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S1 OFR transfer functions

The OFR transfer functions were defined as linear combinations of Taylor distributions:

_\fi Pe;(ri—1)*\ [Pe;
E(t) - Z 2 eXp <_ 4Tt it S

d =1 (S2)

We used a combination of two Taylor distributions for DOFR and three for PAM. The parameters for calculating the transfer

functions for different OFRs are shown in Table S1.

S2 Deconvolution

The deconvolved signal ([C]*(t)) was calculated by using a non-linear programming solver fimincon (Matlab R2021b). The
solver tries to find the non-negative signal that, when convolved with the OFR transfer function, results in minimal sum of
residual squares. In other words, the solver tries to find [C]*(t), for which 3" (([C]* * E) (t) — [Clorr(t))? is smallest, where
[C]*(t) > 0 and [C|orr(t) is the SOA concentration measured downstream of the OFR. For all deconvolution cases presented

here, the solver converged to an optimal solution.

S3 Synthetic driving cycles

Examples of synthetic driving cycles are shown in Fig. S17. The synthetic driving cycles were generated with the following

algorithm:

1) The cycle length is is a random value between 240 s and 2400 s with uniform probability distribution.



2) The vehicle type is either Diesel or Gasoline with equal probabilities. The vehicle type affects the behaviour of CO4

concentration in step 2 of CO5 concentration algorithm.
20 Exhaust flow rate:

1) Choose whether the engine is on or off (can be off when measuring hybrid engine vehicles). The probability for engine

off condition is 0.01.

2a) If the engine is off, choose a random value between 10 s and 600 s for the duration of engine off period. The exhaust
flow rate is zero during the engine off period. Start a new period at the end of this period and define the next period by

25 moving back to step 1.

2b) If the engine is on, choose whether the period of constant value for exhaust flow rate is a stable period (duration between
25 s and 100 s) or a short period (duration between 2 s and 25 s). The probability for a stable period is 0.1 and the

probability for duration is uniformly distributed in the specified range.

3) Choose a random number between 0.75- 1073 and 0.08 m® s~! as the constant value for the exhaust flow rate for this

30 period. The probability is uniformly distributed in this range.

4) Assign the new value for the period by generating a smooth transition between the previous value and the new value with

Eq. S3.

5) Start a new period following this period and define the next period by moving back to step 1. Repeat the steps until the

end of the cycle is reached.
35 COQZ

1) Choose whether the period of constant value for CO5 concentration is a stable period (duration between 25 s and 100
s) or a short period (duration between 2 s and 25 s). The probability for a stable period is 0.1 and the probability for

duration is uniformly distributed in the specified range.

2) Choose the constant value of COs for this period. If the vehicle type is Diesel, the probability follows truncated normal

40 distribution between 1 and 14% with mean of 7% and variance of 6%. If the vehicle type is Gasoline, the probability
follows truncated normal distribution between 3 and 14% with mean of 13% and variance of 2%. These parameters

reflect the fact that the CO4 concentration in gasoline exhaust is close to constant because the engines typically operate

at constant air-to-fuel ratio, whereas in the diesel engines, the air-to-fuel ratio is load dependent.

3) Assign the concentration value for this period by generating a smooth transition between the previous value and the new

45 value with Eq. S3.

4) Start a new period following this period and define the next period by moving back to step 1. Repeat the steps until the

end of the cycle is reached.



5) For all engine off periods that were defined when assigning the engine exhaust flow rate, assign CO4 concentration of

0%. This simulates a sampling system where the OFR is always sampling zero air when the engine is off.
50 Hydrocarbons:

1) Choose whether the period of constant value for HC concentration is a stable period (duration between 25 s and 100 s) or
a short period (duration between 2 s and 25 s). The probability for a stable period is 0.1 and the probability for duration

is uniformly distributed in the specified range.

2) Choose the constant value of HC for this period. The HC value is either low (0-10 ppm), medium (15-200 ppm) or high
55 (500-4000 ppm), reflecting the observed concentrations in cold- and hot-start NEDC for the measured gasoline vehicle.
The probability is 0.513 for low concentration, 0.48 for medium concentration and 0.007 for high concentration. In case
of low concentration, the probability follows truncated normal distribution between 0 and 10 ppm with mean of 1 ppm
and variance of 10 ppm. In case of medium concentration, the probability follows truncated normal distribution between
15 ppm and 200 ppm with mean of 30 ppm and variance of 60 ppm. In case of high concentration, the probability follows
60 truncated normal distribution between 500 and 4000 ppm with mean of 1000 ppm and variance of 1000 ppm.

3) Assign the concentration value for this period by generating a smooth transition between the previous value and the new

value with Eq. S3.

4) Start a new period following this period and define the next period by moving back to step 1. Repeat the steps until the

end of the cycle is reached.

65 5) For all engine off periods that were defined when assigning the engine exhaust flow rate, assign HC concentration of 0

ppm. This simulates a sampling system where the OFR is always sampling zero air when the engine is off.

A smooth transition between two different values is generated with the following equation:

[0]063-1.5 + [C]fel‘5't
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)

where [C] is the previous value and [C]; is the new value.



Table S1. Parameters for calculating OFR transfer functions.

Reactor DOFR PAM
Gas CO2 Toluene CO2
UV lamps off low high off low high on
fi 0.3301 0.5438 0.2429 0.4799  0.5877 0.1391 0.1357
f2 0.6699  0.4562 0.7571 0.5201 04123 0.8609 0.3098
f3 - - - - - - 0.5545
Pe; 70.2468  59.9304 185.0773 | 34.5126 40.2907 249.9402 | 31.8016
Pes 13.7971  13.9073 9.3947 13.4908 24.6792  11.7453 9.8594
Pes - - - - - - 6.5239
71 (8) 247862 27.1867  18.7578 | 31.1628 28.3984  22.1192 33.7762
72 (8) 37.3938  49.9008  34.9837 | 47.5170 54.6086  37.5168 59.6120
73 (8) - - - - - - 159.0658
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Figure S1. The measurement setup (DOFR dimensions not to scale). The blue circles depict the DOFR UV lamps. The flows were controlled
with mass flow controllers (MFCs; Alicat Scientific). The ozone was generated with an UV lamp (Model 1000, Jelight Company Inc.) and
measured with Model 205 analyzer (2B Technologies).
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Figure S2. Time series of exhaust flow rate (Q..1), tailpipe and OFR outlet concentrations of CO2 (a) and SOA (b) in cold-start NEDC, and
the cumulative emissions of COx (c) and SOA (d). The OFR data is simulated based on tailpipe concentrations and OFR transfer functions,

and the SOA concentration refers to HC concentration multiplied with Y. All OFR data is delay corrected.

(a) ()
B True
[ DOFR
200 Cpram

)
w
o
o
)
=
o

[S

1
uel
-1
fuel

Speed = DOFR 1100

[y
o
™

[y
o
w

50
100

Speed (km ht)

Total SOA PF (mg kg
Momentary PF (mg kg
5
N

0

C C C < 0 200 400 600 800 1000 1200
IO SN . 2

Time (s)

Figure S3. Total SOA PFs of subcycles and full driving cycle (a), and time series of true SOA PF and SOA PFs determined from OFR
measurements (b) in cold-start NEDC. The integrated SOA PF in panel (a) is calculated by normalizing the SOA emission to true CO2
emission, whereas for the momentary SOA PF in panel (b), the SOA concentration is normalized to OFR CO2 concentration. The PFs in
both panels are calculated for semi-synthetic SOA data that is linearly proportional to the measured HC concentration in the tailpipe or the
simulated HC at OFR outlet. CSUDC, HUDC and EUDC represent approximately 400 s subcycles within the full cycle. Note logarithmic

axis scale in panel (b).
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Figure S4. DOFR transfer functions for CO» and toluene with different UV lamp settings. Mean flow rate was 6.8 slpm for CO» experiments

and 6.0 slpm for toluene experiments. According to Dekati, the the transfer function of the current DOFR model consists of a single peak

instead of the double peak observed here with the prototype model when the UV lamps were on.
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Figure S5. The measured DOFR output for 10 s input pulses of CO4 and the simulated output, which is a 10 s square pulse convolved with

the transfer function corresponding to the UV setting.
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Figure S6. The measured DOFR output for 10 s input pulses of toluene and the simulated output, which is a 10 s square pulse convolved

with either the COx2 or toluene transfer function corresponding to the UV setting.
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Figure S7. Best fit transfer function for PAM (a), and a 10 s square pulse of CO2 convolved with the transfer function (b). The experimental

data origins from measurements by Lambe et al. (2011), where the PAM UV lamps were on and the ring flow was used.
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Figure S8. Measured SOA (downstream of the internal ejector diluter, dilution ratio 8.5) with "low UV’ setting compared to modeled SOA

The modeled SOA is calculated by: [SOA] = [HC]-Y, where [HC] is a convolved 10 s square pulse of toluene divided with the dilution
ratio, and Y is determined from steady input experiments. Toluene concentration upstream DOFR during the pulse was 398 ppb, measured

from a steady input experiment. The square pulse was convolved with CO» transfer function. Average flow rate was 6.0 slpm
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Figure S9. Deconvolution performance test for 6 repetitions of a 10 s toluene pulse input with "low UV’ setting. DOFR output is the actual
SOA mass measured with ELPI downstream the internal ejector diluter (dilution ratio 8.5). Input is the square pulse of toluene multiplied with
the SOA yield (determined from steady-state experiments) and divided by the dilution ratio. Deconvolved is the result of deconvolution of

DOFR output (using COx transfer function). Deconvolution overestimates the peak height and underestimates the duration. This is probably

because the CO transfer function does not perfectly represent the SOA formation dynamics, as observed in Fig. S8
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Figure S10. The ratio of OFR PF to true PF when using standard calculation method with different delay correction constants (7). The PFs

are calculated for 10 s bins in the driving cycles and different delay correction constants are normalized to Tpeqk-
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Figure S11. The effect of calculation bin duration on OFR PF accuracy for hot-start and cold-start NEDC.
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Figure S12. The effect of calculation bin duration on OFR PF accuracy for 10000 synthetic driving cycles.
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Figure S13. Comparison of OFR total PF to the true PF, when using CVS method (Eq. 11) and sampling zero air after the cycle ends. The
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data is not corrected for OFR delay, as this is not necessary for the CVS method when calculating the full cycle PE. In contrast, the delay

correction will result in some error in the full cycle PF.

Figure S14. NEDC divided into bins representing different driving conditions.
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Figure S15. Correlations between OFR PFs and true PFs using the standard PF calculation method. The data corresponds to the histograms

in Fig. 4. Note the logarithmic scale in panels (a)-(d).
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Figure S16. True SOA concentration ([HC]-Y’) compared to deconvolved OFR SOA signals.

convolved with the OFR transfer function and then deconvolved using the same transfer function.
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For OFRs, the product [HC]-Y is first
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Figure S17. Examples of synthetic driving cycles generated with the algorithm described in Sect. S3.
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