHEERHSL (1094-76€-T1: FPL., HA. FR
0.f. FECERAL FECTLATILOME

Wy certify that all comgonente mre either on the TSCA
inventory or qualliy {er an exemptlon,

T AN FSRTRTLION ENERCENTY -, o, DIOR) 414 #4194 TF U.E., THENTRLD - 34 PRESORY

FROCT Lewooe e oo BT 02% $T2F CITANEET. 14 MELIDAT
T TR TION .. ca e wa TRTE} ddY 240D 1Te3 A O A0dE W, X7
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! Mo componentc iisbect
BT K HIMEHT AL

EARA 211 - Acule hoglElrras----------+- Yoo

Chyemic heaalth-----s-sn----- Yes
Flrp-—---—-----casma-com-ooo - Yer
Eudden releane aof preddlre-- No
Renctive
THTCNHA T TCHAL: RDOTLh TIONS

Ldsrad o6 bthe chemlosl foveotarles of the following

couptrisrr Maitirelia, Canndn, Purops [EINECE) . Japen mrd
TFRTRE .

6. QTHER INFORMATION

LEVTIETON IFLICATCEET
The fpllowiby sectlops bave beed reviesdd
eEoriod 1ic EASSPORT TRrolkATTON
IECLATHER 1

Tha loformmtion osotainsd bhorein iz scoorabe o the bal of
our FRowlede. We G0 Dot wogeat or goaimntes thak any
bagzapds 2{ared batein sie the only cosr svhich sviet,
Cxlanits, Led. makes no weppanty of smy Kibd, «xpreds or
implisd, concerning the aate tas of bic matarial in your
proceds or io comhination with othar subxtances. ELDeots
cag be sguravated by other matarisls apifor this macazial
Yy arravets or add to the affsats of other makavials.
Thit oaterial may be relssssd from ges, llguid, or eclld
materinlr mads Sirectly or indirectly fvom Lt, . Ucer has the
sole responaibility o datarming the multabllity of the
materinls for mwny yam apd the manoer of use contemplated.
Tner must meat #1l) applicable wafaty and Baslth ctandards.

cur hoowledge. We ds not supgedk & guarsntes thed Any
ReEATdE 116ted har+4ln axe the ooly obhed vhlch exlst.

T ARSI AT LG DRERETCT by - a2 TR ATE FROR M OLE.. CoTRDY = 34 WRE/AAY
PROECT DM p i svaavavnca o LROG] DFE T1RE A4 ERETDAT
b e s - T P L TS T M3 A T0 el o o=
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