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Figure S1. Calculation of the expected fragment ions for sequences pPQVNFSPGWa and pQVNFSP(Hyp)GWa of
a peptide assigned to Manto-CC (Hyp) in K. flavicollis using MassLynx (blocked termini: pQ and amidation). Note
that “~” and “*” refer to the water and ammonia neutral losses.

1



gaede_termite 3564 (32 881) Cm (3552 3587) 2 TOF MSMS 932 43ES+
216e5

100 man
915311
#
559.230
357149
720300 w1z |992390
329151
461.201
1e80er 541224
| 204,108 "n‘ml“mn \
. . ll b l l t | i | o baodd s
75 100 125 150 175 00 225 220 205 30 35 B0 X5 00 425 450 475 S0 525 550 575 600 65 650 675 00 75 70 775 GO £5 60 &5 00 95
gaede_termite_forvalid 5516 (30 806) Crm (5488 5576) 1: TOF MSMS 932 43ES+
100+ 374162 3584
915348
LES
932369
828 $50.222
461187 720274 887 344
159095 201100 329143
- | L L 1 I i ! wz
75 100 125 150 175 200 225 250 275 30 35 B0 5 400 425 450 475 500 525 550 575 600 65 650 675 70 75 750 775 000 €25 050 €5 €0 95
gaede_mantohyp_bk 5545 (30.969) Cm (55228617) 1: TOF MSMS 932 43S+
100- 915334 62565
3ra154
932356
]
559211 887304
357.128 Py —_—
o . . 1 L miz

TTE R R R R R R R kR Rk Rk e Tk R R
Figure S2. CID spectrum of the singly-charged ion of a peptide assigned to Manto-CC (Hyp) in K. flavicollis (top
spectrum for Fig. 3 main text). Bottom two spectra: Its validation with the synthetic compound (top trace: termite
CC extract, bottom trace: synthetic reference compound).
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Figure S3. Calculation of the expected fragment ions for sequence pQVNFSP(Hyp)GWGTa of a peptide assigned
to Bladi-HrTH (Hyp) using MassLynx (blocked termini: pQ and amidation). Note that “~” and “*” refer to the water
and ammonia neutral losses.
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Figure S4. MS/MS analysis for Bladi-HrTH (Hyp) in X. cavicola for the singly- and the doubly-charged peptide

ions (m/z 1090.50, top trace, and m/z 545.75, bottom trace; see Fig. 4 main text).



(32.008) Cen (759:769 9 TOF MSMS 1074 S0ES+
7 et

" 516229

LES

341,143 1074 440

899 246

33143 481188 |
159.082 35?‘55‘28|W s 803254 871,350 l l
“ il ; A Y | | il

EY W 1@ 0 20 ) 400 ) 20 50 0 e 0 7% &0 8% w0 90 1000 1050
gaede_schabed 728 (30.576) Cm 722737) 8 TOF MSMS 1090 SOES+
it 532276 2924

w2

1090421

915344

14.21
— S14.218 619254

559219 972,360

713278 887 359
'Y 3k - A I R Ll 4 N I ey
+ T y L AAAsERaALE A RAS: saRAL) T v Y

& w0 @ 20 %0 a0 ¥ a0 &0 W0 &0 60 650 0 70 B0 e w0 %0 . 10m 102
Figure S5. MS/MS analysis for Bladi-HrTH (top trace) and its Hyp form in Eublaberus posticus for the singly-
charged peptide ions.
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Figure S6. Calculation of the expected fragment ions for sequence pQLNFSP(Hyp)GWGTa of a peptide assigned
to Panni-HrTH (Hyp) using MassLynx (blocked termini: pQ and amidation). Note that and “*” refer to the
water and ammonia neutral losses.
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Figure S7. MS/MS analysis for the singly- and the doubly-charged peptide ions (m/z 1104.51, top trace, and m/z
552.76) of a peptide assigned to Panni-HrTH (Hyp) in P. nivea (see Fig. 5 main text).
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Figure S8. Calculation of the expected fragment ions for sequence pQLNFSP(Hyp)GWGVa of a peptide assigned
to Asiky-HrTH (Hyp) and sequence pQLNFSP(Hyp)GWGFa for Blaat-HrTH (Hyp) using MassLynx (blocked

termini: pQ and amidation). Note that

“u_r

and “*” refer to the water and ammonia neutral losses.
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Figure S9. MS/MS analysis for the singly-charged peptide ions of peptides assigned to Asiky-HrTH (Hyp) in
Asiablatta kyotensis (top trace) and Blaat-HrTH (Hyp) in Blaberus atropos (bottom trace).
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Figure S10. Calculation of the expected fragment ions for sequence pQLNFSP(Hyp)GWGPa of a peptide assigned
to Episu-HrTH (Hyp) using MassLynx (blocked termini: pQ and amidation). Note that “~” and “*” refer to the
water and ammonia neutral losses.
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Figure S11. MS/MS analysis for the singly- and the doubly-charged peptide ions (m/z 1100.52, top trace, and m/z
550.76) of a peptide assigned to Episu-HrTH (Hyp) in Episymploce sundaica (bottom trace, see Fig. 6 main text).
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Figure S12. Calculation of the expected fragment ions for sequence pQLNFSP(Hyp)NWa of a peptide assigned to

Tenmo-HrTH (Hyp) using MassLynx (blocked termini: pQ and amidation). Note that

and ammonia neutral losses.
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Figure S13. CID spectrum of the singly-charged ion of a peptide assigned to Tenmo-HrTH (Hyp) in E. capucina
(upper trace) and its validation with the synthetic compound (bottom spectrum).
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Figure S14. LC-MS for the analysis of freshly prepared Blaberus CC. Extracted y”s ion traces (top box) and CID
spectra. From the bottom in each box: Blaat-HrTH and its Hyp form, Bladi-HrTH and its Hyp form. For expected

fragment ions, see Figures 53, S8.
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Figure S15. CID spectra for the validation of the Hyp forms of Bladi- and Blaat-HrTH from freshly prepared
Blaberus CC using the synthetic peptides. From the bottom: synthetic Blaat-HrTH (Hyp) and endogenous peptide,
synthetic Bladi-HrTH (Hyp) and endogenous peptide. For expected fragment ions, see Figures S3, S8.
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Figure S16. CID spectra for the analysis of freshly prepared Blaberus CC extracted with saline. From the bottom:

Blaat-HrTH and its Hyp form, Bladi-HrTH and its Hyp form. For expected fragment ions, see Figures S3, S8.
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Figure S17. CID spectra of the singly-charged ions of a peptide assigned to Nicve-AKH in N. orbicollis (A) and
its singly- (B) and doubly-oxidized (C, D) as well as the Kyn-form (E) (see Fig. 8 main text).
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Figure S18. Calculation of the expected fragment ions for sequence pQITYSTGNWa of a peptide assigned to
Nicve-AKH using MassLynx (blocked termini: pQ and amidation) and its oxidation products (W + O, W + 20, Kyn).
Note that “~” and “*” refer to the water and ammonia neutral losses.
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